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I. —The Synthetical Formation of Closed Carbon-chains, Part H. On 
some Derivatives of Tetramethylene . 

By W. H. Perkin, Jun., Ph.D. 

In Part I of this paper, which I had the honour of laying before the 
Society last year (Trans., 1885, 801), I gave a short description of 
some derivatives of trimethylene, 

CH 3 —ch 2 

^chT 

and I now desire to communicate to the Society the results of my 
experiments on the synthetical formation of compounds containing 
the tetramethylene-ring, 

CH 2 -CH 2 
([fHa—i)Hj' 

These derivatives may he easily obtained by reactions exactly similar 
to those employed for the formation of trimethylene-derivatives. 

Thus, ethylic malonate when treated with sodie ethylate and tri¬ 
methylene bromide is converted into the ethereal salt of tetra- 
methylenedicarboxylic acid [1, 1]*— 

2CHNa(COOC 2 H5) 8 + CH 3 BrCH 2 *CH a Br = 

OH *<S5>°C 000 <W» + CHaCCOOCya,)* + 2NaBr. 

If, however, ethylic acetoacetate be substituted for ethylic malonate 

* With regard to the nomenclature of these ring-bodies, see Part 1 of this paper 
(Trans., 1886 , 806 ). - * ' 
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in the above reaction, a different series of compounds is formed, a 
description of which must be reserved for a future paper. 

This paper has, for convenience sake, been divided into the fol¬ 
lowing chapters:— 

I. Preparation and properties of tetramethylenedicarboxylic acid 
(1,1), tetramethylenemonocarboxylie acid, and their ethereal salts. 

II. Tetramethylenetetracarboxylic acid (1,1,2,2), and tetramethyl¬ 
enedicarboxylic acid (1, 2). 

III. Diacetyltetrametbylenedicarboxylic acid (1,1, 2, 2). 

CH*—OHj 

I. Ethylie Tetrametlwlenedicarboxylate (1,1), | | 

CH 3 -C(COOC a H 5 ) 2 

In order to prepare this ethereal salt, the following method, which 
1 give in full, has usually been employed. 

14*5 grams of sodium are dissolved in about 160 grams of absolute 
alcohol, and when thoroughly cold a mixture of 100 grams of ethylie 
malonate and 64 grams of trimethylene bromide is slowly poured in, 
the whole being well shaken and cooled during the operation. During 
the mixing, the sodium compound of ethylie malonate generally 
separates out as a white gelatinous mass, but this soon disappears, 
especially on warming, a clear liquid being formed. On allowing 
this to stand, sodic bromide is precipitated, and the temperature 
gradually rises, the reaction in most cases being so violent as to cause 
the alcohol to boil; as soon as it has cooled down, the decomposition 
is generally at an end. In order to test this, a small quantity is taken 
out, diluted with a little water, and tested with litmus-paper, when it 
should have a perfectly neutral reaction. 

If, however, it should still be alkaline, it is gently warmed on a 
water-bath till the reaction is complete. 

In order to isolate the product, the whole is dissolved in about 
2—3 times its bulk of water, and extracted two or three times with 
ether.* On distilling off the ether, a colourless oil remains, which is 
next roughly purified by distillation with steam; by this means all 
the ethylie tetramethylenedicarboxylate and regenerated ethylie 
malonate are driven over, a thick oil consisting principally of ethylie 
pentanetetracarboxylate remaining in the retort. 

The distillate is then extracted twice or thrice with ether, the 
ethereal solution washed, once with water and once with dilute 
carbonate of soda solution, and dried over calcic chloride. On 
distilling off the ether, about 110 grams of a colourless oil are left, 
which is further purified by fractional distillation. Below 175°, a 

* Saturating with common salt, before extracting with ether, has been found 
very advantageous. 



OF CLOSED CARBON-CHAINS. 


3 


small quantity of unchanged trimethylene bromide passes over, then 
the temperature rises rapidly to 190°, between which and 240° about 
60 grams of oil, consisting of a mixture of ethylic malonate and 
tetramethylenedicarboxylate distils over. 

In order to separate these ethereal salts, it is necessary to fraction 
repeatedly and carefully with a reflux apparatus. In this way 
26—28 grams of nearly pure ethylic tetramethylenecarboxylate may 
be obtained, boiling between 218° and 223° (720 mm.). When operating 
with larger quantities, a yield of about 30—34 grams has been 
obtained from every 100 grams ethylic malonate. Varying the 
proportions of the different ingredients in this reaction does not 
appear to affect the yield very much. 

The following three experiments were tried in order to determine 


this:— 

Used. I. II. III. Yield, p.c. 

Ethylic malonate. 2 mol. 1 mol. 1 mol. I.... 30 

Trimethylene bromide 1 „ 2 „ 1 „ II.... 33 

Sodium. 2 „ 1 „ 2 „ III.... 23 


Pure ethylic tetramethylenedicarboxylate boils at 220—221’ 
(720 mm.). 

The following numbers were obtained on analysis:— 


I. 0*2200 gram substance gave 0*4799 gram 00 3 and 0*1605 gram 
H*0. 


II. 0*1618 gram substance gave 0*3561 gram 00 2 and 0*1170 grain 

H a O. 

Found. 


I. 

0. 59*50 

H .... 8*10 

0. 32*40 


II. 

60*03 per cent. 
8*04 
31*93 


Theory. 

c 8 h« : o(cooo a H 5 )jj. 

60*00 per cent. 


8*00 

32*00 


» 


Ethylic tetramethylenedicarboxylate is a colourless mobile liquid 
having a slight odour of camphor. It is uot acted on by bromine at 
ordinary temperatures, but on boiling, the colour of the bromiue dis¬ 
appears, torrents of hydrogen bromide being given off. 

The density and magnetic rotation determinations of this com¬ 
pound, which were carried out by my father, gave the following 
results:— 

= 1-05328. 

= 1-04817. 
df° 0 = 1-04051. 
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Magnetic 'Rotations . 


t 

Sp. rotation. 

Mol rotation. 

20 *3 

■ 

9 921 

20*1 


9*939 

19*9 


9 977 

19-6 

0*9349 

9*946 

17-6 

0-9872 

9 955 

17-6 

0 9 ,? 36 

9 918 

17-6 

0 9341 

9 922 

Average 18 9 

0 9346 

9 940 


Dr. Gladstone was so kind as to determine the refractive equivalent, 
and gave me the following acconnt of his results:— 


/ 

Sp gr. 




2 i 

1*0383 

i 

1*4353 

1*4330 

1-1177 


Observed. j 

Normal calculated. 

Ref eq. A. 

Disp eq H—A 

Ref. eq. A 

Disp eq H—A. 

82*46 

3 76 

83*2 

3-78 


Cff*—CH 2 

TetraindliyleMedicarboxylie Acid (1, 1), I | 

CHg—C(COOH ) 2 

The following method was employed to hydrolyse etliylic tetra- 
methylenedicarhoxyl ate so as to obtain the free acid:— 

80 grams of the nearly pure ethereal salt was dissolved in an equal 
bulk of alcohol and a moderately strong solution of alcoholic potash 
(containing 50—60 grams KOH) then run in slowly. Hydrolysis 
sets in immediately, the mass often becoming so hot as to cause the 
alcohol to boil. As soon as the violence of the reaction has subsided, 
the whole is heated on a water-bath for five hours, and evaporated 
almost to dryness. The residue is next dissolved in water, and again 
evaporated in order to entirely remove the alcohol; the solution of 
the residual potassie salt in a little water, is then acidified with dilute 
sulphuric acid, and repeatedly (at least 10 times) extracted with pure 
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ether. The ethereal solution, after being dried over calcic chloride, is 
evaporated, when the new acid is left as a beautiful colourless crystal¬ 
line cake. These crystals, which sometimes contain a trace of oily 
matter, are roughly purified by spreading them out on a porous plate, 
and are afterwards dissolved in a little warm ether. If this ethereal 
solution is allowed to evaporate spontaneously, beautifully trans¬ 
parent crystals of tetramethylenedicarboxylic acid soon separate, and 
are easily obtained pure by one recrystallisation. 

The following results were obtained on analysis:— 


I. 0*2307 gram substance gave 0*4225 gram C0 2 and 0*1226 gram 

H a O. 


II. 0*1238 gram substance gave 0*2276 gram CO a and 0*0659 gram 

H 2 0. 

Found. 


O .... 
H.... 
O .... 


r - 

49-95 

5-90 

44-15 


II. 


50-13 per cent. 
5-91 „ 


43-96 


» 


Theorv. 

CjHj ; 0(c6oh)j. 
50-00 per cent. 
5-56 

A.A * A.A. 

X33 Ju -II 


When pretty quickly heated, tetramethylenedicarboxylic acid (1,1) 
melts at 154—156°; if slowly heated, however, it decomposes at a 
lower temperature, carbonic anhydride being given off. 

It is easily soluble in water, moderately easily in ether, chloroform, 
and benzene, but only sparingly in light petroleum. The aqueous 
solution, when evaporated over sulphuric acid in a vacuum, deposits the 
acid in thick prisms, but the most beautiful crystals are obtained 
when a considerable quantity of a strong ethereal solution is allowed 
to evaporate spontaneously. 

Professor Haushofer was kind enough to measure some of these 
crystals for me, and gave the following account of thelu:— 


Tetram ethjlenedicarboxylic Acid , 
Crystalline System. Monoclinic. 

a : b : c = 1*03*24 : 1: 1*1354. 
ft = 88° 58'. 
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Tabular crystals of the combination— 

OP = (001) = c 
- 7P = (771) = o 
7P = (771) = 19 

cofcco = (010) = b 
Poo = (Oil) = q 
■JPdo = (012) = n 

Cleavage perfectly conformable to the plane of symmetry b; on the 
plane b, the direction of extinction (with crossed Nicols) forms an 
angle of 38° with the edge b c. 


Measured. 

Calculated. 

0:0 = (001X771) = *95° 64 

— — 

c:w= (001X771) = 94 32 

94° 28' 

o : o = (771X7/1) = *88 48 

— — 

w:tr = (77IX7/I) = 88 32 

— «— 

c:n = (001X012) = 150 12 

150 25 

c : q = (001X011) = 131 20 

181 23 


The solution of tetramethylenedicarboxylic acid in chloroform 
does not appear to be affected by bromine, even after standing 
for weeks, neither does hydrobromic acid act on the acid. Nearly 
the whole of the acid was recovered from a solution of it in con¬ 
centrated hydrobromic acid (sp. gr. 1*83) which had been standing 
for six weeks, on shaking it up with ether. This is somewhat striking 
when it is remembered how easily trimethylenedicarboxylic acid is 
acted on by hydrobromic acid (Part I, page 814). 

Salts of TetramethylenedicarboxyHo Acid (1, 1). 

Ammonium Salt .—This salt was prepared by dissolving the acid in 
a slight excess of ammonia and allowing the solution to evaporate 
over sulphuric acid in a vacuum. It crystallises in long colourless 
needles, and is very easily soluble in water. 

Silver Salt .—If nitrate of silver is added to a neutral solution of 
the ammonium salt, a soluble acid silver salt is at first produced, W 
on adding excess a white precipitate of the neutral salt is thrown 
down. 

This salt, after being well washed and dried, gave the following 
results on analysis:— 

I- 0*2595 gram substance gave 0*1904 gram CCh and 0*0451 
gram H 2 0. 

II. 0*2265 gram substance gave 0*1859 gram silver. 
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Found. 

0 . 20*02 per cent. 

H. 1*94 „ 

Ag .... 60*00 „ 

0. 18*04 „ 


Theory. 

CA! C(OOOAg)5, 
20*11 per cent. 
1*68 „ 

60*33 „ 

17*88 „ 


Copper Salt .—The addition of cupric sulphate to a fairly con¬ 
centrated solution of the ammonium salt produces a beautiful deep- 
blue solution but no precipitate. If, however, this solution is warmed 
on a water-bath, the copper salt soon crystallises out in magnificent 
blue needles, which when examined under the microscope are 
observed to have the form— 



Those crystals, which probably belong to the monosymmetric 
system, show a most beautiful play of colours when seen by polarised 
light. 

The copper salt appears to have the formula— 

CH a -CH* 

i/H —[/<qqq>Cti+HjO. 

Analysis. 

I. (jb) 0*2085 gram substance (dried over sulphuric acid) lost on 
heating to 150° 0*0150 gram. 

(ft) 0*1935 gram substance gave 0*1749 gram OuO. 

II. 0*2640 gram substance (dried at 150°) gave 0*1010 gram CuO. 

III. 0*1693 gram substance (dried over sulphuric acid) gave 0*0601 
gram CuO. 

Found. 

i — - — *- s Theory. Theory. 

I. II. II. C 6 H 6 0 4 Cu. QeHAOtt+HjO. 

Cu.. 30*90 30*54 28*30 per cent. 30*83 28*30 

HA 7*19 — — - 8*06 

Lead Salt .—If plumbic acetate is added to a dilute solution of am¬ 
nionic tetraraefcbylenedicarboxyiate, a white amorphous precipitate is 
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thrown down which, becomes crystalline on vigorous shaking. After 
filtering off, well washing with water and drying over sulphuric 
acid in a vacuum, this salt has the formula 

CaHs : C<^QQ>Pb + HaO. 

Analyses. 

I. 0*2324 gram snbstance lost on heating to 150°, 0*0127 gram; 
thus dried, the substance gave on heating with sulphuric 
acid, 0*1903 gram PbS0 4 . 

II. 0*2557 gram substance (dried at 140°) gave 02222 gram 
PbS0 4 . 

Theory. Theory. 

C 6 H 6 0 4 Pb. 0 6 ff fl 0 4 I>b + HA 

59*31 p. c. — 

— 4*90 p. c. 

This lead salt ia almost insoluble in cold water, and very sparingly 
soluble in hot water. 

If the hot concentrated solution is allowed to cool, the salt crystal¬ 
lises out in four-sided prisms. 

j Barium Salt —If baryta-water is added to the solution of tetra- 
methylenedicarboxylic acid in water, no precipitate is formed at first, 
but on adding excess a white apparently amorphous precipitate is 
thrown down which is the neutral barium salt of the acid. After 
being well washed, and dried over sulphuric acid, it gave the follow¬ 
ing results on analysis :— 

0*4002 gram substance lost on heating at 150—160°, 0*0232 gram, 
and gave on treating with snlphuric acid, 0*3117 gram BaS0 4 . 

Found. 

Ba. 45*82 per cent 

H 3 O .... 5*77 „ 

This salt, when examined under the microscope, is found not to be 
amorphous, but to consist of a mass of slender needles. It is sparingly 
soluble in water. 

CHg—CH 2 

Tetramethy lenemonoca rbc&y lie Arid, | | 

CH 2 —CH-COOH. 

When, tetramethylenedicarboxylic acid [ 1 , 1 ] is heated to a few 
degrees above its melting point, it is rapidly decomposed with evolu- 


Tiieory. 

c a H s :o<cgg>Ba + n s o. 

9 , nfli* 


Found. 

£ 3 . 

Pb .. 59*18 59-37 p. c. 

HjO .. 5-46 — 
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tion of carbonic anhydride and formation of tetramethylenemono- 
carboxylic acid, according to the equation— 

OH^gpXXOXffl), = CH a <^ : >CH-COOH. 


In order to effect this decomposition, the dicarboxylic acid is 
heated in a small Wiirtz flask at 210—220°. As soon as the acid 
has melted, carbonic anhydride begins to be evolved and a colourless 
oil distils over, very little residue remaining in the retort. The 
distillate when fractioned comes over almost entirely between 188° 
and 193° (if the dicarboxylic acid was pure), and on refractioning 
this once or twice the new acid is easily obtained pure as a colourless 
oil boiling constantly at 191° (720 mm.). 

The analyses gave the following numbers:— 

I. 0*1816 gram substance gave 0*4082 gram CO* and 0*1361 
gram H a O. 

II. 0*2260 gram substance gave 0*4960 gram C0 2 and 0*1691 
gram H 2 0, 

III. 0*1376 gram substance gave 0*3026 gram C0 2 and 0*0991 
gram H 2 0. 


Found. 

£ il in) 

C- 60'30 59 74 59-97 per cent. 

H... 8-19 8 31 8-00 „ 

O ... 31-51 31-95 3203 


Theory. 

cyar,: ch-cooh. 

60-00 per cent. 


8-00 

32-00 




Tetramethylenemonocarboxylic acid is a colourless oil, of penetrat¬ 
ing and very disagreeable odour, somewhat resembling that of butyric 
acid. It does not solidify when cooled down to 0°. It is sparingly 
soluble in water, but mixes in all proportions with alcohol, ether, &c. 
It is easily oxidised when treated WLth permanganate of potash in 
alkaline solution, oxalic acid being formed. 

Tetramethylenemonocarboxylic acid is not acted on by bromine at 
ordinary temperatures. The difficulty with which it is attacked by 
this reagent is very remarkable. On submitting a mixture of 5 grams 
of acid, 8 grams of bromine, and 20 grams of chloroform to direct 
sunlight in a sealed tube for 18 days, no apparent change had taken 
place, and on opening the tube only the slightest trace of hydiobromie 
acid could be detected. The tube was then sealed up again and 
heated at 100° for two hours; even after this treatment, only a very 
small quantity of hydrobromic acid had been formed. After heating 
for five hours at 160°, however, the colour of the bromine had entirely 
disappeared, a colourless liquid being formed, and on opening the tube 
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torrents of hydrogen bromide were evolved. The product when 
evaporated deposits a heavy brominated acid, the examination of 
which I am still engaged on. 

Tetramethylenemonocarboxylic acid is isomeric with angelic acid, 
methylcrotonic acid, allylacetic acid, dimethylacrylic acid, and 
several other nnsaturated acids. 

Only two salts of tetramethylenemonocarboxylic acid have been 
examined, namely, the silver and calcium salts. 

The silver salt is easily obtained by adding nitrate of silver to a 
neutral solution of the ammonium salt as a heavy white precipitate 
sparingly soluble in water. 


Anaylsis. 

0*2579 gram substance gave 0*2740 gram 00 3 , 0 0804 gram 
H 3 0, and 0*1348 gram Ag. 

Theory. 

Found. C 6 H 7 AgO> 


C . 28*98 per cent. 28 98 per cent. 

H. 3*46 „ 3*38 

Ag. 5*2*23 „ 52*17 

O . 15*33 „ ‘ 15 47 


The calcium salt of the acid is prepared by boiling the acid with 
calcic carbonate and water, filtering, and concentrating the filtrate on 
a water-bath till it becomes of a syrupy consistency. On standing, 
this deposits the salt in long silky needles, which are very soluble in 
water. 

After recrystallising and allowing to dry by exposure to air for 
four or five days, this substance was found to have the formula— 

CioHuOiOa + 5HaO. 

Analyses . 

L 0*3288 gram dried at 150° for half an hour lost 0*0889 gram. 


II. 0*4473 „ „ 120 „ „ 0*0922 „ 

III. 0*3195 „ treated with sulphuric acid gave 0*1277 gram CaS0 4 . 

Found. 

t -*-■\ Theory. 

I. II. III. O 10 H 11 O 4 Ca + 5H a O. 

Ca. — — 11*75 p. c. 12*19 p. c. 

H*0 . 27*04 27*09 — „ 27*48 „ 


This salt slowly loses some of its water of crystallisation when 
exposed to the air for a long time. A sample which had been thus 
exposed for three weeks, was found to contain 24*59 per cent. H*0. 
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Placed over sulphuric acid in a vacuum, it loses all of its water 
of crystallisation in seven days. 

Two analyses of this salt dried at 150°, gave the following re¬ 
sults :— 


I. 0*3349 gram substance gave 0*1922 gram CaS0 4 . 
II. 0*3208 gram substance gave 0*1830 gram CaS0 4 . 


Found. 


,-*-v Theory. 

i. ii. (c 8 h 6 : ca-ooo) 2 ca. 

Ca. 16*88 16*82 per cent. 16*80 per cent. 

On distilling this salt with lime, a gas is given off, which, however, 
does not appear to be tetramethylene. I hope in a short time to he 
able to obtain this gas in sufficient quantity for analysis and examina¬ 
tion. 

Tetramethylenecarboxylic acid, being one of the most simply con¬ 
stituted of the ring compounds yet obtained, it was thought that in¬ 
teresting results might be obtained from the study of its physical 
properties. The results of the sp. gr. and magnetic rotation deter¬ 
minations, which were performed by my father, are the following :— 


4K — 1-05480, 
15 

= 1-05116, 


= 1-04761. 
25° 


Magnetic Rotations. 


t . 

Sp. rotation. 

Hoi. rotation. 

18 

0-9561 

5 046 

18 

0*9586 

5-059 

18 

0*9548 

5*039 

Averages 18 

0 -9565 

5*048 


I submitted a very pure sample of this acid to Dr. Gladstone, who 
was kind enough to examine it optically. The following are the 
results of his experiments:— 


t. 

Sp. gr. 


/h>- 


25*5 

1*046 

1*4351 

1*4403 

1*4561 
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Observed 

Normal calculated. 

Ref. eq. A. 

Disp. eq. EC — A. 

Ref. eq. A. 

Disp. eq H — A. 

41 *G0 

2*00 

41*6 

1*89 


CH 2 —CH a 

Ethylic Tetramethylenemonocarbory late, | j 

0H 2 —CBE* 1 


H-COOOaHs 


This ethereal salt was prepared as follows :—20 grams of the dry 
silver salt of tetramethylenemonocarboxylic acid was mixed with 
25 grams of ethyl iodide and 50 grams of pure ether, and heated on a 
water-bath for about two hours. At the end of this time, all the 
silver salt was decomposed, iodide of silver being precipitated. This 
was removed by filtering, and once or twice extracted with ether. 

On carefully distilling off the ether, a colourless oil remained behind, 
which on the first distillation went over between 148° and 155° ; by 
repeated fractioning, the ethereal salt was easily obtained pure, boil¬ 
ing at 151—151*5° (720 mm.). Analyses:— 

L 0*1450 gram substance gave 0 1193 gram H_>0 and 0*3478 gram 

C0 2 . 

II. 0*1410 gram substance gave 0*1210 gram H 2 0 and 0*3390 gram 

C0 2 . 


Found. 

t -\ Theory. 

1. II. CJI 6 : CH-COOC.I 

C. 65*41 65*57 per cent. 65*62 per cent. 

H. 9*14 9*53 „ 9 38 „ 

0. 25*45 24*90 „ 25*00 


Ethylic tetramethylenemonocarboxylate is a limpid liquid, of agree¬ 
able odour; it does not solidify at 0°. 


Trimethylene Iodide , CH a I*CHrCHJ. 

During the course of these experiments, in was thought that if 
in place of trimethylene bromide a compound were employed capable 
of reacting more energetically, such as trimethylene iodide, that a 
better yield of ethylic tetrametbylenedicarboxylate would be obtained. 

In order to test this, it was first necessary to find some simple 
method for preparing trimethylene iodide; after several experiments, 
it was observed that trimethylene bromide is almost quantitatively 
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converted into tlie corresponding iodide by simply digesting it with 
alcoholic potassic iodide; thns :— 

C&Br-CH/CHsBr + 2KI = CHJ-CHyCHJ + 2KBr. 

In preparing the iodide, 50 grams of pure trimethylene bromide are 
heated on a water-bath with 100 grams of alcohol and 90—100 grams 
of finely powdered potassic iodide for about an hour. After boiling for 
a few minutes, potassic bromide begins to be deposited, and at the end 
of the reaction the mass becomes almost solid; water is now added* 
and the heavy oil which separates is extracted once or twice with 
ether. The ethereal solution, which is generally of a brownish colour, 
is then well washed with water to dissolve out potassic iodide and 
alcohol, dried over calcic chloride, and freed from iodine by shaking 
with a small quantity of mercury. On distilling off the ether, nearly 
pure trimethylene iodide remains. In order to obtain a perfectly pure 
product, the oil thus obtained is next fractioned under diminished 
pressure (250 mm ); on the first distillation, almost the whole of it 
passes over between 175° and 183° as a heavy oil of peculiar odour, 
which, if discoloured by iodine, is again treated with a little mercury 
and refractioned. Pure trimethylene iodide is a colourless oil boiling 
at 179° (250 mm.). An analysis gave the following numbers s— 

0*3048 gram substance gave 0*4820 gram Agl. 

Found Theory. 0 3 H 6 I 2 

I. 85*46 per cent. 85*81 per cent. 

Trimethylene iodide boils at 215—220° (720 mm.) almost without 
decomposition. It does not solidify afe —10°. The sp. gr of a 
specimen dried ever phosphoric anhydride was determined by my 
father with the following results *— 

dS = 2-59617, 

4 

= 2 57612, 

A % = 2 ' 56144 

On trying the action of this iodide on ethylic malonate, it was soon 
found it presented no advantage as compared with the bromide. Not 
only was the yield of ethylic tetramethylenedicarhoxylate no better, 
the boiling point of the latter and of the iodide being nearly the same, 
it was much more difficult to obtain a pure product. This method 
was therefore abandoned. 

A short notice on trimethylene iodide was published in the BeticMe 
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(18, 221), and shortly afterwards (ibid,, 18, 519) Louis Henry stated 
that he also had prepared this compound in a way similar to that 
described above, and remarked that Freund (Monatsh, Ohem ., 2, 640) 
had also obtained it by heating trimethylene glycol with hydriodic 
acid. 

Louis Henry states that trimethylene iodide boils at 224° (763 mm.), 
and does not solidify at —20°. He also makes some interesting 
remarks on the stability of this compound as compared with ethylene 
iodide. 


Theoretical Remarks . 

In the foregoing, the substances produced by the action of trimethy¬ 
lene bromide on ethylic malonate have, without comment, been taken 
as being derivatives of tetramethylene. This is, however, not neces¬ 
sarily the case. There is another interpretation of this reaction, 
which at first sight is quite as probable, and that is, that these com¬ 
pounds are really nothing more than allyl-derivatives, thus: ethylic 
tetramethylenedicarboxylate, tetramethylenedicarboxylic acid, and 
tetramethylenemonocarboxylic acid might be ethylic allylmalonate, 
allylmalonic acid, or allylacetie acid respectively. 

Such derivatives could easily be formed in the following way:— 

The first product of the action of trimethylene bromide on ethylic 
malonate would be undoubtedly ethylic bromopropylmalonate, thus:— 

CHHaCCOOC^ + CH 2 Br-CH 2 *CH 2 Br = 

CH 2 Br*CH 2 *0 H 2 *CH(COOC 2 H 5 )2 + HaBr. 

In the second phase of the reaction, two changes can take place, 
that is; (a) the bromine-atom can combine with the hydrogen-atom 
of the CH-group, in which case ethylic tetramethylenedicarboxylate 
would be formed, or (fi) hydrogen bromide may be eliminated in the 
following way:— 

CH 8 Br-CH 2 -CH 2 -GH(COOC 2 H 6 ) 2 = CH 2 : CH-CH 2 -CH(COOC 2 H 5 ) 2 

+ HBr. 

ethylic allylmalonate being produced. 

This being the case, it will be necessary, before going further, to 
prove that the products of che action of trimethylene bromide on 
ethylic malonate are really tetramethylene-derivatives, and not all} 1- 
derivatives. 

Here the proof is fortunately much easier than was the case with 
ethylic trimethylenediearboxylate and ethylic vinylmalonate described 
in Part I of this research (Trans., 1886, 817), all the corresponding 
allyl-derivatives having already been prepared and examined, and it 
is therefore only necessary to compare these side by side with the 
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tetramethylene compounds, in order to show at a glance the remark¬ 
able differences existing between them. 

This is shown very clearly on examining the following table of the 
boiling and melting points of the two series of compounds :— 


(a.) Bolling Points . 



(760 mm.). 


(760 mm.). 

Ethylic tetramethylenedicar- 
boxylate. 

224—225° 

Ethylic aUylmalonate 

219—220° 

Tetramethylene-monocarboxy- 
lic acid. 

194—195 

Allylacetic acid...... 

188° 

Ethylic tetramethylenemono- 
carboxylate .............. 

154—155 

Ethylic aUylacetate .. 

142—141'* 


(f$.) Melting Points . 


Tetramethylene - dicarboxylic 




acid . 

164—156° 

Allylmalonic acid .. 

103° 


These two melting points show a variation of 50°. In order, how¬ 
ever, to establish the great difference between tetramethylenedicar- 
boxylic acid and allylmalonic acid, I submitted some beautiful crystals 
of the latter to Professor Haushofer, who kindly measured them for 
me with the following results:— 

Monallylmalonic Acid . 

Crystalline system: triclinic. 

Small brilliant crystals resembling rhombohedrons, of which the 
faces c, p, and q were observed; cleavage perfect conformably to the 
surface q. 


















16 


PERKIN: THE SYNTHETICAL FORMATION 


Measured. 

p : q=z 43° 58' (front) 
gr: c = 97 2 

p : c == 114° 39 

On comparing the crystalline form of this acid with that of tefn- 
methylenedicarboxylic acid (given on page 5), it is at once evident 
that the two acids cannot possibly be identical. 

Professor Franchimont (Rec. Tmv. Ohim ., 1885, 398 and 399) has 
lately published a series of researches on the action of pure nitric 
acid on organic compounds, and, among others, on the derivatives of 
malonic acid. He found that malonic acid and its monosnbstitnted 
derivatives, such as ethyl-allylmalonic acid, &c., were completely 
decomposed when treated with pure nitric acid, with elimination of 
2 mols. C0 2 . The disubstituted malonic acids, such as diethylmalonic 
acid, &c., were on the contrary not acted on at all when left in contact 
with this acid. In connection with these experiments, Professor 
Franchimont was kind enough to examine the behaviour of tetra- 
methylenedicarboxylic acid when treated with pure nitric acid, and 
found that this compound, even after standing for days with nitric 
acid, showed no signs of decomposition, and after 10 days’ exposure, 
he was able, on extracting with ether, to regain nearly the whole of 
the tetramethylenedicarboxylic acid unchanged. 

These experiments can only be explained on the assumption that 
the tetramethylenedicarboxylic acid is a disubstituted malonic acid of 

the formula an< * therefore go far to 

prove that this compound is really a tetramethylene-derivative. 

An equally conclusive proof of the constitution of this acid can 
be deduced from the study of the magnetic rotations of ethylic 
tetramethylenedicarboxylate and tetramethylenemonocarboxylic acid. 
The magnetic rotation of ethylic tetramethylenedicarboxylate is 
9*940, that of tecramethylenecarboxylic acid is 5*048. The difference 
between the magnetic rotation of these two substances and those of 
the isomeric allyl* derivatives is very striking* Thus: 

The magnetic rotation of the allylmalonate = 11*281. 

„ „ allylaqetic acid = 6 426. 

Here the differences between the magnetic rotation of ethylic allymalo- 
nate and ethylic tetramethylenedicarboxylate, and between those of 
allylacetic acid and tetramethylenecarboxylic acid, are 1*378 resp. 1*341, 
a farther proof that these compounds cannot possibly be identical. 

.. The magnetic rotations of these tetramethylene-derivatives agree 

* W. H. Perkin, Trans., 1884, 44, 508, 576, and 1886, 49,211. 
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much more closely with those of the corresponding saturated com¬ 
pounds in the fatty series, allowing of course in all cases for the 
difference of H 2 = 0*508. Thus: 

Ethylic propymalonate —2H = 9*859. 

Valeric acid —2H = 5*000. 

It would appear from the experiments which have up to the present 
time been carried out by my father, that the value of CH 2 in a ring is 
slightly different from the value of 0H 2 in an open chain. 

The study of the magnetic rotation 6i these tetramethylene- 
derivatives also shows that both tetramethylenedicarboxylic and tetra- 
methylenemonocarboxylic acids are derivatives of the same group of 

elements, that is CH 2 <C Qg 2 ^>CH 2 . 

Thus if the value of ethylic malonate — 2H = 6*902 be abstracted 
from the value of ethylic tetramethylenedicarboxylate (9*940), we 

_OH 

get 3*038 as the value of the group =ch:> oh »- 

If a similar operation be performed with tetramethylenemono- 
carboxylic acid, we get the following:— 

Tetramethylenemonocarboxylic acid (5*048)—Acetic acid —2H 
_ qtt 

(2*017) =3*031 = value of_ q^>CH 2 , a number closely agreeing 

with the preceding one. 

Dr. Gladstone’s measurements of the refraction and dispersion 
equivalents of ethylic tetramethylenedicarboxylate and tctramethylene- 
monocarboxylic acid also show closely that these must be saturated 
compounds. Dr. Gladstone has given me the following explanation 
of the results of his determinations (pp. 4,11, 12). 

“ The refraction and dispersion equivalents of ethylic tetramethylene- 
dicarboxylate indicate that it is a saturated body. 

“ Tetrameihylenecarloxylie add .—These figures closely agree with 
those of a saturated compound, an allyl compound gives much higher 
figures. (The refraction equivalent of allylacetic acid is 43*25, and 
the dispersion equivalent 2*41.)” 

There can therefore scarcely be a doubt, but that the compounds 
produced by the action of trimethylene bromide on ethylic malonate 
are really derivatives of tetramethylene. 


CH 2 —C(COOH) a 

II. Tetrcmethyhnetetraccurboxylic acid (1,1, 2,2,) | | 

OHa—C(OOOH)a 

i 

If the sodium compound of ethylic malonate be treated with 
ethylene bromide, the principal product of the reaction is ethylic 
VOL. li. 0 
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trim etbylenedicarboxylate (1, 1), as was shown in Part I of this 
research, Trans., 1885, p. 807.* 

This compound is formed according to the following equation, one 
molecnle of ethylene bromide reacting with one molecule of ethylic 
malonate:— 

3 coocS> OHH ‘ + o® 5 * = S>°<^ + 

Etliylic trimetkylene&carboxylate. 

“oSb? 011 * + 2N * Br - 

This ethereal salt is, however, not the only product of the reaction, 
as there is always a small quantity of an oil of high boiling point 
formed at the same time: this remains behind in the retort during the 
purification of the crude product, after the ethylic trimethylene- 
dicarboxylate has distilled over. (See Part I, Trans., 1885, p 808.) 

This oil, after being carefully fractioned under diminished pressure, 
proved to be the product of the action of 1 mol. of ethylene bromide 
on 2 mols. of the sodium compound of ethylic malonate, thus:— 


2 OBK.(OOOOA), + <S =< Ca ; mjCOOW : ) ; + 21TaBr. 


This substance, for which I propose the name ethylic butane-w 2 w 2 - 
tetracarboxylate,t can with advantage be used for the synthesis of 
tetramethylene compounds. 

When mixed with sodic ethylate, two of its hydrogen-atoms are 
directly displaced by sodium, forming a disodium compound which 
when treated with bromine is converted quantitatively into the 
ethereal salt of tetramethylenetetracarboxylic acid (1,1,2,2), thus:— 


CH a -CITa( COOGJEIs)* 

CH^-CNaCCOOO^)* 

Hisodium compound. 


+ Br* 


CH 2 —C(COOC 8 Hfi) 2 
~~ Ifflr-bcCOOaH,)* 


+ 2NaBr. 


Ethylic tetramethylene- 
tetraearboxylate (1,1,2,2). 


On hydrolysis, the free add is easily obtained, and this in its turn when 
heated at 180°, splits up into tetramethylenedicarboxylic acid (1, 2) 
and 2 mols. CO a , thus:— 


* See also Berichte, 17, 54, 323 j 18, 1734; 19, 1049. Eittig and Boeder, 
Annalm, ZSfit, 13. 

f With regard to the nomenclature, see Baeyer (Bar., 17,961). 
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CH 3 —C(OOOH) 3 CHa—CH-OOOH 

II =11 + 200a* 

OHa~C(OOOH)a 0H 2 —OH-COOH 

Tetramethylene- Tetramethylene- 

tetracarboxylic acid (1,1, 2, 2). dicarboxylic acid (1, 2). 

As this reaction appeared to "be of special interest, it was worked 
out very carefully, the following being the details of the processes 
used. 


Ethylic Bidan6-u3 2 b)2- Tefoacarboxylcbte, 

(COOO,H 6 )aOH-CH s -CH 2 -CH(OOOOaH 5 )a. 

In order to obtain this substance, which is the starting point in the 
following syntheses, the crude product of the action of ethylene 
bromide on ethylic malonate (prepared as described in Trans., 1885, 
p- 807) is submitted to distillation in steam until oily drops cease 
to come over. By this means, all the ethylic trimethylenedicar- 
boxylate, together with unchanged ethylene bromide and ethylic 
malonate, are carried over by the steam, a small quantity of a thick 
yellowish oil being left in the retort, which can be easily separated 
from the watery liquid by extracting once or twice with ether. 
After drying over calcic chloride and distilling oft the ether, the crude 
ethylic butanetetracarboxylate is obtained as a thick yellowish oil, 
which is next purified by fractioning under diminished pressure 
(225 mm.); it then nearly all goes over between 250 and 290° the first 
time, and on repeatedly fractioning a colourless oil is obtained boiling 
constantly at 275—280°. This gives the following numbers on 
analysis:— 

0*1620 gram substance gave 0*1118 gram H a O and 0*3280 gram 

CO*. 

Found. Theory. Ci«jH w 0 8 . 


C. 55*22 per cent. 55*49 per cent. 

H. 7*66 „ 7*51 

0. 37*12 „ 36*99 


Ethylic butane-w^wa-tetracarboxylate is a thick, colourless oil of 
feeble odour; it does not solidify at 0°. The yield obtained by the 
above method is very small; 10 grams from 300 grams of ethylic 
malonate has rarely been exceeded. 

The boiling points of this compound incidentally observed are 

At 100 mm. = 248—252° 

„ 225 „ = 275—280. 

In order to prove that this ethereal salt really has the constitution 

f! 2 
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assigned to it at the beginning of this chapter, it was next converted 
into butanetetracarboxylic acid by hydrolysis. 

This acid is decomposed when heated to 200° into adipic acid, and 
2 mols. CO 2 , thus :— 


.CH 2 .0H(C00H) 2 _ .CH 2 ‘Cff 2 -COOH 
^CH^CH(COOH) 2 ~ ^CH 2 -CH 2 -COOH 

Butane-o> 2 w r tetra- Adipic acid, 

carboxylic add. 


+ 200 a . 


Thus affording a direct proof of the constitution of butanetetra¬ 
carboxylic acid. 

The hydrolysis of the ethereal salt of this acid is best carried 
out in the following way:— 

The pure ethereal salt is mixed with a slight excess of alcoholic 
potash and heated for about four hours to boiling. Water is then added, 
the whole evaporated, nearly to dryness, on a water-bath, and the 
residue dissolved in water. The alkaline solution is next carefully 
neutialised with acetie acid, and the lead salt of the acid precipitated 
by adding excess of acetate of lead. After collecting the lead salt and 
washing it well with water, to remove the soluble salts, it is suspended 
in water and decomposed with sulphuretted hydrogen. In order to 
obtain the free acid, the lead sulphide is filtered off and the solution 
evaporated over sulphuric acid in a vacuum. In this way, the butane¬ 
tetracarboxylic acid is obtained as a thick colourless oil which appears 
to crystallise on long standing. 

The analysis of the silver salt, prepared by precipitating a neutral 
solution of the ammonium salt with nitrate of silver, well washing 
and drying over sulphuric acid in a vacuum, gave the following 
numbers, agreeing approximately with the formula 

(OOOH) 2 CH-CH 2 -CH 2 -GH(COOH) 2 . 

OT083 gram substance gave 0*0696 gram silver. 

Found. Theory. 

Ag. 64*27 per cent. 65*22 per cent. 

If bntanetetracarboxylic acid is heated in a small Wiirfcz flask 
at 200°, until the evolution of carbonic anhydride ceases, and the 
brownish residue is then distilled, a thick colourless oil is obtained, 
which on long standing almost entirely solidifies to crystals of 
adipic acid. In order to purify these crystals, they were roughly 
freed from the mother-liquor by spreading out on a porous plate, and 
then dissolved in a small quantity of water. This solution was 
allowed to evaporate over sulphuric acid in a vacuum, when beautiful 
colourless crystals melting at 146—148° were obtained. (Adipic acid 
twite at 149°.) 
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Unfortunately the quantity was too small for analysis, but there 
can be no doubt, from the appearance, melting point, and general 
properties that the substance was really adipic acid. 

CH a —C(OOOH)s 

Tetrametliyleridetracarboxylic add (1,1, 2, 2), | I 

CHa—C(COOH)a 

Tf the ethereal solution of 1 mol. ethylic butanetetracarboaylate is 
mixed with an ethereal solution of sodic ethylate (2 mols.), and the 
whole allowed to remain for a short time, the disodium compound of 
the above ethereal salt is precipitated in colourless flocks; this, after 
collecting and washing with a mixture of alcohol and ether, is 
approximately pure, giving the following number on analysis:—- 

0*2221 gram substance gave 0*0778 gram Na*S0 4 - 

Theory. 

Found. (OOOC 3 H 6 > 2 CNa- CH 2 *OH 3 *CNa (OOOOaH 0 ) y 

Na. 11*35 per cent. 11*79 per cent. 

This disodium compound is fairly stable and dissolves in water 
forming a clear solution, which however outstanding or on the addi¬ 
tion of an acid is decomposed, an oil, probably unchanged ethylic 
bntanetetracarhoxylate, separating out. 

This disodium compound, when treated with bromine, is converted 
into ethylic tetramethylenetetracarboxylate. This synthesis of the 
tetramethylene-ring is earned out in the following way:—21 grams 
of pure ethylic butanetetracarboxylate are dissolved in about 100 grams 
of pure dry ether, and then mixed with an ethereal solution of sodic 
ethylate containing 3 grams of sodium ;* the whole being allowed to 
stand about five minutes to ensure the complete precipitation of the 
sodium compound. 10 grams of pure bromine are now slowly added 
through a dropping funnel, the whole being well agitated and cooled 
during the operation. Each drop of bromine becomes instantly 
decolorised as it comes in contact with the sodium compound, but the 
last drop of bromine should cause a faint but permanent yellowibh colo¬ 
ration of the solution ; as soon as this takes place, the reaction is com¬ 
plete. After standing for about an hour, water is added, the ethereal 
solution separated from the aqueous layer, well washed with water and 
carbonate of soda solution, and dried over calcic chloride. On dis¬ 
tilling off the ether, the crude ethylic tetramethylenetetracarboxylate 
is obtained as a thick colourless oil, which was not further purified, 

* Prepared by dissolving the calculated quantity of sodium in as httle hot alcohol 
as possible, and then while still hot, pouring in about five times the volume of pure 
dry ether. 
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but used as it was for preparing tbe free tetramethylenetetracar¬ 
boxylic acid. This was done in tbe following way:— 

Tbe crude ethereal salt was mixed with a solution of 16 grams of 
pure potash dissolved in a little alcohol, and boiled for about eight 
hours. Water was then added and the solution evaporated nearly to 
dryness on a water-bath, in order to drive off the alcohol as com¬ 
pletely as possible. The residue was then dissolved in water, neu¬ 
tralised with acetic acid, and the lead salt of the acid precipitated by 
adding acetate of lead. The thick white precipitate thus obtained 
was then carefully washed with water, until quite free from soluble 
inorganic matter, suspended in water, and decomposed with sul¬ 
phuretted hydrogen. After filtering off the precipitated snlphide of 
lead, the filtrate was allowed to evaporate over sulphuric acid in a 
vacuum, when a colourless oil was left, which, after a short time, 
solidified to a mass of crystals. These were first purified by spreading 
ont on a porous plate, then washed once or twice with benzene, and 
dried over sulphuric acid in a vacuum. 

The analysis gave the following results:— 

0 0675 gram substance gave 0*0231 gram H*0 and 0*1015 gram 
CO a . 

Theory. 

Found. 0 4 H 4 (C00H) 4 . 


G...... 41*01 per cent. 41*88 per cent. 

H. 3*78 „ 3*45 

0. 55*21 „ 55*17 


Tetramethylenetetracarboxylic acid (1,1, 2, 2) is a colourless crys¬ 
talline mass, which melts at 145—150°, being at the same time decom¬ 
posed into tetramethylenedicarboxylic acid (1, 2) and carbonic 
anhydride. It is very easily soluble in water, alcohol, and ether, but 
more sparingly in benzene and light petroleum. The aqueous solu¬ 
tion has a strongly acid reaction. 


CH 8 -OH-OOOH 

Tetram efky lenedicarboxylic acid (1, 2), | | 

CH*— CH'COOH 

Tetramethylenetetracarboxylic acid (1,1, 2, 2), when heated a few 
degrees above its melting point, is rapidly decomposed into carbonic 
anhydride and tetramethylenedicarboxylic acid (1, 2), as described 
above. During this process, however, a slight decomposition appears 
to take place, as the resulting mass is generally somewhat brownish, 
and it was thought possible that if a solution of the add, instead of 
the dry substance, was heated up to the required temperature, this 
might be avoided and a cleaner product obtained. A fairly concen- 
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trated solution of the tetracarboxylic acid in water was therefore 
heated in a sealed tube for two days at 180—200°. On opening the tube, 
a considerable pressure was noticeable due to carbonic anhydride. In 
order to isolate the new acid, the aqueous solution, which was nearly 
colourless, was evaporated on a water-bath to a syrupy consistence; 
this, however, showed no signs of crystallising, even after standing for 
days over sulphuric acid in a vacuum. 

The following method of purification was then resorted to with 
good results:—The crude acid was dissolved in about three times its 
weight of absolute alcohol, and saturated with hydrogen chloride. 
After standing for a few hours, water was added, and the oily drops 
which separated were extracted with ether. The ethereal solution, 
after well washing with water and dilute sodic carbonate, was dis¬ 
tilled on a water-bath, when the ethereal salt of tetramethylene- 
dicarboxylic acid was left as a yellowish oil. This was first distilled 
under diminished pressure (100 mm.), and then fractioned under the 
ordinary pressure. In this way, a colourless oil was obtained boiling 
at 238—242° (720 mm.), which gave the following numbers on 
analysis:— 

0-1711 gram substance gave 0*1290 gram H 2 0 and 0*3754 gram 
CO*. 

Found. 

C. 59*83 per cent. 

H. 8*38 

0. 31*79 

Ethylic tetramethylenedicarboxylate (1, 2), is a colourless oil of 
feeble odour, boiling at 238—242°. It is isomeric with ethylic teira- 
methylenodicarboxylate (1, 1), which however boils at a much lower 
temperature, viz., 223°. 

In order to obtain the freo acid, the ethereal salt was boiled with an 
excess of alcoholic potash for three hours, the product diluted with 
water, evaporated on a wator-bath to drive off the alcohol, and then 
acidified with dilute sulphuric acid. The resulting solution was 
several times extracted with pure ether, the ethereal solution dried 
over calcic chloride, and the ether distillodoff, when an almost colour¬ 
less crystalline mass was left, consisting of nearly .pure tetramethyl- 
enedicarboxylie acid (1, 2). This was further purified by dissolving 
it in a small quantify of water, filtering, and allowing the solution to 
evaporate over sulphuric acid in a vacuum. Iu this way, colourless 
feathery crystals were obtained, which, after drying at 120°, gave the 
following numbers on analysis 


Theory. 
(COOOjHfl) 2 * 

60'00 per cent. 
8-00 
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I. 0*1108 gram substance gave 0*0570 gram H.0 and 0*2016 gram 
CO* 

H. 0*1477 gram substance gave 0*0797 gram H a O and 0*2689 gram 
CO* 


C 

H 

O 


Found. 


L 5 ! 

49*62 49*65 per cent. 

5*70 5*99 „ 

4468 4486 


Theory. 
C 4 H 6 (OOOH)* 
50*00 per cent. 
5*56 

JIM JIM mm 


Tetrametliyleiiedicarboxylic acid (1, 2) melts at 180°. It is easily 
soluble in alcohol, ether, and water, but only sparingly in light petro¬ 
leum and benzene. It is isomeric with tetramethylenedicarboxylic 
acid (1, 1) (p. 4 ), which melts at 154—156°. The difference 
between these two acids is most apparent from their behaviour on 
heating. Tetramethylenedicarboxylic acid (1, 1) decomposes below 
170° into carbonic anhydride and tetramethylenemonocarboxylic acid, 
whereas tetramethylenedicarboxylic acid (1, 2) is not changed at this 
temperature, but at 300°, it is converted into its anhydride, thus 


CH 3 —CH-COOH CHa—CH-CO. 

Ah*—CH-COOH “ CH*—CH*CO /0 + ^ 


Tetramethylenedicarboxylic acid (1, 2) is also isomeric with ethyl- 
fnmaric acid, diacrylic acid, tetrylenedicarboxylic acid, allymalonic 
acid, &c. It is easily oxidised by permanganate of potash in alkaline 
solution, oxalic acid being formed. 

The salts of tetramethylenedicarboxylic acid (1, 2) are well cha¬ 
racterised. 

The silver salt is easily obtained on adding nitrate of silver to a 
neutral solution of the ammonium salt, as a white amorphous preci¬ 
pitate, sparingly soluble in water. The analysis gave the following 
numbers:— 

0*0965 gram of substance gave 0*0575 gram of Ag. 

Theory. 

F<rand - C 6 H 6 0 4 Ag 2 . 

Ag. 59*58 per cent. 60*33 per cent. 

The most characteristic salt, however, is the barium salt. If baric 
chloride is added to a fairly concentrated solution of the ammonium 
salt, no precipitate is formed and the liquid remains clear. If heat be 
now applied, as soon as the boiling point is reached, the barium salt is 
precipitated as a colourless crystalline powder, which, when examined 
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under the microscope, is found to consist of six-sided plates, having 
the form 



This barium salt in the crystalline form is sparingly soluble in both 
hot and cold water. 

A solution of the ammonium salt behaves as follows when treated 
with the following salts:— 


Plumbic acetate , white precipitate, sparingly soluble in water. 

Cupric sulphate , added to a cold solution of the ammonium salt, 
gives no precipitate. On boiling, however, the 
copper salt is thrown down as a light-green 
amorphous mass. 


Calcic chloride 
Zindc sulphate 


No precipitates. 


Anhydride of Tetramethylenedicarboxy lie Add (1, 2). 


Tetramethylenedicarboxylic acid, when heated at 300° for half an 
hour, is completely converted into its anhydride. On distilling the 
product, a colourless oil is obtained, which solidifies on cooling to a 
hard crystalline mass of the nearly pure anhydride. After powdering, 
washing with a little ether, and drying over sulphuric acid in a 
vacuum, the following results were obtained on analysis:— 


0*1206 gram substance gave 0*0552 gram H,0 and 0*2531 gram 

00 „ 


0 

H 

O 


Found. 

57*23 per oent. 
5*09 

37*68 „ 


Theory. C 4 H* \ CA>. 
57*14 per cent. 
4*76 „ 

38*10 „ 


This anhydride, purified as described above, melts at 76—78*. It is 
easily soluble iu alcohol, but more sparingly in ether and benzene. 
In contact with water, it is only very slowly decomposed at ordinary 
temperatures, hut on boiling it is rapidly converted into tetra¬ 
methylenedicarboxylic acid. 

If this anhydride is heated with resorcinol for some time at 250°, 
a reddish-coloured melt is obtained, which, when dissolved in 
water and treated with ammonia, gives the fluorescein reaction in the 
most beautiful manner. 

Tetramethylenedicarboxylic acid (l, 2) and its anhydride are more 
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especially interesting, as they are those derivatives of tetramethylene 
which correspond with phthalic acid and its anhydride in the 
aromatic series. 


CEfcrCH—OCOOH 
CHz^CH—C-COOH 

Phthalic acid. 


CH=CH—C-CO. 


k 


H=CH—C-CO 

Phthalic anhydride. 


CH 2 —CH-COOH 
(Ihj—CJH'COOH 

Tefcramethylenedicarboxylie 
acid (1,2). 

OHj—OH*GO. 


r vx* w. 

>° kJnWO* 


Anhydride. 


On comparing’ these two series of compounds, it will he seen that 
there is a marked resemblance in some of their properties. 


III. ViacetyUetramethylenedicarboccylic Acid (1, 2, 1, 2), 

.CH 8 -CH(COCH,)-COOH 

^CH 3 -CH(COCH 3 )<!OOH. 

If ethylie sodacetacetate is treated with ethylene bromide, ethylic 
acetyltrimethylenecarboxylate is formed (Trans., 1885, 829). Besides 
this ethereal salt, however, another substance can be isolated, which 
corresponds very closely with ethylic butane-w 2 w 8 -tetraoarboxylate, 
2 mols. of ethylic sodacetoacetate reacting with 1 mol. of ethylene 
bromide, thus:— 


Cln, *<c2§&H. . 

omf *<ooock CB & 


ch 2 -ch< 

ch 2 -ch< 


COCHs 

COOCJB* 

C0CH 3 

COOCA 


+ 2NaBr. 


The examination of this componnd, which has received the name 
ethylic diacetyladipate, has been carried out jointly with M. 
Obrembsky, and I hope to have the honour of laying a full account 
of it before the Society in a short time. 

If this substance is treated with sodic ethylate, a disodium com¬ 
pound is formed which, on the addition of iodine, is converted into 
ethylic diacetyltetramethylenedicarhoxylate (1, 2, 1, 2,) thus:— 


fi‘-c**<coock 

CHj - GNa <COOC^H 5 


+ 3* = 


fit r c ^.COCH, 

ch^g< C 00CiH5 

rH r/COCH, 

g< C 00 Cj h 5 


+ 2NaI. 


By hydrolysis, this ethereal salt can easily be converted into 
diaoetyltetram ethylenedicarboxylic add, ■which is a beautifnlly crystal- 
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line substance melting at 210°. This synthesis is best carried out in 
the following way:— 

Pure ethylic diacetyladipate is dissolved in pure ether, and then 
the calculated amount of an ethereal solution of sodic ethylate* 
poured in. As soon as the sodium compound is completely formed, 
the calculated quantity of iodine, dissolved in ether, is added, 
the whole being well cooled during the operation. At first the 
colour of the iodine disappears instantly, hut after about two-thirds has 
been added the reaction becomes much more sluggish, and it rarely 
happens that the whole of the iodine solution is decolorised. 

In order to isolate the product of the reaction, water is added and 
sufficient sulphurous acid to decolorise the liquid completely. The 
ethereal solution is then separated from the aqueous layer, well 
washed with water, dried over calcic chloride, and the ether distilled 
off. The residual oil was not further purified but directly converted 
into the free add by hydrolysis. For this purpose, the crude oil was 
boiled with an excess of a moderately concentrated solution of alco¬ 
holic potash, for about three hours, the product evaporated to 
dryness on a water-bath, and the residue dissolved in water. The 
brownish solution when addified with dilute sulphuric acid deposited 
an uninviting tarry mass, which it was found almost impossible to 
purify. After many trials, the following method was found to give 
the best results. The brown alkaline solution obtained by hydrolysis 
with potash, as described above, was carefully neutralised with dilute 
sulphuric acid, boiled with freshly ignited animal charcoal, and 
filtered. The filtrate, which was still somewhat dark coloured, was 
then addified with dilute sulphuric acid and well agitated in a stop¬ 
pered bottle at a temperature of about 40—50°. In this way almost 
all the resinous matter balled together, leaving a nearly colour¬ 
less solution of diacetyltetramethylenedicarboxylic acid. In carrying 
out this method, it is of course necessary to have sufficient water 
present to dissolve the acid, but too much should be avoided, as a less 
pure product is then obtained. In order to extract the acid from this 
solution, the liquid after filtering was four or five times shaken up 
with ether, and the ethereal solution well dried over chloride of 
calcium. On distilling off the ether, the acid was precipitated in 
the form of hard yellowish crusts, and was easily obtained pure by 
crystallisation from water. 

Diaeetyltetramethylenedi-carboxylio acid (1, 2,1,2) crystallises from 
water in colourless glittering plates which contain 2 mols. H*0:— 

I. 0*1509 gram substance gave 0*0853 gram £[*0 and 0*2520 
gram CO*, 


* See footnote, p. 21. 
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II. 0*3015 gram substance dried at 80—90° lost 0*0406 gram HA 
III. 0*3664 gram substance dried at 100—110° lost 0*0498 gram 
H 3 0. 


c. 

H .... 
O. 

HjO ... 


Found. 

L II. III? C 4 H 4 (C 2 H s O) 3 (COOH) 3 + 2H ,0. 

5*54 — — 45*45 per cent. 

6*28 — — 6*06 

— — — 34*86 

— 13*46 13*59 per cent. 13*63 „ 


These crystals part with their water of crystallisation Blowly when 
placed over sulphuric acid in a vacuum, but much more quickly at 
80°; they then lose their lustre altogether and become opaque. The 
analysis of the dry substance crystallised once from ether gave the 
following results:— 

0*1740 gram substance gave 0*3335 gram C0 2 and 0*0874 gram 

HA 

Found. Theory. C 10 H l2 O 6 . 

C. 52*27 per cent. 52*63 per cent. 

H. 5*58 „ 5*26 

0. 42*15 „ 42*11 „ 


Diacetyltetramethylenedicarboxylic acid melts at 210°, being at the 
same time decomposed into carbonic anhydride and oils of high 
boiling point and disagreeable odonr; as the quantity of material at 
my disposal was but small, these could not be further examined. 
The acid is easily soluble in alcohol, ethyl acetate, and hot water, but 
little soluble in benzene, light petroleum, chloroform, and cold 
water. 

In conclusion, I append the following list of the substances described 
in the paper:— 


Name. 


Boiling 

point. 


Boiling point 
(720 mm.) 
uncorr. 


Boiling point 
of ethereal 
salt (720 
mm.) uncorr. 


Tetramethylenemonocari>oxylic acid ... — 191 151—151 *5 U 

Tetramethylenedicarboxylic acid (1,1).. 154—156° — 220—221° 

a , » » (1,2).. 130° — 238—242 

Anhydride of tefcramethylenedicarboxy- 

lic acid (1,2) . 76—78° — _ 

Biacetyltetramefchylenedicarboxylic acid 

(1,M,2).. 210? - — 

Tetramethylene tetracarboxylic acid 

(1,1, 2,2)... 145-150° — — 

Butane-w^-tetracarboxylicacid ..... 145—150 — _ 
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II .—Preparation and Hydrolysis of Hydrocyanides of tlie Bihetones . 

By Francis R. Japp, F.R.S., and N. H. J. Miller, Ph.D. 

The first hydrocyanide of a diketone—benzil dihydrocyanide—was 
discovered by Zinin, who prepared it by dissolving benzil in boiling 
alcohol and adding abont an eqnal weight of nearly anhydrons hydro¬ 
cyanic acid. A compound of 2 mols. of hydrocyanic acid with 1 mol. 
of benzil, GuHuO j( HON) 2 , was obtained. According to Zinin, this 
compound is not altered by boiling with water or with hydrochloric 
acid. 

As the compound may be regarded as a nitrile of diphenyltartaric 
acid, thus— 

C 6 H 6 -C(OH)-CN 
0 6 H 5 -0(0H)-GN- ’ 

we determined to study its behaviour towards hydrolytic agents, in 
order, if possible, to obtain this acid. With a similar view, we pre¬ 
pared the hitherto unknown hydrocyanide of pkenanthraquinone, in 
order to arrive at the corresponding diphenylenetartaric acid. 

We had been engaged on this work for some time, when a pre¬ 
liminary note on the same subject was published by B. S. Barton 
(Ber., 16, 2232). Guided by the same idea, this author had studied 
the action of hydrolytic agents upon Zinin’s compound. By sub¬ 
jecting it to the action of a solution of hydrobromic acid in glacial 
acetic acid, he succeeded in obtaining, not diphenyltartaric acid, but 
its amide— 

C 6 H 6 *C(OH).CONH 2 

C,H s -0(OH)-C0NH 

As this work differed from our own, both in the experimental con¬ 
ditions adhered to and in the results obtained, we at once published 
a preliminary note (Ber., 16, 2416) giving a brief account of the 
research upon which we were engaged. The object of the present 
paper is to supplement, and in some respects to correct, the state¬ 
ments made in that preliminary publication. 

Benzil JDihycbrocymide , 

In the reaction about to be described, we did not isolate the benzil 
dihydrocyanide; indeed, we afterwards found that, with the pure 
compound, no action occurs. The following method was employed:— 
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Benzil was dissolved in a quantity of alcohol sufficient to retain in 
solution the dihydroeyanide which is formed, and a considerable 
excess of anhydrous hydrocyanic acid was added. The liquid was 
then saturated with gaseous hydrochloric acid, cooling with ice- 
water during the operation, after which it was allowed to stand for 
some weeks. On pouring the solution into water, a yellow viscid 
substance separated, the quantity of which was increased by exposing 
the whole for some days to the air in a shallow vessel, in order that 
the excess of alcohol might evaporate. The viscid substance was 
boiled with a solution of sodium carbonate, which extracted an acid. 
The residue was dissolved in boiling alcohol, and, on cooling, sepa¬ 
rated in lustrous, pale-yellow 1 amines or flat needles, melting con¬ 
stantly at 196—197°; some also separated from the hot sodium 
carbonate solution on cooling. It is sparingly soluble in boiling 
water and benzene, readily soluble in boiling alcohol. Warm strong 
hydrochloric acid dissolves it on cooling, and deposits coburless 
laminae; these, if washed with water or dilute hydrochloric acid, or 
on drying, become yellow again. The yellow compound, therefore, 
apparently possesses weak basic properties, forming unstable colour¬ 
less salts. 

Analysis of the yellow compound gave figures which led to the for¬ 
mula z — 

Substance. CO* H 2 0. 


1 . 0-1502 0*4263 0*0728 

II. 01198 0-3390 0*0558 


III. 0*1032 gram, burnt with copper oxide in a vacuum, gave 
9*8 c.c. of moist nitrogen at 21°, and under 758*5 mm. pressure. 



Calculated for 


Found. 



C 16 H ls N s O. 

f - 




t - 

- - 

I. 

IL 

Cu • m m 0 

192 

77-42 

77-41 

77-17 

— 

Hu .... 

12 

4-84 

5-39 

6-17 

— 

19*3 • • • • 

28 

11-29 

— 

_ 

10 78 

0 . 

16 

6-45 

— 

— 

— 


248 

100-00 





Different preparations were analysed. 

The compound contains in its molecule an atom of oxygen less 
than benzil dihydroeyanide:— 

OJBLJXA 0 M H l2 N 8 0 + 0. 

Benzil dihydroeyanide. New compound. 

It may be heated with fuming hydrochloric acid at 170° without 
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undergoing any change beyond being converted into the unstable 
salt above referred to. 

Aqueous potash is without action upon it. 

The yield of the substance was very small, and we were therefore 
unable to undertake the study of its decompositions. 

In the above reaction, the benzil dihydrocyanide is for the most 
part converted into acids. If the alcoholic solution of benzil, hydro¬ 
cyanic acid, and hydrochloric acid is allowed to stand too long, the 
aqueous solution which is obtained after the separation of the viscid 
yellow substance contains a mixture of acids, which we found it im¬ 
possible to separate. On one occasion, however, we succeeded in 
isolating a nitrogenous acid which dissolved in boiling water and, on 
cooling, was deposited in colourless prisms melting at 196°. The 
analytical figures pointed to the formula CieHiaNO*:— 

Substance. C0 2 . H a O. 

I. 0*1160 0*2876 0*0506 

II. 0*1144, burnt with copper oxide in a vacuum, gave 5*0 c.c. of 
moist nitrogen at 20*7° and under 768 mm. pressure. 



Calculated for 

Found. 


C^H^NO* 

t - - -* 

f "S' 

Cie*... 

.. 192 

67-84 

67-62 — 

Hu ... 

.. 13 

4-59 

4-85 — 

NT .... 

.. 14 

4-95 

— 5-03 

O 4 ... * 

.. 64 

22*62 

— — 


283 

100-00 



This is the formala of an acid which wonld be derived from benzil 
dihydrocyanide by the conversion of one cyanogen-group into car¬ 
boxyl :— 

C 6 H**C(OH)-COOH 

The quantity of substance at our disposal was unfortunately in¬ 
sufficient for further examination. 

Benzil dihydrocyanide may be readily prepared by passing a large 
excess of gaseous hydrocyanic acid into alcohol in which benzil is 
suspended, cooling during the process. On standing for some days, 
the benzil gradually dissolves, whilst white crystals of the dihydro¬ 
cyanide are deposited.* After washing with alcohol in the cold, the 
crystals are practically pure* 

* We also noticed the formation of ethylie benzoate, a decomposition already 
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Benzil dih.ydrocyau.ide dissolves in strong alcoholic hydrochloric 
acid, bat appears to undergo little or no change. The compounds 
above described are not formed under these conditions. 

Ph enanth raquin one Bihydrocyanide. 

This compound had not hitherto been prepared. The method em¬ 
ployed in the preparation of the benzil-compound was first tried, but 
failed to yield the new compound in a condition suitable for analysis, 
as alcohol, even when considerably diluted with water, retained it in 
solution. The following plan was adopted with success :— 

Very finely powdered phenanthraquinone was treated in the cold 
with a large excess of aqueous 30 per cent, hydrocyanic acid (a more 
dilute acid is almost without action), shaking the flask from time to 
time. The quinone assumed a vermilion colour; at the same time, 
part of it dissolved. The liquid soon began to deposit tufts of very 
slender white needles. The moment this separation commenced the 
liquid was quickly filtered, in order to remove unaltered phenanthra¬ 
quinone. The filtrate deposited a considerable quantity of the above- 
mentioned needles. 

When exposed in a moist state to the air, the new compound 
decomposed very readily. Even in drying over sulphuric acid, it 
turned reddish-brown on the surface, owing to a regeneration of 
phenanthraquinone. It was therefore, after drying, washed with 
chloroform, to Temove the phenanthraquinone, and again dried over 
sulphuric acid. After this treatment, the compound, which was now 
almost colourless, was analysed. It gave figures agreeing with the 
expected formula Ci 4 H 8 0 2 (HC]N )2 :— 

Substance. CO* H s O. 


I. 0*1586 0*4243 0*0622 

II. 0*1085 0*2908 0*0430 


III* 0*1036 gram, burnt with copper oxide in a vacuum, gave 
9*65 c.c. of moist nitrogen at 19° and under 751*5 mm. pressure. 


Calculated for Found. 

C 16 H 10 N 3 O 2 . . 

l n. ni. 


C« *•• • 

192 

73-28 

72-96 

73-09 

- 

H 10 .... 

10 

3-82 

4-35 

4-40 


N* .... 

28 

10-69 

— 

— 

10-58 

O 2 .... 

32 

12-21 

— 

— 

— 


262 

100-00 





dsasribed by Michael (Amer. Chem. J„ 7, Bo. 8). An excess of alcohol increases 
the amount of this decomposition, and is therefore to be avoided. 
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The melting point could not be determined, as the compound 
evolves hydrocyanic acid on heating, and is converted into phenanthra- 
quinone. In a desiccator, it may be preserved for an indefinite time; 
but exposure to moist air speedily turns it reddish-brown. Boiling 
with water totally decomposes it; but it dissolves in hot dilute hydro¬ 
chloric acid, and, provided too long boiling is avoided, may be recrys¬ 
tallised from this solvent with only slight decomposition. 

The ready solubility of this compound, even in very dilute alcohol, 
as compared with the sparing solubility of benzil dihydrocyanide, is 
anomalous, as diphenylene-compounds are usually much less soluble 
than the corresponding diphenyl-compounds. 

The above was the method employed in obtaining the compound 
for analysis. In studying its hydrolysis, we at first proceeded as in 
the case of the benzil-compound, acting with hydrochloric acid upon 
the compound in alcoholic solution in presence of an excess of hydro¬ 
cyanic acid. Afterwards, nearly pure phenanthraquinone dihydro¬ 
cyanide was treated with faming aqueous hydrochloric acid. In 
order to prepare the dihydrocyanide for this purpose, the same pro¬ 
cess was employed as in the preparation of the substance for analysis, 
except that, instead of filtering, the mixture of finely powdered 
phenanthraquinone and 30 per cent, hydrocyanic acid was allowed to 
stand in a strong flask for two or three days, shaking from time to 
time, in order to break up the cake of dihydrocyanide and unchanged 
quinone which was formed. At the end of this time, there were 
only traces of quinone left, and these were visible only on treating a 
sample of the product with alcohol. The substance was then filtered 
through a cone, removing the liquid, so far as possible, by means of 
the filter-pump. 

The substance thus prepared was introduced, without previous 
drying, into a stout flask, and a large excess of the strongest hydro¬ 
chloric acid was added. In the first experiment made in this way, 
the flask was corked up and left overnight; but in the morning it 
was found that the cork had been blown out and the contents of the 
flask scattered about. Iu repeating the experiment, a delivery tube 
was therefore attached to the flask, when it was found that carbonic 
anhydride was given off. When this evolution of gas, which con¬ 
tinued for some days, had ceased, water was added to the contents of 
the flask, and the undissolved substance was separated by filtration 
and dried. Two compounds, having respectively the formulae 0i 6 EI 9 N'0 
and CwHuNOa,* could be isolated from it. Their separation was a 
matter of some difficulty. 

* In the preliminary note already referred to, the formulas C^H^NO and 
C^HisNOs were erroneously assigned to these compounds. The difference in per¬ 
centage composition between the and C 16 formulas is very slight (wds fra), 
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The relative quantities of these two compounds formed appear to 
■vary considerably in different experiments. In our first experiment, 
(in which a somewhat different method of hydrolysis was employed 
from that described above) we obtained the compound CisHdNTO by 
direct crystallisation of the product from benzene. Working as 
above, it is the compound C 15 H 11 HO 2 which is thus obtained. This 
last method is the most convenient, and the compound C 15 H 9 NO can 
be obtained from the same crude product by modifying the treat¬ 
ment. 

When therefore the crude product, prepared as above, was dis¬ 
solved in boiling benzene, the solution, on cooling, deposited tufts of 
slender needles, which, after recrystallising several times from the 
same solvent, were obtained colourless, with a constant melting point 
of 183°. 

The results of analysis agreed with the formula OuiH u TIOa:— 
Substance. CO a . H a O. 


I. 01336 0*3726 0*0600 

IT. 0*1314 0*3650 0*0604 


III. 0*0820 gram gave 4*15 c.c. of moist nitrogen at 21° and under 
759 mm. pressure. 



Calculated for 


Found. 



C 16 H u NO>* 

t - 

-A- 

III. 


( - 


I. 

II. 

Cj5 • • • • 

180 

75-95 

76-06 

75-76 

— 

Hu.... 

31 

4*64 

4*99 

5*11 

— 

F. 

14 

5-91 

— 

— 

5-75 

Oj .... 

32 

13-50 

— 

— 

— 


237 

100-00 





This compound is formed from phenanthraquinone dihydrocyanide 
according to the equation— 

CwHioNjaOa + 2H 4 0 = CisHjiNTOs + 4- CO®. 

affecting chiefly the hydrogen, which was found too high in the earlier analyses. 
At the time of writing the note, which appeared rather hurriedly on account of the 
publication of Burfcon*s paper, we had not been able to examine any salts of these 
compounds, and we thus lacked the most important clue to their molec ular weight. 
Moreover, in the method which we at that time employed in preparing the com¬ 
pounds, the evolution of carbonic anhydride escaped our notice j hence we the more 
readily accepted without question analytical results which appeared to prove that 
the compounds contained the same number of carbon-atoms as the dihydrocyanide 
from which they were derived. 

• The formula C^H^NO*, which was assigned to this compound in the pre¬ 
liminary note, requires C 76*49, H 5*18, and N 5*53 per cent. 
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We experienced some difficulty in obtaining the substance free 
from the compound CiJECJNTO, formed at the same time, as this has 
almost the same solubility in benzene, and is deposited from this 
solvent in very similar forms; the latter compound, however, is 
formed in smaller quantity, and remains in the benzene mother- 
liquors. The only satisfactory proof of the absence of the compound 
OifiHgNO, which we have been able to find, is to dissolve a sample of 
the substance in a solution of sodium carbonate, and digest on the 
water-bath as long as a separation of amorphous reddish-brown matter 
continues—a process which requires three or four days for completion. 
On acidifying the filtered liquid with hydrochloric acid, there will 
be no precipitate if the compound C 15 H 9 NO is absent. Both com¬ 
pounds dissolve in a solution of sodium carbonate and are preci¬ 
pitated on the addition of hydrochloric acid; but the compound 
C 15 HnN 0 2 is decomposed by heating with the alkaline carbonate, 
ammonia being evolved and the above reddish-brown substance depo¬ 
sited ; whereas the other compound is stable under these conditions. 

The compound CJBCiiN0 2 is therefore an acid, inasmnch as it dis¬ 
solves in solutions of alkaline carbonates, expelling carbonic acid, and 
is precipitated by stronger acids. Owing, however, to its instability 
in presence of bases, we were unable to obtain the salts in a condition 
fit for analysis. The sodium and barium salts became dark-coloured 
when heated to 100 °; the latter salt, after drying at this tempe¬ 
rature in order to expel water of crystallisation, contained Ba 23*67 
per cent, instead of 22*49, as calculated for the formula (C u H 10 NOa)JBa. 
The silver salt, obtained as a white precipitate by the addition of 
silver nitrate to a solution of the acid in ammonia, became black in a 
few seconds. 

It seemed possible that, by the abstraction of the elements of water, 
this acid might be converted into the compound C^HaNO. We there¬ 
fore boiled it for an hour with acetic anhydride; but, on allowing 
the mixture to cool, the acid crystallised out unchanged. 

When heated in a test-tube to above 200°, it gave off a gas smelling 
strongly of ammonia, whilst at the same time a sublimate of very 
high melting point was formed. This was insoluble in glacial acetic 
acid, but dissolved in concentrated sulphuric acid with a deep-blue 
colour, and was therefore in all probability diphenanthrylene- 
azotide. 

When dissolved in acetic acid and oxidised with chromic anhy¬ 
dride, it yields phenanthraquinone. 

On the first occasion on which we prepared this acid, we had ex¬ 
tracted it from the product of the hydrolysis by heating the latter 
with a solution of sodium carbonate; and in our preliminary note we 
stated onr impression that this acid had been formed from the above- 
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mentioned anhydride (which we had already obtained and analysed) 
by the action of the alkali. This supposition is incorrect: the anhy¬ 
dride {vide infra ) cannot be changed into this acid by any means 
which we have been able to discover, and so far from a digestion 
with sodium carbonate being necessary to the formation of the acid, 
the acid itself is, as above stated, merely decomposed by this treat¬ 
ment. 

The compound Ci 5 H 9 NQ, which is formed by hydrolysis along with 
the above acid, is best obtained pure by destroying the acid with 
which it is mixed. For this purpose, either the crude product of 
hydrolysis, or, better, the substance which collects in the benzene 
mother-liquors in purifying the acid, is dissolved in sodium car¬ 
bonate and digested over the water-bath for several days. The liquid 
is filtered from the reddish-brown substance which separates, and 
again digested at 100 ° as long as any further separation occurs. 
From the clear solution, the compound OisHgiSTO is precipitated on the 
addition of hydrochloric acid. By crystallising from benzene, and 
decolorising, if necessary, with animal charcoal, it is readily obtained 
pure. It is deposited from hot benzene solutions, on cooling, in tufts 
of colourless silky needles, melting constantly at 241°. At a higher 
temperature, it sublimes without decomposition. 

The results of analysis agreed with the formula C 15 H 9 NO:— 

Substance. C0 2 . H 2 0. 


1. 0*1224 0-3678 0*0491 

II. 0*1312 0*3944 0-0520 


III. 0-0938 gram gave 5*1 c.c. of moist nitrogen at 19° and under 
756-5 mm. pressure:— 



Calculated for 


Found. 



CjsHgNO.* 

t - 


-N 




I. 

II. 


Cis • • • - 

180 

82-19 

81-94 

81-98 

— 

U 9 • ••• 

9 

411 

4*45 

4-40 


NT. 

14 

6-39 

— 

_ 

6-22 

O. 

16 

7-31 

— 

— 



219 

100-00 





The formation of this compound from phenanthraquinone dihydro¬ 
cyanide may be expressed by the equation— 

CjfiHwNaOj + H 2 0 = CiaHsNO + C0 3 -f NH 3 . 

* The formula C w H u NO would require C 82*40, H 4*72, and N 6*01 per cent. 
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The compound C^HaNO, when heated with a solution of sodinm 
carbonate, dissolves, expelling carbonic acid, and on cooling, the solu¬ 
tion deposits lustrous, thin, six-sided plates of the formula 

OifiHio^O^Nsb^HsOi 

0*1949 gram of the air-dried salt lost at 100° 0*0482 gram of water. 
There was no further loss at 120°. The resulting 0*1517 gram anhy¬ 
drous salt yielded, by ignition with sulphuric acid, 0*0414 gram of 
sodium sulphate. 


H 2 0 in 100 parts.., 

Calculated for 
CigHjoN O^N a,4H 2 0. 

. 21*75 

Found. 

22-17 

Na in 100 parts .. 

Calculated for 
O J6 H 10 NO 3 Na. 

Found. 

8-84 


The barium salt was obtained by boiling the compound Ci ff H 9 NO 
with barium carbonate and water. It was deposited from the hot 
solution, on cooling, in forked crystals, having the formula 

(C lfi H 1 aN’0 2 ) a Ba,7H 2 0. 

On adding hydrochloric acid to the solutions of these salts, the 
compound C 15 H 9 NO is at once precipitated. 

The compound CwHgNO is thus the “internal amide” (laetam or 
lactam) of an acid of the formula Ci 6 H u ITOa (isomeric with that 
already described), incapable of existing in the free state. 

Unlike the acid CwHnNO*, the compound C^IIgNO does not yield 
phenanthraquinone on oxidation. 

Owing to want of material, we have not been able to examine these 
derivatives of phenanthraquinone dihydrocyanide more thoroughly, 
phenanthraquinone—the starting-point in the preparation of these 
substances—having become of late years very difficult to obtain. 

Normal School of Science , 

South Kensington . 
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HI. — Note on some Double Thiosulphates . 

By J. B. Cohes, Ph.D., Assistant Lecturer, Owens College, 
Manchester. 


Hydrated Potassium Ouprous Thiosulphate. 

Bammelsbebg found that when cupric sulphate or acetate is added to 
a solution of potassium thiosulphate, and the resulting green liquid 
is allowed to stand, sulphur-yellow crystals are deposited, consisting 
of a double thiosulphate of copper and potassium of the formula 
^S^Cu^Os^H^O. These crystals are needles grouped in clusters* 
and are readily decomposed on warming with water, copper sulphide 
being deposited. If, however, the addition of potassium thiosulphate 
be continued until the green colour disappears and gives place to a 
pale yellow tint (1 part of hydrated cupric sulphate requires about 
2 parts of potassium thiosulphate), the resulting solution may be 
boiled for a long time, and only a very slight deposition of a brown 
precipitate occurs. On standing, this solution deposits a small quan¬ 
tity of brilliant orange-coloured crystals, which consist of groups of 
six-sided prisms, terminated by basal planes, and belong to the 
hexagonal system. The crystals were washed with cold water, dried 
in the air, and analysed with the following results:— 


Found. 

Calculated for ( -*-, 

CuAO^KaS.OfcSHaO. 1* II. HI. IV. V. 


H 2 0. 803 7*53 — — — — 

K. 23*21 — 23*27 23*34 — — 

On . 18*74 — 19*62 — 19*61 19*67 

S. 28 57 — — 27*67 — — 


The substance cannot be reciystallised from water, as it is scarcely 
soluble in the cold, and dissolves with slight decomposition in hot 
water. Hydrochloric acid decomposes it with evolution of sulphur 
dioxide and the formation of copper sulphide. Caustic soda preci¬ 
pitates cuprous oxide, and, if exposed to the air in contact with 
ammonia, it dissolves, forming a blue solution. It may be distin¬ 
guished from Rammelsberg’s salt by its crystalline form, its greater 
stability in hot aqueous solution, and by the fact that the slight 
decomposition which then occurs is not accompanied by the formation 
of sulphate. It may be kept unaltered in the air for several days, 
but slowly blackens after several weeks, even in a well-closed vessel. 
It immediately turns black when heated to 100—110°. 

# Each number denotes a fresh preparation of the salt. 
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Anhydrous Potassium Cuprous Thiosulphate . 


If 1 part hydrated copper sulphate be added to rather less than 
4 parts potassium thiosulphate in hot concentrated aqueous solution, 
the liquid remains colourless, and, on cooling, a mass of colourless 
silky needles is deposited. The purification of this salt is attended 
with some difficulty, as, although almost insoluble in excess of potas¬ 
sium thiosulphate, it is very soluble in the cold in pure water. Nor 
can the substance be reprecipated with alcohol, as in this case almost 
the whole is converted into the yellow modification described above, 
which separates out in minute hexagonal plates. The needles were 
therefore freed from mother-liquor by washing them with small 
quantities of cold water on the filter-pump; there was considerable 
loss, however. The air-dried substance gave the following lesults on 
analysis, coiresponding with the formula 0 u 3 S M »Oj, 2 K a S i O 3 :— 


On 


Calculated for 


.. 20 38 


Found. 



20 65 2002 


Its behaviour with reagents is similar to that of the yellow salt. 
It does not change colour nor lose weight at 100—110°; but begins 
to blacken at 120° with evolution of sulphur dioxide. 


Barium Cuprous Thiosulphate . 

The colourless and yellow salts both give with barium chloride the 
same white curdy precipitate of a barium cuprous thiosulphate, which 
dissolves readily in boiling water, but is scarcely soluble in cold 
water. The analyses of the barium salt, dried at 100—110°, gave 
results which apparently do not correspond with any simple formula. 


Found. 


Ba. 34*08 34*36 33 78 

Cu. 16*85 — — 

S . 17*84 — — 


Nos. 1 and 2 are analyses of the barium compound obtained from 
different preparations of the yellow potassium salt; No. 3 is obtained 
from the anhydrous white salt. 

Potassium Silver Thiosulphate . 

A double thiosulphate of silver and potassium has been prepared 
by Herschel by adding to a solution of silver ohloiide in sodium tbicj- 
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sulphate a strong solution of potash or a potassium salt. If 2 parts 
of potassium thiosulphate in solution is added to 1 part of silver 
nitrate in solution and boiled, a black precipitate of silver sulphide is 
formed and sulphur dioxide evolved. On the other hand, if the solu¬ 
tion 'whilst boiling be kept slightly alkaline with potassium carbo¬ 
nate, the amount of black precipitate is very much diminished, and 
the filtrate on standing deposits long colourless transparent prisms of 
the double salt, some of them an inch long. Analyses of the com¬ 
pound gave the following results, corresponding approximately with 
the formula AgAOs,2K 3 S 3 0 3 . 


Calculated for 

Ag^A>2K*SA. 


K. 22-03 

Ag.. 30-50 

S . 2711 


Pound. 



— 22*19 

33-14 33-12 

26-62 26-58 


The salt does not lose weight at 100—110°, but a few brown specks 
make their appearance. It is decomposed by acids and alkalis, but 
does not change in the air nor on keeping for a length of time. 


rV \—On the Action of Silicon Tetrachloride on the Aromatic 
Amido-Gompoimds. 

By Author Harder, B.Sc., Dalton Chemical Scholar in the 
Owens College. 

When anhydrous ammonia is passed into silicon tetrachloride, a 
violent reaction takes place, ammonium chloride and a nitride of 
silicon being formed (Deville and Wohler, Annalen, 104, 256). In 
order to obtain compounds in which only a portion of the hydrogen 
is displaced, I undertook, at the suggestion of Dr. J B. Cohen, the 
investigation of the action of silicon tetrachloride on the substituted 
ammonias, the aromatic amido-compounds being chosen on account of 
their greater stability. 

Dichlorosilicon Dijphenyldiamide, SiCl 2 (NH*CeH 6 ) 2 . 

When silicon tetrachloride is added to aniline, a violent reaction 
takes place, accompanied by considerable development of heat, the 
whole solidifying to a white amorphous mass. The aniline was there¬ 
fore dilated with about twice its weight of benzene which had been 
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carefully dried over sodium, and the silicon tetrachloride, also diluted 
with dry benzene, was added gradually, with continual agitation, until 
the reaction was completed; the presence of a slight excess of the 
chloride being easily recognised by its characteristic acid vapour. It 
was then found that 1 mol. of silicon tetrachloride was required for 
4 mols. of aniline. 

(I.) 9 grams of aniline required 4*5 grams of SiCl*. Calculated 
4*1 grams. 

(II.) 7*9 grams aniline required 3*6 grams SiCl*. Calculated 
3*8 grams. 

The liquid was then filtered in a current of dry air, in order to 
prevent absorption of moisture and consequent decomposition. This 
was effected by aid of the apparatus sketched below. A wide 
tube A, to which one of a smaller bore has been fused at B, serves 
as a funnel. The opening at the wider end is closed by a cork, 



through which passes a calcium chloride tube D, to dry the air 
entering the apparatus, and a tap-funnel E, by means of which the 
precipitate can be washed without the admission of moist air. A 
plug of asbestos is placed at B, and the stem inserted in the cork of 
a flask H, which is connected by a conducting tube and calcium 
chloride tube F to an aspirator. 

In practice, a current of dry air is first aspirated through the 
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apparatus; the cork 0 is then removed, the liquid to be filtered 
poured in, the cork replaced, and the processes of filtration and 
washing proceeded with. 

The white residue was washed with benzene and dried in a vacuum 
over sulphuric acid. It was readily soluble in water and alcohol, 
leaving only a slight residue of silica (less than 1 per cent.). On 
heating, it sublimed in white needles, gave the carbamine reaction 
when heated with chloroform and alcoholic potash, and possessed all 
the other properties of aniline hydrochloride. 

On analysis— 

0*554 gram of substance gave 0 0054 gram of silica and 0*6079 gram 
ofAgCl. 

Calculated for 
Found. C 6 H 5 -NH 2 ,HC1. 

Chlorine . 27*14 2741 

The platinochloride separated from solution on the addition of 
alcohol in small, yellow needles. 

On analysis— 

0 3925 gram of snhetance gave 0*1265 gram of platinum. 

Calculated for 

Found. (Cg^NJaHoPtCl®. 

Platinum. . 32*23 32*86 

The compound was, therefore, aniline hydrochloride. In order to 
ascertain how much of this was formed, the precipitate in one expe¬ 
riment, after careful washing, was dried and weighed. It was thus 
found that half of the aniline, that is. 2 out of the 4 mols. required 
for 1 mol. of silicon tetrachloride, had been converted into the h) dro- 
chloride:— 

10*2 grams of aniline yielded 6*7 grains of hydrochloride. Cal¬ 
culated 7 grams. 

The filtrate from the aniline hydrochloride was evaporated in a 
vacuum over sulphuric acid, and left a thick, viscous liquid, which, 
on being exposed in a desiccator on a porous plate for some days, 
solidified to a nearly white, amorphous mass. In the dry state, it 
is almost insoluble in benzene, and all attempts to crystallise it from 
other solvents were unsuccessful. 

The data already given as to the relative amounts of the substances 
used, and of the hydrochloride of the base formed, indicate the 
course of the reaction very clearly, and it was therefore only neces¬ 
sary to determine the percentages of two of the constituents, viz., 
the silicon and chlorine, in order to establish the composition of the 
compound formed. 
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The method of analysis adopted depends on the fact that the com¬ 
pound is readily decomposed by water, silica and aniline hydro¬ 
chloride being formed. The silicon and chlorine can, therefore, both be 
determined in one portion of the substance in the following way:— 

About 0*5 gram of the substance is weighed out into a beaker and 
treated with water; the greater portion of the silica is thus preci¬ 
pitated, but the remainder goes into solution as soluble silicic acid. 
The solution is filtered, and the precipitate, after having been well 
washed with hot water, is ignited and weighed as silica. 

In the filtrate, the hydrochloric acid is precipitated with silver 
nitrate, and the silver chloride collected, washed, and weighed as 
usual. The filtrate from the silver chloride is then treated with suf¬ 
ficient hydrochloric acid to remove the excess of silver, filtered, and 
the filtrate evaporated to dryness with strong hydrochloric acid on 
the water-bath. The residue is moistened with hydrochloric acid, 
and the insoluble silica collected, washed, ignited, and weighed in the 
usual way, the weight being added to that of the first precipitate. 

The silicon may be more readily determined by decomposing a 
weighed portion of the compound with water in a platinum crucible, 
evaporating to dryness with an excess of acid on the water-bath, 
igniting and weighing as silica. The results obtained in this way 
agree extremely well with those given by the other method. 

The aniline compound gave the following analytical results:— 

I. 0*6386 gram of substance gave 0*1262 gram Si0 2 and 0*6281 
gram AgCl. 

II. 0*5210 gram of substance gave 0*1062 gram SiO s . 


Found. 

( -*-v Calculated for 

I. n. Sici 2 (nhc 6 h 6 ) : 

Silicon. 9*01 9*51 9*90 

Chlorine. 24*28 — 25 03 


The formula of the compound is therefore SiCl 3 (NH>C«H 5 )*, and 
the reaction by which it is formed is expressed by the following 
equation:— 

SiCI 4 4- 4C«H 8 -NH, == SiCl 2 (NH-C 6 H s ) 2 + 2C 6 H 5 dra 8 ,HCL 
The difficulty of obtaining this compound (and ’its homologues) in 
a state of purity is much increased by the circumstance that the 
viscous liquid left on the evaporation of the benzene solution soli¬ 
difies gradually in crusts which have to be removed from time to 
time. Exposure to the air for a short period is necessary for this 
purpose, and, consequently, absorption of moisture takes place. The 
decomposition effected by water is expressed by the following equa¬ 
tion :— 


SiCl i (NH-CeH 5 ) 3 + 2H,0 = SiO* + SCA-NH^HC!. 
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Cold -water decomposes the compound quietly, bat hot water pro¬ 
duces a -violent reaction. 

The dry compound does not melt when heated, but decomposes, 
leaving a blackened residue containing a large amount of silicon 
(about 14 per cent.). 

Several analogous substances, which closely resemble the aniline 
compound in their properties, have been prepared by the action of 
silicon tetrachloride on various primary aromatic amido-eompounds; 
they have all been obtained and analysed by the methods just 
described. 

DiMororilicon-orthoditolyteiamide, SiClaCNH'CTH^. 

This compound was obtained by adding an excess of silicon tetra¬ 
chloride to orthotoluidine, tbe method described for the preparation of 
the aniline compound being followed in every particular. 

7*3 grams of orthotoluidine required 3*4 grams of silicon tetra¬ 
chloride. Calculated 2*9 grams. 

The precipitate was a white, granular powder, and after washing 
and drying weighed 5*1 grams. Calculated 4*9 grams. On analysis— 

0*6953 gram gave a trace of silica and 0*6833 gram AgCl. 

Calculated for 

Found. CyH 9 N*HCl. 

Chlorine. 24*26 24*69 

The compound was, therefore, toluidine hydrochloride. 

The solution on evaporation in a vacuum yielded the silicon com¬ 
pound, which resembles the aniline-derivative in every respect. It 
gave the following analytical results:— 

L 0*6343 gram of substance gave 0*1208 gram Si0 3 . 

II. 0*4130 gram of substance gave 0*0752 gram SiOj and 0*3954 
gram AgCl. 


Found. 

i -*-* Calculated for 

I. II. SiCl 3 (NHC 7 H 7 ) 2 . 

Silicon. 8*88 8*50 9*01 

Chlorine ........ — 23*65 22*78 


The compound, therefore, has the formula SiCl 2 (NH'C 7 H 7 ) 2 . 

SiCl 3 (NH*C 8 H 9 ) 2 . 

An excess of silicon tetrachloride was added as before to 8*6 grams 
of isoxylidine. The liquid became hot, showing that the reaction 
had taken place, but no precipitate was produced at first, xylidine 
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Lydrochloride being slightly soluble in benzene. On cooling, how¬ 
ever, a crystalline precipitate was formed, which, on analysis, proved 
io be xylidine hydrochloride. 

0*435 gram of substance gave 0*3983 gram of AgOl. 

Calculated for 
Found. 0 8 H u N,HC1. 

Chlorine. 22*60 22*49 


The liquid was filtered, and the benzene removed from the filtrate 
by distillation on the water-bath The addition of anhydrous ether 
to the liquid residue produced a precipitate, the principal portion of the 
hydrochloride being thrown down together with a small quantity of 
the silicon compound. The liquid was again filtered and was then 
evaporated in a vacuum. The residue obtained in this way, however, 
was not perfectly pure, but still contained some hydrochloride, as 
will be seen from the analysis — 


0*3520 gram of substance gave 0*0532 
gram of AgCl. 


Found. 

Silicon. 7 05 

Chlorine. 21*97 


gram of Si0 3 and 0*3129 

Calculated for 
SiCl 2 (NH-C 8 H 9 ) s . 

8*27 

20*89 


The compound resembled the aniline-derivative in all its pro¬ 
perties. 


Btchbrosilicon-p-dinajplitJiijldiamide, SiCla(NH*Ci 0 H 7 ) 2 . 

About 8 grams of /3-naphthylamine, dissolved in a large quan¬ 
tity of benzene, were treated with an excess of silicon tetrachloride. 
An exceedingly bulky precipitate of the hydrochloride was formed, 
the whole mass becoming semi-solid and proving extremely difficult 
to filter. The filtrate was evaporated in the usual manner and yielded 
the silicon compound as a white, or slightly pink powder, no viscous 
liquid being formed; the compound, therefore, was obtained in a 
purer state than any of the preceding. 

It gave the following analytical results:— 

0*1990 gram of substance gave 0*0263 gram of Si0 2 and 0*1478 
gram of AgCl. 

A determination of nitrogen by Dumas’s absolute method gave the 
following numbers:— 

0*3865 gram of substance gave 22*1 c.c. of nitrogen measured at 
759*1 mm. and 17°. 
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Calculated for 

Found. SiCL^NH'GioHyJg. 


Silicon. 7*32 7*31 

Chlorine . 18*33 18*49 

Nitrogen ... 7*47 7*31 


On heating, it decomposed, without melting, in the same manner 
as the aniline compound. 

Several experiments were also made to ascertain the action of 
silicon tetrachloride on the secondary amines. For this purpose, an 
excess of silicon tetrachloride was added to a solution of diphenyl- 
amine in benzene. No heating effect was noticeable, but after standing 
for some time a small quantity of a white crystalline deposit was 
formed. On analysis, this proved to be dipbenylamine hydro¬ 
chloride :— 

0*3262 gram of substance gave 0*001 gram of Si0 2 and 0*227 gram 
ofAgCl. 

Calculated for 

Found. (C 6 H 5 ) 2 NH,HC1. 

Chlorine . 17*18 17*24 

The silicon compound, however, could not be obtained in the pure 
state. Another preparation was made, ether being used instead of 
benzene, but with the same lack of success. 

The action of silicon tetrachloride on the tertiary bases, such as 
quinoline and pyridine, is of quite a different nature to the foregoing. 
When the chloride is added to quinoline, immediate combination 
takes place, accompanied as in the previous cases by a considerable 
development of heat, and the whole solidifies to a white amorphous 
mass. After washing with chloroform, the substance smells strongly 
of the tetrachloride, and loses a considerable portion of this on expo¬ 
sure to the air or on drying in a vacuum. The same result is obtained 
by heating the mixture in a sealed tube at 100°. 

A similar reaction occurs in the case of pyridine. On adding the 
silicon tetrachloride gradually to pyridine diluted with benzene, it 
was found that 1 mol. of the chloride was required for 2 mols. of 
pyridine. 

11*7 grams of pyridine required 12 grams of SiCl*. Calculated 
12*5. 

The filtrate from the dense white precipitate formed contained no 
silicon. 

These compounds lose silicon tetrachloride when gently heated, 
whilst, when more strongly heated, further decomposition takes place, 
and a charred residue containing silicon is left. All these properties 
point to the fact that these substances are simply double compounds 
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containing 1 mol. of silicon tetrachloride to 2 mols. of the base. The 
analyses show that from one-fifth to one-third of the silicon tetra¬ 
chloride has been lost in drying. Both the compounds absorb 
moisture very readily, silica and the hydrochloride of the base being 
formed. 


Pyridine Biliconchloride , 20 5 H5N,SiCl4. 

This compound, which is prepared as described above, is a white 
amorphous powder, which rapidly loses silicon tetrachloride in the 
air. On analysis— 

(I.) 0*7802 gram substance gave 0*1175 gram of Si0 2 . 


0*916 „ „ 1-2902 „ AgCl. 

(II.) 0*5355 gram substance gave 0*0697 gram Si0 2 and 0*7018 
gram AgCl. 

Found. 

Calculated for 

I. IL 2C 6 H 6 N,SiCl4. 

Silicon . 7*03 6*07 8*53 

Chlorine. 34*75 32*35 43*29 


The fact that these compounds are derived from the double com¬ 
pound by loss of silicon tetrachloride, is shown by the practical 
identity of the ratio of the chlorine to the silicon in the three cases:— 

J. IL Calculated. 

Ratio of Cl to Si. 4*94 5*33 5*07 

Quinoline Biliconchloride , 2C 9 H 7 ,SiCl4. 

This compound is formed in a similar manner to the preceding, but 
is much less stable. It loses silicon tetrachloride so readily and 
absorbs moisture so eagerly that satisfactory analyses could not be 
made. On decomposition with water, it forms quinoline hydro¬ 
chloride and silica. This was proved by treating a portion with 
water, filtering from the precipitated silica, converting into the 
platinochloride, and analysing the latter:— 

(I.) 0*1953 gram of Pt salt gave 0*0543 gram of Pt. 


(II.) 0*4970 „ „ 0*0255 gram H*0 and 0*1380 gram 

of Pt 

Found. 

t -*-^ Calculated for 

I. II. (C $ H y N) s ,H s PfcCl 6 + 2HiO. 

Water.. — 5*18 5*11 

Platinum. 27*80 27*76 27*82 


I propose to continue these investigations, employing the fatty 
amines for those of the aromatic series, and to endeavour to obtain 
analogous compounds from the elements allied to silicon. 
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V .—Reduction of Nitrites to Hydroxy lam in e by Hydrogen Sulphide . 

By Edward Divers and Tamemasa Haga. 

The solution of an alkali nitrate, saturated with, hydrogen sulphide, 
and then acidified with hydrochloric or sulphuric acid, yields sulphur, 
nitric oxide, and ammonia, but no hydroxylamine,* the presence of 
this being incompatible with that of what is known as free nitrous 
acid. When the escaping gases are collected out of contact with air, 
they slowly deposit sulphur, and do so more quickly on bubbling 
through water into the air, in consequence of reactions between 
hydrogen sulphide, nitric oxide, and oxygen, but still no hydroxyl¬ 
amine appears. 

When, however, silver nitrite suspended in water is treated with 
hydrogen sulphide, besides the sulphur, nitric oxide, and ammonia, 
still abundantly formed, and the silver sulphide, a considerable 
quantity of hydroxylamine is also produced. On filtering off the 
silver sulphide, adding hydrochloric acid to convert the hydrosul¬ 
phides into hydrochlorides, and evaporating to dryness, a mixture of 

* Note by Edward Divers on the dropping the U V* out of the word hydroxyl- 
amine. —It seemed to me unnecessary to urge anything in justification of my action 
^hen I ventured to use the spelling, hydroxyamine, in a paper which appeared in 
the Society’s Journal, Trans., 1885, 597; but the Editor’s note attached to that 
paper having shown me my mistake, I now make good the omission. If, as iB cer¬ 
tainly the case, the composite names in use in chemistry should convey their signi¬ 
ficance equally to the ear a 5 ? to the eye, then it seems much better to call oxyammonia 
hydros'yamine or hydrox'amine than to call it hydroxyl'amine, and thus avoid 
accenting an insignificant syllable. It is true that meth'ylamine i, phen'ylamine, n-nd 
the like, are ako commonly pronounced methyl'amine, phenyl'amine, hut there is no 
difficulty in giving these words their correct and useful sounds, whereas although 
the pronunciation hydroxylamine is not an impossible one, the “1” in it proves 
unpleasantly de trop . As we say hydroxyacetic acid for oxyacetic acid, and simi¬ 
larly throughout the series of hydroxyl compounds, so Bhould we say hydroxyamine 
for oxyammonia. Already we do say hydroxy ammonium, and hydroxamic acids* 
Then, again, we say nitrosamines, and not nitrosylamines . There is another ad¬ 
vantage in dropping the “ 1,” for by doing so the chance is avoided of confounding 
the last syllable of oryl with the first one of xylene, as in nitroxylene. (Of A. H 
Allen, Ckem. Kews, 54, 83.) 

[The term “hydroxylamine” is one which occurs in every text-book and 
manual, is universally employed by chemists, and is applied to a compound veiy 
generally used by those engaged in organic research. There appears to be no 
reason why we should discard this name, and adopt a new word to designate this 
well-known substance. I may point out that the argument adduced by Dr. Divers 
in this note, in favour of dropping she “1” from “ hydroxylamine ” applies with 
equal force to methylamine, cthylamine, benzylamine, &c.,* which would become 
methyamine, elhyamine, and benzyamine respectively.—T he Editor,] 
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ammonium and Hydroxy-ammonium chlorides is obtained. Heating 
the filtrate without first adding an acid causes destruction of the 
hydroxylamine by the hydrogen sulphide. 

Two estimations were made of the quantity of hydroxylamine in 
the solution after this had been heated with hydrochloric acid. Silver 
nitrite, 0*6926 gram, was found, by titration with iodine, to have 
yielded about one-sixth of its nitrogen as hydroxylamine, whilst in 
another case, 0*0644 gram yielded as much as three-elevenths of its 
nitrogen in this form. 

In the Society’s Abstracts of Proceedings , p. 95, there is a prelimi¬ 
nary note by us on the reaction between mercurous nitrate and nitric 
oxide and between mercurous nitrate and alkali nitrites, in which the 
formation of hydroxylamine is described, together with separation 
of metallic mercury, and some yellow prismatic crystals of unde¬ 
termined nature. Soon afterwards one of us succeeded in getting the 
supposed non-existent mercurous nitrite , and this we then identified 
with our yellow prisms found in the reactions just referred to. Un¬ 
avoidable delay in completing the examination of mercury nitrites has 
caused us to put off publishing this paper until now; it is expected 
that that on mercury nitrites will soon be ready. 

Mercurous nitrite yields jhstthe same products as silver nitrite when 
it is treated with hydrogen sulphide; but as this salt occurs in hard 
crystals, and is exceedingly insoluble in water, it is difficult to decom¬ 
pose it completely by soluble chlorides including even hydrochloric 
acid. Accordingly, it resists decomposition by hydrogen sulphide for 
a long time, and when what appears to be mercury sulphide (and 
sulphur) is boiled with water, a nitrous odour is observed and mercury 
goes into solution, due no doubt to the decomposition of some residual 
nitrite. 

It was to the above reaction between mercurous nitrite and 
hydrogen sulphide that the formation of hydroxylamine was due, 
when we treated mercurous nitrate first with nitric oxide or alkali 
nitrite, and then with hydrogen sulphide—mercury nitrite being 
formed in the reaction we were investigating, and hydroxyl¬ 
amine only by the hydrogen sulphide reducing this nitrite. We 
cannot indeed affirm positively that hydroxylamine is absent from 
the mercurial solution before hydrogen sulphide is added, because it is 
not easy to find a reagent capable of precipitating the mercury— 
mercuric as well as mercurous —without decomposing any hydroxyl¬ 
amine that might be present. As we know, however, that nitrite is 
present in abundance dissolved in the acid mercury solution,* and as 

* Evidence of this will he submitted in our forthcoming paper on mercury 
nitrites, together with an account of the formation of the nitrite, and the precipita¬ 
tion of the metallic mercury. 

YOL. LI. 


B 
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this would certainly give hydroxyl amine with hydrogen sulphide, 
whilst the production of this base from mercurous nitrate and nitric 
oxide alone is most improbable, there is now no ground whatever for 
believing that it is thus formed. 

On leaving metallic copper in contact with silver nitrite in water, 
a bluish-green solution is obtained, from which a little hydroxylamine 
can be formed by treating it with hydrogen sulphide. A much 
larger yield can be got from the green mixture of solutions of copper 
sulphate and potassium nitrite. 

From the account we have given of the behaviour of hydrogen 
sulphide towards nitrites, it may be seen that those nitrites of which 
the metals—mercury, silver, copper—have especially well marked 
affinities for nitrogen, and which therefore have a certain stability in 
presence of acids, are capable of being reduced to hydroxylamine. 
In great part, indeed, even these nitrites are decomposed by the 
hydrogen sulphide in such a way as to yield merely the products of 
the decomposition of this acid by water and additional hydrogen 
sulphide; hut the rest appears to react as follows:— 

AgNTOa + 2H 2 S = AgNH-OH 4- H 2 0 + 2S; 
2AgNE>0H + H a S = 2NR 2 , OH + Ag*S. 

As a means of preparing hydroxylamine, the action of hydrogen 
sulphide on a nitrite has no apparent value. The interest of it lies in 
the light it may help to throw on the constitution of the oxygen 
compounds of nitrogen. Experiments made in our laboratory, and 
already published in the Society’s Journal, serve to show t ha t the 
metals of the zinc-tin class convert nitric acid into ammonia, and not 
hydroxylamine, when no other acid is present; and into hydroxyl¬ 
amine without ammonia, when acting in conjunction with hydrochloric 
or sulphuric acid (Trans., 1885, 615), and further, that in the conver¬ 
sion of nitric acid to hydroxylamine, no nitrons acid, nitric peroxide, 
or nitric oxide, shows itself as an intermediate product (Trans., 1883, 
461, 462). An alkali nitrite broaght suddenly in contact with hydro¬ 
chloric acid and zinc sometimes yields a little hydroxylamine (Trans., 
1883,454), hut, as pointed out, the probable conversion of the nitrous 
acid into nitric acid and nitric oxide before it comes in contact with 
the zinc, leaves the point doubtful whether the little hydroxylamine 
obtained does not come from nitric instead of from nitrous acid. 
Thus, it has been left uncertain whether an inorganic nitrite could 
be converted into hydroxylamine. By the reaction of the nitrites of 
the silver class of metals with hydrogen sulphide, this uncertainty is 
at length removed. 

In connection with the subject of this paper, it is of interest to 
consider the well-known behaviour of the nitrohydrocarbons. The 
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application of reducing agents, if appropriate, converts tliem to 
amines, bnt never to hydroxylamines. And yet the paraffin members 
of the series yield simple or substituted hydroxyl amines by appropriate 
treatment. Plainly, it must be impossible by simple reduction to 
convert the nitro-compound into the corresponding oximido-componnd, 
because of the difference in valency between the nitroxy- and ox- 
imido-radicles; the reaction therefore proceeds probably as follows:— 

EtN<O a + 2H = EtN(OH) 2 , 

EthT(OH) a + 4H = EtNH a + 20H a . 

Bnt when, under special conditions, the hydrocarbon radicle is 
made to undergo change, it becomes possible to form an oximido- 
compound (Kissler), or at least hydroxylamine itself (V. Meyer). In 
these cases, the hydrocarbon acts as the reducing agent on the nitroxyl. 
Thus, nitroethane at 140°, and in presence of water and hydrochloric 
acid, yields hydroxylamine, passing probably through the following 
stage:— 

“°c{no, + °a}° Me = “'°{nhoh + HOB o}cjr e . 

in which acethydroxamic acid results from the interaction of 2 mols. 
of the nitroethane, and then, as usual under the circumstances, 
suffers hydrolysis into hydroxylamine and acetic acid. Again, by 
the interaction of sodium nitroethane and benzoic or acetic chloride, 
diacethydroxamic acid is actually obtained as the end-product:— 

2MeCNaHN0 2 + 2BzCl = (MeCO) 3 ]SrOH + BzJTOH + 2hTaCl. 

In this case, each oximido-radicle finds ready for it two nnivalent 
radicles in place of the one united to the nitroxyl, in consequence of 
the elimination of tbe sodium and chlorine as sodium chloride. 

It is thus Reen that, under suitable conditions, both nitrites of the 
metals and organic nitrites (nitronites) reduce to hydroxylamines. It is 
farther seen that the conversion of inorganic nitrites to hydroxylamine 
lends no support to the view that they have an oxylic constitution, 
because organic nitrites, beyond doubt non-oxylic, also reduce to 
oximido-compounds. 


E 
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VI —On Morindin and Morindon. 

By T. E. Thorpe, F.RS., and T. H. Greenall. 

The roots of various species of Morinda, particularly M. citrifolia and 
If. tindoria , are extensively employed in varions parts of India, nnder 
the general trade name of Surmji, as a dye-stuff, more especially for 
dyeing reds, purples, and chocolates. These plants are to be met 
with in nearly all the provinces of India, either wild, as in the jungles 
of Bengal, or cultivated in small patches in betel-nut plantations, or 
near the homesteads of the dyers. 

In Bengal, the plant is usually propagated by slips or cuttings, but 
in other parts it is raised from seed, as well as from cuttings. When 
the plants have attained a height of some 5 or 6 feet, that is, as a rule, 
at about the end of the third year, the straight spindle-shaped roots, 
which extend into the ground to a depth of 3 or 4 feet, are dug out, 
and the upper portions of the plant are cut into slips to serve for the 
propagation of the next crop. 

The colouring matter is found principally in the root-bark, and is 
developed in greatest qnantities at about the end of three or four 
years, depending upon the character of the soil. After this time, the 
dyeing-matter gradually disappears, and the matured trees, which 
eventually attain the height of a mango tree, contain hardly a trace of 
it. The thin roots are the most valuable, roots thicker than half 
an inch being thrown away as worthless. 

AT, or Aich, as the root is called in Bengal, is mainly nsed for dye¬ 
ing the thread or yarn from which the coloured borders of the cotton 
garments worn by the lower classes are woven, but it is also occa¬ 
sionally employed for dyeing the coarse cotton fabric called “ Kharua,” 
or for dyeing the silk thread which forms the border of the silk fabric 
known as “ Endi ” cloth. The colours given by AT range from a 
reddish-yellow through pink and various shades of red to a dark 
brown-red. The tint seems primarily to depend upon the age of the 
root, and upon the proportion of root-bark to root-stem which is 
employed. The root-bark gives the best reds; the dye in the woody 
part of the root is yellow, and hence when the wood preponderates 
over the bark tbe resulting dye is reddisb-yellow. The methods of 
AT-dyeing differ considerably in varions parts of India. The usual 
plan in Bengal is to steep the cloth or yam in a mixture of powdered 
castor-oil seeds and the ashes of plantain leaves or other alkaline 
ashes and water, for some days with alternate washing and drying, 
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after which it is boiled with the dyeing solution prepared by treating 
the pounded roots, or sometimes the root-bark only with water. 

Myrabclans, turmeric, the bark or leaves of Symplocos racemose 
alum, certain gums, and various other substances are occasionally 
used as mordants or auxiliaries either immediately after the cleansing 
process or along with the dye-stuff; frequently, however, the cloth is 
transferred directly from the cleansing liquor to the decoction of the 
root, and no mordant is employed. Purple and chocolates are 
obtained by adding sulphate of iron to the dyeing liquor.* 

It will be observed that this process bears considerable resemblance 
in its main features to that of Turkey-red dyeing by means of madder, 
and it is not surprising therefore that some attempts should have 
been made to introduce Suranjb into this country as a substitute for 
the roots of Euhia tinctorum. Morinda citrifolia , indeed, belongs to 
the same natural order as the madder plant. The trials made nearly 
half-a-century ago by Turkey-red dyers in the neighbourhood of 
Glasgow, to make use of Suranji as a dye-stuff were, however, with¬ 
out success. 

The first inquiry into the nature of the colouring matters of AT 
was made by the late Dr. Anderson (Trans. Boy. Soc. Bdln., 16, iv; 
Anvalen, 71, 216). Anderson found that on boiling the powdered 
root-bark with alcohol a deep brownish-red solution was obtained, 
which on cooling deposited the greater part of the colouring matter 
in brown flocks, mixed with a small quantity of a red substance which 
was not further examined. By repeated crystallisation from dilute 
alcohol (50 per cent.), the admixed red substance was removed, and 
the main product, which Anderson named morindin , was obtained in 
fine needle-shaped lustrous crystals of a yellow or orange-yellow 
colour. Ou analysis they gave numbers from which Anderson 
deduced the formula C'JEEjoOu. 

On heating morindin in closed tubes, it fused to a deep brown 
liquid; this at a higher temperature decomposed with the formation 
of an orange-coloured vapour which condensed to long red needle- 
shaped crystals, leaving a residue of light porous charcoal. This 
crystalline product was termed morindon by Anderson. The crystals 
were insoluble in both hot and cold water, but readily soluble in 
alcohol and ether. Caustic alkalis and also strong sulphuric acid 
dissolved them with the production of an intense violet colour. With 
alum, an ammoniacal solution gave a beautiful red lake, and with 
baryta-water a cobalt-blue precipitate. Anderson’s analytical 
numbers obtained from confessedly imperfectly purified material, led 
him to express the composition of morindin by the formula CgsHjoOw. 

* Ear further details, see Biotard w On Indian Dyes j” also McCann, “ Dyes 
and Tans of Bengal.” 
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Hence it might be assumed to be derived from morindin by the 
elimination of 5 mols, of water, a view of its origin which Anderson 
held to be substantiated by the mode of action of oil of vitriol upon 
morindin. After treatment with the acid, the solution of morindin 
gave on dilution with water a yellow flocculent precipitate, insoluble 
in water, but soluble in alkalis with the violet colour characteristic 
of morindon. 

According to Rochieder (Wien. Alad. Ber 7, 806), Anderson’s 
morindin is probably identical with rubererythric acid, C^H^On, the 
formula of which agrees practically as well with Anderson’s ana¬ 
lytical numbeis as that which he himself deduced from them. Hence, 
therefore, morindon would probably be identical witb alizarin, to 
which, indeed, from Anderson’s description of its physical properties, 
it bears considerable resemblance. This view of the nature and 
relation of morindin and morindon was supported by Stenhouse ( Chem . 
Soc. J. [1864], 17, 333), mainly from a comparison of the absorp¬ 
tion spectra of morindon and alizarin. It would appear, therefore, 
that the colouring matters of A’l and of madder were probably 
identical. 

Several facts, however, seem to he inconsistent with this supposi¬ 
tion. ¥e have first the circumstance of the inability of the Glasgow 
dyers to procure madder colours from Buranji. Anderson, also, was 
unable to obtain more than a brownish-red colour in a trial of the 
Turkey-red process with pure morindin. Morindon, on the other hand, 
he found to combine readily with mordants, giving with alnmina a deep 
rose-red, and a violet or black colour with oxide of iron. Stein also 
(J. pr. Chem., 97, 234) has adduced evidence to show that Anderson’s 
morindin is not identical with rubererythric acid, and that morindon is 
not identical with alizarin. According to Stein, morindin is distin¬ 
guished from rubererythric acid by its insolubility in ether, by the 
violet colour of its barium-compound, and by its behaviour with 
caustic potash. It is, like rubererythric acid, a glucoside, and by 
heating alone, or by the action of alkalis, is converted into products 
which reduce an alkaline solution of copper oxide. It melts at 245°, 
hut even below this temperature it gives a crystalline sublimate of 
morindon. 

Stein found that the readiest way of preparing morindon was to 
hydrolyse a dilnte alcoholic solution of morindin with hydrochloric 
acid, when the greater part of the morindon is deposited, on cooling, 
as a bright reddish-yellow flocculent precipitate. In this mann er 
morindin yields about half its weight of morindon, whereas ruber¬ 
erythric acid if decomposed in accordance with the equation GasHsgOu 
+ 2H 2 0 = C u H & 0 4 -f 2060^06, gives only 42*5 per cent, of alizarin. 

Morindin dissolves in oil of vitriol, forming a solution which is at 
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first indigo-blue, but this gradually changes to a reddish-purple, and 
eventually becomes yellowish-red. Alizarin gives a reddish-purple 
coloured solution at once. With ferric chloride, an alcoholic solution 
of morindon gives a dull green colour, whereas with alizarin the 
colour is reddish-brown. When oxidised with nitric acid, morindon 
gives no phthalic acid but only oxalic acid. According to Anderson 
(loc. cit ), however, the nitric acid solution of morindon, after long 
continued boiling and subsequent neutralisation with ammonia, gives 
no precipitate with salts of hme. Stein found that the optical 
behaviour of solutions of morindon agreed perfectly with the descrip¬ 
tion given by Stokes, and on which Stenhouse based his assumption 
of the identity of morindon and alizarin. 

This conflict of testimony respecting the real nature of the colouring 
matter of A’l seemed to warrant fresh investigation. Thanks to the 
kindness of the Director of the Royal Gardens, Kew, who was good 
enough to make application to the India Office on our behalf, we 
obtained about 10 lbs. of the roots of ill. citiifolia. The method of 
extraction we employed was substantially that described by An¬ 
derson, the powdered root-bark being repeatedly treated with hot 
dilute alcohol so long as anything seemed to be dissolved. The roots 
as received from the India Office were in two parcels, the one parcel 
consisting of thick and evidently old roots, the other of thin roots as 
a rale not more than J inch thick: these alone appeared to contain 
any sensible quantity of the colouring matter. The alcoholic extracts 
were concentrated by evaporation, and the precipitates which formed 
on standing, were collected and treated first with benzene, and then 
with absolute alcohol, so long as any red colouring matter passed 
into solution. The residue was theu dissolved in hot 50 per cent, 
alcohol, and purified by repeated crystallisation. In this manner 
about a gram of pure morindiu was obtained. After being dried at 
100°, it yielded the following numbers on analysis:— 

I. 0-2024 gram gave 0*4098 gram CO* and 0*0930 gram H 2 0. 

II. 0*2088 „ 0*4236 „ „ 0*0951 „ 

Calculated for 
CaeUsOu 

(rubererythric Calculated for Anderson’s 

acid). CggHgoOxs. analysis. X IL 


C. 55*33 55*44 55*43 55*27 55*37 

H. 4*96 4*95 5*11 5*11 5*06 

0. 39*71 39*60 — — — 


100*00 100*00 

It will be observed that our analytical results are in close agree¬ 
ment with those of Anderson, and that both sets of numbers arc 
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almost as well expressed by the formula CisH^Ois as by that of 
rabererythric acid. 

Through the kindness of Dr. Schunck, who forwarded us a speci¬ 
men of rabererythric acid, we have been enabled to make a com¬ 
parison of the properties and modes of decomposition of that substance 
with those of morindin. In appearance, the two substances were 
almost exactly similar. When heated in capillary tubes placed side by 
side, they both decomposed with charring at about the same tempera¬ 
ture, and yielded reddish or violet vapours condensing to crystalline 
sublimates. Contrary to the statements of Bochleder and Stein, 
rabererythric acid was found to be practically insoluble in ether. 
Rnbererythric acid and morindin are however at once distinguished by 
their reaction with potash: both give bright red solutions, but, on 
boiling, that of rabererythric acid at once changes to a dark purple, 
whilst that of morindin does not alter even after long-continued 
boiling: this reaction is very striking and characteristic. 

A further proof that rabererythric acid and morindin are not 
identical is afforded by their behaviour on hydrolysis. 0*4854 gram 
rabererythric acid and 0*4884 gram morindin were separately dis¬ 
solved in 80 c.c. boiling 50 per cent, alcohol together with 8 e.c. 
strong hydrochloric acid solution. The solutions were heated by 
steam under a reflux condenser for about four hours, when the hydro¬ 
lysis was found to be complete. The precipitates were then collected, 
washed with water, dried at 12u°, and weighed. The weights were— 

Prom rubereiythric acid, 0T832 gram = 42*1 per cent. 

„ morindin „ 0-2369 „ = 48*5 „ 

The proportion of the hydrolysed prodnct to the morindin em¬ 
ployed agrees closely with the result obtained by Stein: the amount 
of the hydrolysed product in the case of the rabererythric acid is 
nearly <5^ per cent, lower, and is almost identical with that required 
by the equation CmHsOh + 2H*0 = G 14 H 8 0 4 + 2C 6 H 1S 0 6) which 
gives 42*5 per cent, of alizarin. 

Moreover the two products behaved very differently towards re¬ 
agents. That from rabererythric acid gave a blue-purple colour with 
potash, unchanged on standing; in the case of that from morindin, the 
colour was reddish-purple and gradually faded. With ferric chloride, 
the rabererythric acid product gave a dull brownish-yellow colora¬ 
tion ; with the morindin product, the colour was sage-green. With 
concentrated sulphuric acid, the product from rabererythric acid gave 
a bright yellowish-red; whereas in the case of the morindin product 
the coloration was first dark-blue and then purple. Seen under the 
microscope, the forms of the two products as crystallised from benzene 
wave quite distinct. The two products were then submitted to 
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analysis, after being heated, side by side, at 130°, with the following 
resnlts:— 

Product from rubererytliric acid:— 

0*1457 gram gave 0*3726 gram C0 3 and 0*0458 gram H s O. 



Found. 

Calculated for alizarin, 
Ci 4 H 8 0 4 . 

0. 

... 69-74 

70-00 

H. 

.... 3-49 

3-33 

O. 

.... 26-77 

26-67 


100-00 

100-00 


Product from morindin— 

0*1604 gram gave 0*3906 gram C0 2 and 0*0554 gram H 2 0. 




Calculated for 

Calculated for 


Found. 

trihydroxymethylanthra- 
quinone, C 15 H 10 O 6 . 

isopurpurin, 

Ci 4 H 8 0 5 . 

C.... 

.. 66-41 

66-66 

65-62 

H.... 

... 3-83 

3-70 

312 

O.... 

.. 29-76 

29-64 

31-26 


100-00 

100-00 

100-00 


There would seem therefore to be no doubt that morindin and 
rubererythric acid are not identical as was supposed by Kochi eder 
and Stenhouse. The true nature of morindon has still to be de¬ 
termined; the amount of material at our disposal was unfor¬ 
tunately insufficient for its further investigation. In many of its 
reactions morindon closely resembles isopurpurin, although the 
numbers afforded by its analysis agree more nearly with those 
required by trihydroxymethylanthraquinone. In either case, its 
formation by hydrolysis is not very readily explained. We made 
attempts to determine the quantity of sugar yielded by the decom¬ 
position of a known weight of the morindon, but the amount obtained 
(35 per cent.) threw no light upon the mode in which the morindin 
is derived, or upon its probable formula. It is, however, quite 
certain that morindin is not identical with the only trihydroxy- 
methylanthraquinone at present known, viz., the JSmodin discovered 
by Warren De la Rue and Hugo Muller in rhubarb root (Qhem. Soc. 
J., 10, 304). Our thanks are due to Dr. Hugo Miiller for his kindness 
in affording us the opportunity of comparing tho properties of the 
two products. Since the experimental work in connection with this 
communication was concluded, Mr. Thomas Wardle, of Leek, has 
kindly placed a quantity of the roots of M, dtrifolia and M. twctaria 
at our disposal. As, however, we are unable to prosecute the work 
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in common any further, we have ventured to bring the results 
obtained up to now before the Society. One of us hopes to be shortly 
in a position to present the results of a fuller investigation. 

A portion of the work was done in the laboratory of the Yorkshire 
College: our thanks are due to Air. C. W. Gamble, a former student 
of that institution, for his assistance in the extraction of the crude 
colouring matter from the roots. 


TIL —Spectroscopic Xotes on the Carbohydrates and Albuminoids 
from Grain . 

By W. X. Hartley, F.RS.. Professor of Chemistry, Boyal College 
of Science, Dublin. 

According to C. v. Hageli (“ Theorie du Gahrung ”), fermentation is 
a process which may be described as the transference to fermentable 
matter of the molecular or rather intramolecular vibrations of the 
different constituent substances entering into the composition of living 
protoplasm (which remains itself unchanged in composition), and 
hence the equilibrium of the molecules of the fermentable matter 
becomes so disturbed as to cause their resolution into simpler mole¬ 
cules. In this case, the intramolecular vibrations of the substances 
are transferred through the cell-wall of the saccharomyces to the 
molecules of sugar outside. It appears by no means improbable that 
the diastatic ferments may have some such action; therefore any 
facts bearing on this matter are of interest. The vibrations of the 
active substances must be either of greater amplitude than those of the 
carbohydrates, or else of much greater frequency; for if of the same 
frequency but of lesser amplitude they could not cause any such effect 
as that described. 

How it seemed to me to be possible to learn something of the mode 
and rate of vibration both of the molecules of the carbohydrates and 
of the diastatic ferments. Accordingly I have photographed the 
absorption spectra transmitted by solutions of saccharose, glucose, and 
starch, as also those of several albuminoid compounds and egg-albumin. 
For specimens of diastase from malt and invertase from yeast, I am 
indebted to Mr. Cornelius O'Sullivan, who kindly placed specimens at 
my disposal some two years and a half since, with the offer of a 
further supply if necessary. 

While the work was in progress, 31. L. Soret published his fifth 



CARBOHYDRATES AND ALBUMINOIDS FROM GRAIN. 


59 


memoir on the absorption of ultra-violet rays by different substances, 
which included an examination of the various forms of albumin 
(Archives des Sciences Physiques et 1Yuturelles, 10, 139 ; Cornet, rend., 
97, 642), the carbohydrates, glucose, saccharose, and gelatin. My 
results proved to be in strict agreement with his as regards these 
substances; it is proposed, therefore, to give them in abstract only. 
Considerable difficulty was encountered in photographing some of the 
liquids on account of their opalescence, which prevented more than 
thin layers of liquid from being examined. In one or two cases, as 
with gelatin and with starch, the liquid was allowed to dry on plates 
of quartz, and the rays were passed through the dried films. This 
proved decidedly advantageous, but on the whole the turbidity of the 
solutions has been a source of much trouble. 

Gelatin .—(1.) A yellow specimen sold for photographic purposes, 
said to be of kelson’s preparation, but without any distinctive label. 
A solution containing 5 per cent, of the solid and 1 mm. in thickness 
was allowed to dry on a plate of quartz. It transmitted a continuous 
spectrum to wave-length 2265, but beyond 2313 the rays were weak. 

(2.) A very fine colourless sample made in sheets, which in the 
original form transmitted all rays to 2265. A solution containing 5 per 
cent, and 1 mm. in thickness, dried on a plate of quartz, transmitted 
all rays to wave-length 2265 in full intensity. 

Maize Starch. —Brown and Poison’s corn flour. A solution of 1 part 
to 12 of water and 1 mm. thick, dried on a plate of quartz, trans¬ 
mitted a spectrum of normal strength as far as wave-length 2145. 

Cane-sugar. —A solution containing 10 per cent, transmits all rays 
through as much as 25 mm. as far as wave-length 2145. Very 
highly diactinic. 

Glucose. —A very pure specimen. A solution containing 10 per 
cent, transmits all rays through a thickness of 10 mm. as far as 2145. 

Albumin. —White of egg. According to M. Soret’s measurements, 
the following wave-lengths have been reckoned:— 

Absorption-band. 

2 mm. diluted with water twice, from about 2880 to 2650 
3^ „ „ five times from.. „ „ 

4 „ „ nine times „ . * „ „ 

The same absorption-band occurs when albumin is acidified. 

Pure Albumin. —When a solution of pure albumin containing37 grams 
per litre is examined, 2 mm. of the liquid exhibit an absorption-band 
from abont 2948 to 2572 wave-lengths. 

Casein .—A solution containing 6*5 grams per litre. 8 mm. and 
9 mm. Absorption-band from about 2948 to 2572. 

Serin. —Solution containing 10*5 grams per litre. 4 mm. to 5 mm* 
A similar band. 
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Solutions of invertase and diastase -were prepared from Mr. 
O’Sullivan’s specimens. Invertase was also prepared from compressed 
porter yeast by simple treatment with water and filtration, the yeast 
being from the brewery of Messrs. A. Guinness and Sons. The solu¬ 
tions were difficult to examine, especially the diastase; the con¬ 
siderable quantity of matter dissolved rendered filtration difficult, 
and they showed a certain degree of turbidity not easily removable. 
The possibility of manipulating the liquids so as to clarify them was 
interfered with by reason of the facility with which they putrefy and 
the necessity of avoiding the addition of any preservative to them. 
The following is a description of the spectra:— 

Invertase .—A solution containing about 1 per cent, or 0"1 gram 
dissolved in as little water as possible, between 8 c.c. and 10 c.c., and 
filtered. 


20 mm., continuous spectrum to .... 

IK 

>1 » jj .... 

^ jj n » • • • * 

5, 4, and 3 mm- continuous spectrum 

to. 

2 and 1 mm., continuous spectrum to. 


"Wave¬ 

Oscillation 

lengths. 

frequencies, 

2418 

4136 

2318 

4326 

2268 

4420 

2193 

4555 

2148 

4658 


Water .—The same result was obtained as with invertase. 
Diastase .—A solution containing about 1 per cent, or 0*1 gram in 
10 c.c. of water. The turbidity of this solution weakened the spectrum 
throughout when a thickness of 10 mm. was examined. 


Wave- 

lengths. 

10 mm., 9 mm., and 8 mm., con¬ 
tinuous to. 2988 

A strong line faintly visible at.. 2568 

7 mm. and 6 mm., continuous to 2568 


Oscillation 

frequencies. 

3359 

3890 

3890 


The albnminoids, invertase and diastase, are evidently of veiy dif¬ 
ferent constitution from albumin, casein, and serin, all of which, as 
Sonet has shown, have something in common, which is disclosed by 
tbe absorption-band common to their spectra. Gelatin differs from 
these forms of albumin. While albumin, casein, and serin exhibit 
absorption-bands in dilute solutions and in small thicknesses of such 
solutions, gelatin, invertase, diastase, starch, glucose and saccharose, 
under like circumstances, are seen to be highly diactinic and show no 
absorption-hands. It does not therefore appear likely that a sub¬ 
stance of the character of albumin could affect the carbohydrates, 
while on the other hand it is possible that the intramolecular vibra- 
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tions of invertase and diastase might be communicated to saccharose 
and starch. From this, of course, it follows that there may he m 
yeast-water or within the yeast-cell some similarly constituted albu¬ 
minoid capable of acting on glucose in a manner similar to the 
action of invertase on saccharose, but yielding different products. 
Setting aside theoretical considerations touching fermentation, it is 
of great interest to find that substances of such complex composition as 
the sugars so extraordinarily diactinic, for this is quite in character 
with what we know of their constitution. It is no less interesting to 
learn that the albuminoid compounds associated with the carbo¬ 
hydrates are evidently different in constitution from those forms of 
albumin found in the animal organism. The probability presents 
itself of these albuminoids being derived from the carbohydrates. 
The examination of specimens of gelatin shows that the difficulty in 
obtaining photographic plates, sensitive to the most refrangible rays, 
lies entirely with the character of the gelatin. Ordinarily the spectrum 
extends to wave-length about 2146 Cd. Some plates prepared many 
years ago by Wratten and Wainwright, called ordinary diy plates, 
were used for photographing a series of metallic spectra which extend 
to wave-length 2024 Zn, and there is little doubt that they were capable 
of receiving impressions of lines still more refrangible. Since then 
plates of every kind by every maker have been tried, hut most of 
these transmit nothing beyond 2146 Cd. A sample from Mawson and 
Swan was recently found to photograph as far as 2024, but half a 
dozen other batches from the same makers were deficient in this 
respect, notwithstanding that they were supposed to be of exactly 
the same character. As the plates were prepared in precisely the 
same way, there can be no doubt that the difference was in the 
gelatin, which must have contained some very slight trace of impurity 
which could not otherwise be detected. 


VIlI .—The Action of Salicylic Aldehyde on Sodium Succinate in presence 
of A cetic Anhydride , 

By Gibson Dyson, Ph.D, Demonstrator of Chemistry, Normal School 
of Science, South Kensington. 

In order to see if Perkin’s reaction is equally applicable to the 
hydroxyaldehydes, I undertook, at the request of Professor Fittig, to 
study the action of salicylic aldehyde on sodium succinate. 

Jayne (Annal&n, 216, 97) has shown that by acting on sodium 
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succinate *witli henzaldehyde, at a temperature of 100—120°, phenyl- 
paraconic acid is principally formed. It was, therefore, to be expected 
that by substituting salicylic aldehyde for benzaldehyde, hydroxy- 
phenylparaconie acid would be obtained. This was not found to be 
the case, however, the product being a neutral substance having the 
composition Ci b H 10 O 4 , which subsequent investigation proved to be 
dicoumarin. In 18*2, Zwensrer (Anaalen , Sup. 8, 32) showed that 
when coumarin, in aqueous solution, is treated with sodium amalgam, 
it gives melilotic acid, CHiA: by acting with sodium amalgam on a 
saturated alcoholic solution of coumarin, however, the reaction pro¬ 
ceeded quite differently; in this case he obtained the sodium salt of 
a new acid, which be called hydrocoumaric acid, C 18 H lb 0 6 . The 
characteristic properties of this acid are, that its sodium salt is 
practically insoluble in alcohol, and that on being heated it gives off 
2 mols. FLO, forming an anhydride melting at 222*6°. 

Cohen (Inaugural Dissertation , Himchen, 1884), by the reduction 
of /J-methylumbelliferon-paramethyl ether in alcoholic solution with 
sodium amalgam, obtained a compound, Css^Oe, which he regarded 
as belonging to the same class of compounds as Zwenger’s acid. 
As the substances above mentioned are the only dicoumarins 
known, it seemed desirable that the dicoumarin obtained by the 
action of salicylic aldehyde on sodium succinate should be submitted 
to a thorough investigation. 

Preparation of Dicoumarin . 

A mixture of salicylic aldehyde, sodium succinate (dried at 
140° C ), and acetic anhydride, in the proportions of their respective 
molecular weights, was heated for 24 hours on the water-bath in a 
flask connected with a reflux condenser. It is essential to the success 
of the experiment that every trace of moisture should be excluded 
from the apparatus, and that all the material used should be perfectly 
dry. The contents of the flask, which had darkened in colour, were 
treated with hot water to remove sodium succinate and the acetic 
anhydride which still remained unacted on; and the excess of salicylic 
aldehyde was removed by a current of steam. The dicoumarin, after 
being washed with ether to remove a tarry substance which is always 
formed in small quantity, remained as a pale-yellow crystalline 
powder, insoluble in all the ordinary solvents. It was recrystallised 
from hot glacial acetic acid, in which it is only sparingly soluble; on 
cooling, it separated out iu needle-shaped crystals. 

The analysis of this compound indicated the composition CUBCiA; 
it is formed by the condensation of 2 mols. of salicylic aldehyde with 
1 mol. of succinic acid. 
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As by the above method the greater part of the aldehyde remained 
unacted on, the following modification was tried, and the results being 
more satisfactory, it was adopted for the preparation of all the 
material used in this research. 

A mixture of 10 grams of sodium succinate, 15 grams of salicylic 
aldehyde, and 13 grams of acetic anhydride, was heated in a sealed 
tube for 40 hours at 140°. The contents of the tube were then 
extracted with hot water, and the residue, which consists of dicou- 
marin and unaltered salicylic aldehyde, was treated in exactly the 
same manner as previously described. From 10 grams of salicylic 
aldehyde about 5 grams of dicoumarin were obtained. It was found 
that an excess of acetic anhydride did not increase the yield of dicou¬ 
marin, but gave rise to the formation of various complicated conden¬ 
sation products, which have not been further investigated. The dicou¬ 
marin was purified by recrystallisation from hot glacial acetic acid; 
the product thus obtained was slightly yellow, and it was found 
impossible by this method of purification to render it colourless. It 
can, however, be completely decolorised by dissolving it in a hot 
solution of soda, and then reprecipitating it by the addition of hydro¬ 
chloric acid. 

The melting point of dicoumarin lies above 330°. On fusing it 
with caustic soda, salicylic acid is formed. 

The following axe the analytical results obtained:— 

I. 0*2012 gram of substance gave 0*5522 gram of C0 2 and 0*0650 
gram of H a O. 

Calculated for 

C 18 H 10 O 4 . Found. 


O. 74*48 per cent. 74*84 per cent. 

H. 3*45 „ 3*54 


II. Analysis (after being recrystallised). 0*285 gram of substance 
gave 0*7775 gram of 00 2 and 0*0908 of JEI 3 0. 

Calculated for 

Cis^iqO^ Found. 


0 . 74*48 per cent. 74*40 per cent. 

H......... 3*45 ,, 3*53 ,, 


Dicoumarin is an extremely stable compound, insoluble in ether, 
alcohol, and benzene, but slightly soluble in chloroform and glacial 
acetic acid; it is not acted on at the ordinary temperature by sodium 
carbonate, ammonia, or caustic soda. On boiling it for some time 
with a solution of sodium or barium hydrate, it slowly dissolves, 
forming a yellow solution from which it is reprecipitated unchanged 
on addition of an acid. 
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The following is an analysis o£ the product thus obtained: 

0 220 gram of substance gave 0*6003 gram of COj and 0 0726 gram 
of H 3 0. 

Calculated for 

C lS H 10 O 4 . Pound. 


C. 74*4S per cent. 74 45 per cent. 

H. 3*45 „ 3 66 


If, however, hydrochloric acid is gradually added to the alkaline 
solution, and this is kept cool by means of a freezing mixture, a pre¬ 
cipitate is obtained which redissolves on addition of sodium carbonate. 
On attempting to separate this precipitate by filtration, it is imme¬ 
diately decomposed, dicoumarin being regenerated. It is probable 
that the compound formed is an unstable oxyacid, similar in fact to 
that obtained by dissolving dicoumarin in caustic soda. 

The formation of dicoumarin from salicylic aldehyde and succinic 
acid may be represented by the following equation:— 

2C 6 H 4 (OH)*CHO + CJffA = CAO* + 4H 2 0. 


Action of Sodium Amalgam on Dicoumarin . 

An alkaline solution of dicoumarin, prepared by dissolving dicou- 
marin in hot concentrated caustic soda and diluting with water, was 
treated on the water-bath, with sodium amalgam (containing 5 per cent, 
of sodium), until the precipitate produced by the addition of hydro¬ 
chloric acid redissolved completely on adding sodium carbonate. 

In order that the reduction may not proceed too slowly, it is neces¬ 
sary to keep the solution as nearly neutral as possible. ThiB is done 
by the occasional addition of hydrochloric acid. The alkaline liquid 
was decanted from the mercury, acidified with hydrochloric acid, and 
the precipitate formed collected on a filter. It is not soluble in 
chloroform or benzene, and only slight ly so in water and ether, but 
dissolves freely in alcohol; it is also soluble in a solution of sodium 
carbonate, with evolution of carbon dioxide. It was purified by 
lecrystallisation from dilute alcohol. The product thus obtained was 
found to have an indefinite composition, and it was, therefore, 
assumed to be a mixture. Proceeding on this assumption, various 
methods of separation were tried, and it was finally found that by 
converting it into the barium salt, and fractionally recrystallising the 
latter, the pure acid could he obtained. The mixture was accordingly 
dissolved in a solution of barium hydrate, and the excess of barium 
precipitated from the hot solution by a current of carbon dioxide. 
On filtering and allowing the filtrate to cool, a barium salt separated 
out, having the composition (C w H|A)JBa -f sHaO, being, in facts, 
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barium hydrodicoumarate. In the mother-liquor, there still remained a 
small quantity of tbe last-named salt, together with a salt much more 
easily soluble in water. The latter is undoubtedly tbe barium salt 
of the acid obtained by further reduction of hydrodicoumaric acid. 
It was found that when tbe reduction of tbe dicoumarin was only 
continued until it was all decomposed, very little of this more 
highly-reduced acid was formed. 

hydrodicoumaric Acid, CisH 14 0 5 . 

This acid was obtained, as a white precipitate, by adding hydro¬ 
chloric acid to a solution of the barium salt. It is insoluble in chloro¬ 
form and benzene, and dissolves only slightly in hot water or ether, 
but freely in alcohol. By recrystallisation from dilute alcohol, it was 
obtained in needle-shaped crystals. 

When heated at 130°, it loses the elements of water, forming an 
anhydride, CisHiaC)*. 

Dried over sulphuric acid (when dried at 100° it lost weight, pro¬ 
bably due to the formation of a small quantity of the anhydride) it 
yielded on analysis the following figures:— 

0*0215 gram of substance gave 0*5485 gram of C0 2 and 0*0906 gram 
of H 2 0 

Calculated for 

OiaH 14 0 5 . Pound. 


C. 69*67 per cent. 69*58 per cent. 

H. 4*51 „ 4*67 


Barium Salt , (CisHisO^sBa + ^H 2 0. 

The preparation of this salt has already been described. It is only 
slightly soluble in cold water, but more readily in hot, from which it 
separates on cooling in well-defined crystals. These on exposure to 
the air effloresce and become opaque, rendering it impossible either to 
determine the water of crystallisation or the crystalline form. The 
following are the analytical figures obtained:— 

I. 0*3861 gram of salt gave on heating at 130° 0*04725 gram of 
water, and on treatment with sulphuric acid 0*1047 gram of 
barium sulphate. 

Calculated for 

the dried salt. Pound. 

Ba. 18*18 per cent. 18*14 per cent. 

The formula (CisHraOs^Ba + 6H 2 0 requires 12*51 per cent, of 
water. Pound 12*2 per cent. 

VOL. LI. 


p 
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II. 0"31275 gram o£ the salt gave 0*05675 gram of water, and on 
treatment with sulphuric acid 0*0787 gram of barium sulphate. 

Calculated for 

the dried Balt. Found. 

Ba. 18*18 per cent. 18*34 per cent. 

Calculated for (CisHis0 5 )Ba + 9H a O = 17*66 per cent, of water. 
Found 18-14. 

Silver Salty CiaHisOsAg. 

On adding silver nitrate to a solution of the barium salt, the silver 
salt was obtained as a white curdy precipitate, which on standing 
became crystalline. It is almost insoluble in water. The analysis of 
the salt, dried over sulphnric acid, gave the following figures:— 

0*2325 gram of the salt yielded 0*4427 gram of C0 2 ,0*0687 gram 
of H a O, and 0*0595 gram of Ag. 

Calculated for 

Ci8H 13 O s Ag. Found. 


C . 52*13 per cent. 51*93 per cent. 

H. 312 „ 3-28 „ 

Ag. 25-82 „ 25-59 „ 


The calcium salt, obtained by treating the a mmo nium salt with 
calcium chloride, is almost insoluble in water. 


Hydrodicoumarin, CigH^O*. 

Hydrodiconmaric acid, as has already been mentioned, splits np on 
being treated at 133°, into the anhydride, hydrodicoumarin, and water. 
In order to prepare hydrodicoumarin, hydrodicoomaric acid, which 
for the purpose need not be quite pure, is melted between watch- 
glasses. The melt, on cooling, is first washed with alcohol, in order 
to remove any unaltered acid, and then dissolved in hot chloroform; 
on allowing the chloroform to stand, hydrodicoumarin is deposited in 
small but well-defined crystals. It can also be precipitated directly 
by the addition of alcohol. Hydrodicoumarin is insoluble in water, 
alcohol, and ether; it melts at 256°, and when heated above this tem¬ 
perature it sublimes with partial decomposition in needle-shaped 
crystals; the vapour has an odour resembling that of eonmarm. 

On analysis,^the following numbers were obtained:— 

0*2217 gram of the anhydride yielded 0*6028 gram of CO* and 
0*0833 of HA 


O 

H 


Calculated for 
Oi*H w 0 4 . 

■ 73*97 per cent. 


4*11 


Found. 

74*09 per cent. 


4*17 


94 


« 
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In order to see if it could easily be reconverted into the acid, it 
was boiled with water for three days; at the end of which time it 
was found to be unaltered. It is not attacked when boiled with 
sodinm carbonate or dilnte caustic soda, but if heated for some time 
with a concentrated solution of caustic soda it is reconverted into the 
acid. 

The crystals of hydrodicoumarin obtained from its solution in 
chloroform were not satisfactory, and it was thought that a better 
product might be obtained by recrystallising it from dilute acetic 
acid. Hydrodicoumarin was, therefore, dissolved in hot glacial acetic 
acid, and water, added until the precipitate formed just redissolved on 
boiling. 

After two crystallisations a well-crystallised substance was ob¬ 
tained, which on analysis gave the following results:— 

0*2173 gram of substance gave 0*5581 gram of C0 3 and 0*091 gram 
of H 3 0. 

Calculated for 
hydrodicoumanc acid, 

CigH^Og. Pound. 

C . 69*97 per cent. 70*00 per cent. 

H. 4*51 „ 4*65 

From the above result, it would follow* that by boiling hydro¬ 
dicoumarin with acetic acid hydrodicoumaric acid is reformed. I 
hope to be able to give more details regarding this reaction in my 
next paper. 


Action of Bromine on Rydrodiantmaric Add . 

Hydrodicoumaric acid, suspended in chloroform, was treated with 
the calculated quantity of bromine (2 mols. of Br to X mol. of the 
acid). It is necessary, in order to prevent the formation of substitu¬ 
tion products, to keep the mixture cool by surrounding it with ice; 
if this precaution is taken, no hydrogen bromide is given off. A 
clear solution was obtained, which after a time deposited a white pre¬ 
cipitate ; it was impossible, however, to analyse this compound, as on 
attempting to dry it, it immediately decomposed, giving off hydrogen 
bromide and leaving a white insoluble substance. This was purified 
by dissolving it in hot glacial acetic acid, from which on cooling it 
separates out in crystals. On analysis, the following numbers were 
obtained:— 

0*291 gram, of the substance gave 0*1499 gram AgBr. 

Calculated for 

C 18 HnBr0 4 . Found. 

Br. 21*56 per cent. 21*92 per cent 
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The compound is consequently monobromohydrodicoumarin. It is 
insoluble in alcohol and ether, and dissolves only slightly in chloro¬ 
form. In the original solution there still remained a compound, 
easily soluble in chloroform, which has not yet been analysed. 

As dicoumarin is formed by the condensation of 2 mols. of salicylic 
aldehyde with 1 mol. of succinic acid, it follows that the simplest 
constitution that ean be assigned to it is 


It has further been been shown that by limited reduction dicou- 
niarin yields a monobasic acid, to which the constitution 


CA<^O.CE<^r° H 


has been given. 

From this it would appear as if it were necessary, in order for the 
oxyacid to be stable, that the COOH group be combined with a 
saturated carbon-atom. It was therefore to be expected that, by 
further reduction of hydrodicoumarie acid, a bibasic acid would be 
formed, which should be identical with Z wenger’s acid. 


Action of Sodium Amalgam on Hydrodicoumarie Acid L 

Hydrodicoumarie acid was dissolved in a solution of sodium carbo¬ 
nate and treated repeatedly on the water-bath with sodium amalgam 
(containing 5 per cent, of sodium). The reduction must be continued 
for several days, and the solution kept as nearly neutral as possible. 
On decanting the alkaline solution from the mercury, and acidifying 
with hydrochloric acid, the new acid was obtained as a white pre¬ 
cipitate. It can be purified by recrystallisation from water or dilute 
acetic acid. The best method, however, to obtain it perfectly pure, is 
to convert it into the calcium salt, which can be purified by recrystal- 
lisation from bot water. As the calcium salt of hydrodicoumarie 
acid is nearly insoluble in the last-named solvent, an easy separation 
of the two acids can be effected. 

The new acid, crystallised from dilute acetic acid, forms colourless 
crystals soluble in alcohol but insoluble in chloroform. When heated 
above 100°, it is slowly decomposed, without changing its outward 
appearance, forming an anhydride. The analysis shows it to have 
the same composition as Zwenger’s hydrocoumaric acid, C^H^Os, 
with which, however, it is not identical. This acid may be named 
dikydrocoumaric acid . If forms an insoluble silver salt, and a sodium 
salt soluble in alcohol. 
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0*2216 gram of the acid yielded 0*5S33 gram of C0 2 and 0*1101 
gram of H*0. 

Calculated for 

CigHigOg. Pound. 


0 . 65*45 per cent. 65*63 per cent. 

H. 5 45 „ 5*52 


Qalcium, Dihydrocoumarate , OiaHi 6 0 6 Oa + 6H 2 0. 

This salt was prepared by boiling the acid with water containing 
calcium carbonate in suspension. On filtering from excess of calcium 
carbonate and concentrating the filtrate, it separated on cooling in 
radiating groups of acicular crystals, containing 6 mols. H 2 0, which 
it loses at 140°. 

L 0*3084 gram of the salt gave 0*0710 gram of water, and on 
addition of sulphuric acid 0*0893 gram of calcium sulphate. 

Calculated for 

Ci 8 H 16 0 6 Ca +■ 6H 2 0. Pound. 


Ca. 8*40 per cent. 8*52 per cent. 

H 2 0 . 22*69 „ 23*00 


II. 0*1616 gram of salt gave 0*036 gram of water and 0*0466 gram 
of calcium sulphate. 

Calculated for 

CjgHjgOgCa + 6H 2 0. Pound. 


Ca ........ 8*4 per cent. 8*48 per cent. 

H a O. 22*69 „ 2*2*27 


Silver Salt , Ci 8 H 16 0 8 Ag 2 . 

On adding silver nitrate to a solution of the calcium salt (if the 
ammonium salt be used the product is impure), the silver salt was 
obtained as a white voluminous precipitate, which on standing became 
crystalline. The analysis of this salt dried at 100°, gave the following 
results:— 

0*1945 gram of salt yielded 0*2831 gram of CO s , 0*0578 gram of 
HaO, and 0*0768 gram of Ag. 

Calculated for 

CigHigOgAga. Pound. 


Ag. 39*70 per cent. 39*48 per cent. 

C . 39*70 „ 39*76 

H. 2*96 „ 3*26 „ 


Second determination of the silver: 

0*2377 gram of salt gave 0*0939 gram of Ag. 
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Calculated. Found. 

. . 39*7 per cent. 39*5 per cent. 

Dihy&rocoumarin , CisHhO*. 

The anhydride was obtained by melting the acid between watch 
glasses. The melt was then washed with alcohol, in order to remove 
any undecomposed acid, and dissolved in chloroform; from this 
solution it separated out on the addition of alcohol, or on standing, 
in needle-shaped crystals. It melts at 222—224°, and sublimes, with 
partial decomposition, when heated above this temperature; the 
vapours have an odour similar to that of coumarin; on boiling with 
water or carbonate of soda, it is not altered, but when heated With 
caustic soda it is slowly dissolved, being reconverted into the acid; 
when it is fused with solid caustic soda, salicylic acid is formed. 

The following are the analytical results obtained:— 

0*169 gram of the substance gave 0*4564 gram of CO* and 0*0734 
gram of H a O. 

Calculated for 

C 1 8H 14 0 4 . Pound. 


C . 73*47 per cent. 73*49 per cent. 

H ........ 4*76 „ 4*81 „ 


The anhydride seems to be identical with that obtained fey heating 
Zwenger’s acid, possessing as it does the same chemical composition 
and melting point. 

As the properties of the acid, from which the anhydride was pre¬ 
pared, do not correspond with those given fey Zwenger to his acid, 
it was thought desirable to prepare a specimen of the acid according 
to his directions. 


Preparation of Bydroeoutn&ric Arid. 

20 grains of coumarin were dissolved in about 50 c.e. of absolute 
alcohol, and treated repeatedly on the water-bath with sodium 
amalgam (5 per cent, of sodium). In a short time, the insoluble 
sodium salt separated, and the quantity was further increased by the 
addition of more absolute alcohol. The salt, after washing with 
alcohol in order to remove coumarin, sodium coumarate, and sodium 
melilotate, was dissolved in water and the solution acidified with 
hydrochloric acid; on standing for about two days, the acid was 
deposited in adculaor crystals. That this acid is not identical with 
that obtained fey the reduction of hydrodicoumaric acid, is shown by 
the different solubilities of the sodium salts in alcohol; hydrocoumaric 
add is also much more readily soluble in water, and the difference 
bet w een their calcium salts is most marked. 
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Calcium Hydrocoumcvrate, Ci 8 Hi 6 0 6 Ca 4* 2H 2 0. 

Calcium hy&rocoumarate was prepared by boiling a solution of the 
acid in water with calcium carbonate until no more carbon dioxide 
was evolved. On filtering off the excess of calcium carbonate and 
concentrating the filtrate, the salt separated in crystals containing 
2 mols. H 2 0, which were driven off on heating at 133—140°. 

It dissolves only slightly in either hot or cold water; if anything, 
it is rather more soluble in cold than hot water. 

On analysis, the following results were obtained:— 

0*1167 gram of the salt, on heating at 140°, gave 0*0101 gram of 
water, and on addition of sulphuric acid 0*0422 gram of calcium 
sulphate. 

Calculated for 

C 18 H 16 0 6 Ca + 2HsO. Found. 


H 2 0. 8*00 per cent. 7*97 per cent. 

Ca. 10*00 „ 9*79 


JS ydroc&imaariit) CigH u Oi. 

Hydrocoumaric acid was melted between watch-glasses, and the 
product after solidifying washed with alcohol till colourless. It was 
then dissolved in boiling chloroform, and from this solution it 
separated, on the addition of alcohol, in fine acicular crystals. It 
melted at 222°, and on analysis gave the following numbers:— 

0*2066 gram of the substance gave 0*5596 of OO a and 0*09 gram of 

H*0. 

Calculated for 

CigH M 04 . Found. 


O . 73*47 per cent. 73*87 per cent. 

H. 4*76 ,, 4*84 ,, 


The existence of two isomeric acids, having the composition 
CxeHxaQ* has thus been proved. Both these acids, when heated, 
yield an anhydride, OigHuO^ melting at 222—224°. Whether they 
are identical or not is at present an open question, the identity of the 
melting points being possibly a mere coincidence. By reconverting 
the anhydrides into acids and studying the products thus obtained, 
there is no doubt but that this question could be satisfactorily settled. 

If the anhydrides are found to be identical, we have here another 
case of isomerism similar to that observed by Perkin (Ghem. Sac, 
39, 409) as existing between *- and /3-coumaric acids; on the other 
hand, should they prove to he different, hydrocoumaric acid must 
have a constitution different from that generally assigned to it. 
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The investigation of these compounds is being continued. I take 
the present opportunity of thanking Professor Pittig for the valuable 
advice he has given me whilst engaged upon the above work. 


TX . —Decomposition of Sodium Carbonate by fusion. 

By Spencer Uhfreyille Pickering, M.A., Professor of Chemistry at 

Bedford College. 

Bebthelot ascertained (Ann. Chim. PJiys ., 29, 311) that anhydrous 
sodium sulphate after fusion dissolves in water with a considerably 
greater evolution of heat than it does before fusion; this the author 
has shown (Trans., 1884,686) to be due to the existence of the salt in 
two modifications, the one becoming transformed into the other about 
200°. A similar difference of nearly the same extent in the behaviour 
of fused and unf used sodinm carbonate was also observed by Berthelot,* 
and suggested the idea that this salt, like the sulphate, existed in more 
than one modification. 

In order to investigate the matter, a considerable quantity of the 
hydrated salt was allowed to effloresce in air, and different portions of 
it were fully dehydrated at various temperatures; the heat of dissolu¬ 
tion of each preparation was then measured. The results are given in 
the accompanying table (p. 73) .f The first eight specimens, dehy¬ 
drated at temperatures between 60° and the fusing point of the salt, 
yield identical resnlts, and the fused specimen itself (NTo. 9) gives a 
number which is exactly the same as the mean of the others, 5521 cal. 
No. 1, which was prepared at the lowest temperature, gives a somewhat 
lower number, 5492 cal., due, probably, to the retention of traces of 
water, and is therefore omitted from the mean. 

As these numbers afforded no explanation of Berthelot’s observa¬ 
tion, another fused specimen, No. 10, was prepared and examined at 
three different periods after its preparation. It gave results notably 
higher (200 cal.) than the other samples, and this excess did not 
appear to be much diminished on keeping; the result after 48 days 
(No. 13) is, it is true, somewhat lower than the previous ones, but no 
great value can be attached to this decrease, as the fused salt dissolves 
so slowly that the resnlts obtained with it can be regarded as approxi- 

* TSlden also obtained somewhat discrepant resnlts with different samples (Pro?. 
-Bey. Noe, 88, 407). 

t Kor details, see Trans., 1886, 266. 
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illations only. As the dissolutions were not effected at the same tempe¬ 
rature, the results obtained with the specimen under examination were 
compared at each temperature with those given by the normal salt— 
a mixture of specimens 2 to 8—with which two determinations were 
made in each case, the mean being given in brackets in .the table; 
this affords the means of reducing all the results to the one tempera- 
ture of 18*815° C., as has been done in the last column of the table. 

Having found a difference in the case of the fused salt, another 
specimen heated just short of fusion was prepared, No. 15, but it gave 
the same results as in the previous similar experiment with No. 8. 
No temperature short of that of fusion will, therefore, induoe any 
change. 

It seemed to me possible that fusion had effected a partial decom¬ 
position of the carbonate, and in order to test this, a sample which 
had been fused was kept in a bottle of carbon dioxide for 20 days and 
then examined (No. 16). Considerable absorption of the gas had 
taken place, and the salt now gave results more than 400 cal. bebw, 
instead of above, the normal salt. 

This experiment was repeated more fully with Nos. 18 and 19; 
here the sample which, after keeping 11 days in air, evolved 80 cal. 
above the normal, when kept for the same time in carbon dioxide, 
evolved 400 caL below the normal. In experiment 21, some of the 
unfused salt which had been kept in carbon dioxide was found to 
have remained unaltered. 

The excess in the heat of dissolution of the fused salt is, therefore, 
evidently due to a certain amount of the carbonate having been de¬ 
composed j and the deficit in the case of the fused salt after exposure 
to carbon dioxide is not difficult to explain: the carbonate would 
decompose into oxide, bnt during the necessary pounding and sifting 
of the salt this would, no doubt, be converted by atmospheric moisture 
into the hydroxide, which on exposure to carbon dioxide would give 
the acid carbonate, a salt which absorbs a considerable amount of heat 
on dissolution. 

The greatest excess noticed (200 cal.) would indicate the conversion 
of 1*4 per cent, of the carbonate into hydroxide, whilst the greatest 
deficit noticed would show the presence of about 4 per cent, of the 
acid carbonate. The hydroxide formed would probably be under¬ 
estimated owing to its absorbing sufficient water from the air to 
effect partial hydration, and this excess of moisture would entail 
the subsequent formation of more of the acid carbonate than would 
correspond to the hydroxide. The amount of decomposition occurring 
on simple fusion is probably about 3 per cent. 
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X.—-Tfte Heat of Hydration of Salts . Gadmimn Chloride . 

By Spknceb Umfreville Pickering, M.A., Professor of Chemistry at 
Bedford College. 

During the recent discussion on the nature of solution at the 
Birmingham meeting of the British Association* Dr. Kicol drew 
attention to and laid considerable weight on the supposed fact that 
the heat of hydration* of cadmium chloride was a negative quantity 
(6hem. N&ios , 54, 191). His line of argument would appear to be 
as follows: The heat developed on the hydration of a salt does not 
give any measure of the affinity of the salt for solid water, for other 
(unknown) physical changes must occur at the same time, as is 
proved by the heat of hydration bearing no relation to the degree of 
hydration, and by the existence of an instance, cadmium chloride, in 
which the heat of hydration is actually a negative quantity, all 
spontaneous chemical changes being exothermic. Qua argument 
this appears to me to be very insufficient. What is observed in the 
hydration of a salt is repeated in every instance of chemical combi¬ 
nation. Thus, in the chlorination of various metals, the heat 
developed per atom of chlorine bears no relation to the number of 
atoms which are assimilated; and if we are permitted to assume 
various unknown physical changes as being to a great extent the 
cause of the heat evolved in the combination of two substances in 
the same state, we must at once reject all thermochenucal evidences. 
The statement that all spontaneous chemical changes are exothermic 
is itself robbed of whatever truth it may contain, for we may in 
every case, as here* doubt the change being a purely chemical one. 

My attention had previously been attracted to the case of cadmium 
chloride, not so much on account of its heat of hydration being 
negative, but that it was absolutely the only known instance of an 
inorganic salt where such a fact occurred. As the heat of dissolution 
of the salts had been determined only once (by Thomsen, Thermo- 
ahem., 3,201), it seemed not altogether improbable that some mistake 
had arisen, and I therefore determined to repeat the work. 

Two samples of the anhydrous salt were prepared, one at 200°, the 
other being fused. The results which are given in the accompanying 
tablet (see p. 76) can only be regarded as approximations; for, on the 

* By M heat of hydration/* 1 mean throughout the 'number obtained after due 
allowance has been made for the heat of fusion of the water present in the hydrated 
bait. 

t For the calculation of results and other details, see Trans., 1886, 266. 
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one hand, it was found impossible to dehydrate the salt completely 
without fusion, while, on the other, fusion was impossible without a 
certain amount of decomposition (the specimen No. 2 contained 0*5 per 
cent, of oxide). The numbers, however, are sufficiently concordant 
to show that the fused and unfused salts give practically the same 
results (3382 and 3211 cal. respectively), and that these are identical 
with that obtained by Thomsen (3011 cal. at about 18°). 


Seat of Dissolution of the Chlorides of Cadmium in 400 H a O. 


Substance. 

1 Weight 
i taken. 

Heat equiva¬ 
lent of 
solution, 
&c. 

Initial 

temp. 

Rise of 
temp. 

Observed 
beat of 
dissolu¬ 
tion. 

CdCl* 

1 Prep, at 200° O. 

^ 15 *168 grins. 

610 *04 grins. 

18-14° O. 

0-4609°0. 

3382 cal. 

2. Fused ........ 

15*125 „ 

610*04 „ 

18-135° „ 


3211 „ 

CdClfcHaO. 

3. 

16*717 „ 

611-54 „ 

18-135 „ 

0*0853 „ 

625 „ 

0dCl 3> 2H 2 0. 

4. . 

18*200 „ 

613-22 „ 


Fall of 
temp. 
0*3104 „ 

-2284 „ 


The hydrated salt (No. 3), on dissolution at the same temperature, 
gave 625 cal., a number evidently identical with that obtained by 
Thomsen—760—but on analysis it was found to consist of a 
monohydrate, instead of a dihydrate as Thomsen states, containing 
9*617 per cent, water; theory, 9T20 per cent. 

This monohydrate was uniformly obtained whenever a solution of 
the salt was evaporated at a high temperature; when, however, a 
cold solution was evaporated, crystals, not easily distinguishable from 
the monohydrate, were obtained, but consisting of the dihydrate, 
containing 17*035 per cent, water, the theoretical number being 
16*450 per cent. This dihydrate, on dissolution, absorbed 2284 cal. 

It is evident, therefore, that some error must have occurred in 
Thomsen’s statement; he certainly used the monohydrate in the 
calorimetric determination, and, unless his entry that it was found 
on analysis to contain 2*01 H a O be a mere lapsus calami , it is probable 
that the analysis was performed on a diff erent specimen, prepared, as 
he imagined, under identical conditions, but in reality at a lower 
temperature. 

According to the numbers here given, the heat of hydration of 
cadmium chloride is by no means a negative quantity [CdCl* + H a O 
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(solid)* being 1092 cal., and [OdCl 2 + 2H s O (solid)] 2421 cal. or 
1210 X 2, numbers which are considerably larger than in the case 
of sodium carbonate (588 cal. per H a O), strontium nitrate (421 cal.), 
and sodium sulphate (820 cal.). 

Amongst organic substances, there is one salt in which the heat of 
hydration would appear to be negative, sodium benzenesulphonate, 
— 250 cal. per H a O, besides the case of racemic acid, in which it is 
exactly nil. This latter instance has been well established, and, in 
my opinion, tends to show that the so-called hydrated acid does not 
contain water of crystallisation at all, but possesses a constitution 
different from that of the anhydrous acid; a similar explanation may 
hold good with the sodium benzenesulphonate, bnt, as this instance 
rests at present on one determination only (Berthelot’s), it should in 
the first place be more fully investigated. 


XT.— Contributions from, the Laboratory of Gonville and Cairn College , 
Cambridge. No. VIII. On Bismuthates . 

By M. M. Pattison Muir, M.A., Fellow, and Douglas J. Carnegie, 
B.A., Scholar, of Gonville and Cains College. 

Does hydrated bismuthic oxide, B^O^HjO, exhibit acidic functions in 
its reactions with alkalis ? 

1. Experiments described in former papers by one of us (see especi¬ 
ally Chem. Soc. /., 1876, i, 144; 1877, i, 24; and ii, 181; 1878, 197) 
failed to demonstrate the existence of any definite bismuthate of 
potassium, but at the same time they showed that unstable combina¬ 
tions of Bi 2 0 5 (or BiiO*) with K 2 0 probably exist in presence of much 
potash, and that these combinations, assuming them to exist, are 
decomposed when the excess of potash is removed by washing with 
water. 

2. Since these experiments were published C. Hoffmann has con¬ 
tributed to the Annalen a paper on bismuthates (Annalen, 223,110). 
He suspended Bi0 3 H 3 in concentrated cold potash solution, saturated 
the liquid with chlorine, added more potash, boiled, again saturated 
with chlorine, added potash, boiled, and repeated this treatment until 
apparently homogeneous reddish-brown solids were obtained; he 
washed these solids, usually first with cold, and then with boiling 
water, until the washings ceased to show an alkaline reaction; he then 

* The latent heat of fusion of H s O at 18° being 1580 caL 
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dried the solids oyer sulphuric acid, and analysed them. Hoffmann 
also chlorinated BiA suspended in concentrated potash solution, and 
treated the violet-brown solid produced as already described. He 
found that every one of his preparations contained bismuth, oxygen, 
and potassium, and that the masses of the first and second were 
present in the ratio Bi 2 : 0*, where x>S. Hoffmann deduced for¬ 
mulae for the compounds he had prepared on the supposition that they 
were bismuthates, hypobismuthates, or compounds of these salts with 
oxides of bismuth; his chief results are presented in the following 
table:— 


Bismuth 

compound 

used. 

Sp. gr. of KOHjAq 
UBed.* 

Product obtained. 

Remarks. 

BiO s H 3 . 

1*08 

SKBiOs^isOsjBisOs 


at 

at 

2EBiO&5Bi 3 Os 

Chlorinated three 
times. 


1*128 

2TtBi0 3 , 5331 jO g 


it 

1 *539 (but ». infra) 

&Bi0 3 ,BijOg 


Bi|O s 

aa 

4KBi0 3 ,6Bi 3 O 3} Bi 3 0 3 
KB i0 3 , BijOj 


» 

aa 

Washed with cold 
water. 

BiOjHj 

*s 

KBiA 

Bi0 3 H 3 , suspended 
in hot KOH,Aq; 
product washed 
with water at 
50—60°. 


We think that the formulae given by Hoffmann as expressing the 
composition of so-called bismuthates are of very little value. 

(X.) His methods of analysis were unsatisfactory; he determined 
bismuth by precipitation aa BiOCl from solutions in hydrochloric acid, 
by adding water; but the whole of the bismuth in a solution in 
hydrochloric acid is not precipitated when addition of water ceased to 
produce any visible formation of BiOCl: he determined potassium in 
the filtrate from the oxychloride of bismuth by evaporating to dryness, 
converting the potassium chloride intp sulphate, and weighing; but 
our experiments (vide Appendix) prove that the substance weighed 
as potassium sulphate must have contained considerable traces of 
silica, besides oxides of (iron) aluminium, and calcium. 

(2.) He seems, generally, to have made one preparation of each 
compound, and to have determined the bismnth and potassium in this; 
but our experiments show that it is almost impossible to obtain 
substances of the same composition in successive experiments, although 
the experimental conditions are kept as nearly as may be the same. 

* The symbol Aq is nsed after the formula of a compound to signify an aqueous 
solution of that compound. 
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(3.) He asserts that the compounds analysed by him did not 
contain water; in every case in which we made direct determinations 
we found that water was obtainable from the substances prepared by 
us under conditions very similar to, if not identical with, those em¬ 
ployed by Hoffmann. 

Incidentally we may remaik that Hoffmann says that the most 
concentrated solution of potash he used was prepared by dissolving 
1 part KOH in 2 parts of water, and that it had the sp. gr. 1*539; by 
repeated experiments we found that the solution of potash thus 
prepared has the sp. gr. (about) 1*28, aud that to obtain a solution 
sp. gr. 1*539 about 2 parts KOH must be used for 1 part of water. 

3. We suspended 1 part (1) Bi0 3 H 3 (2) BiOCl in about 10 parts 
of cold aqueous potasb, sp. gr. (a) 1*539, (b) 1*13, (c) 1*08, passed 
chlorine into the liquids until the smell of chlorine was apparent, 
added as much potasb solution as was originally used, boiled till the 
smell of chlorine was removed, again chlorinated, added more potash 
solution, boiled, and repeated this treatment until apparently homo¬ 
geneous solids were produced (see Hoffmann, loc, rib.). 

4 Here we may remark that it is extremely difficult to obtain BiOJS s 
free from oxychloride or oxynitrate. When a solution of bismuth 
oxide or carbonate in hydrochloric acid reacts with aqueous potash a 
precipitate of hydrated bismuthous oxide mixed with bismuth oxy¬ 
chloride is obtained; the oxysalt cannot he removed by washing with 
cold water; long-continued treatment with hot water changes part of 
the oxychloride to oxide and hydrochloric acid, but at the same 
time part of the hydrated oxide is dehydrated. The best method we 
have tried for preparing Bi0 3 H 8 approximately pure is to dissolve the 
metal or the nitrate in as small a quantity of nitric acid as possible, 
to pour the solution into an excess of concentrated ammonia solution, 
to wash the precipitate repeatedly by decantation with cold water, 
then to shake the precipitate for long periods with extremely dilute 
sodium carbonate solution, and finally to remove the carbonate by 
washing with cold water. By fchiB method, we obtained Bi0 3 H 3 free 
from oxynitrate, but containing small traces of carbonate or oxy- 
carbonate of bismuth. 

5. We shall first consider the results obtained when potash solution 
of sp. gr. 1*539 was used. Oxidation from the form Bi 4 0 3 to Bi 8 0* 
and Bi 2 O fi proceeds rather more rapidly when BiOCl than when 
Bi0 3 H 3 is used. Iu either case the final product is a dark reddish- 
brown, heavy, apparently homogeneous, solid. The solids thus 
obtained were washed by decantation with cold water; after a few 
washings they ceased to settle quickly; after a few more washings 
separation of the solids into two parts became apparent; one part 
was always dark-red, and settled fairly well; the othep part was 
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always yellow-red, and settled very slowly. By repeated and syste¬ 
matic wasting in a series of vessels we attempted to separate the two 
parts; the lighter solid settled better in shallow flat dishes. By 
standing in contact with very dilute potash for some weeks in a 
stoppered bottle this lighter body became darker, and could then be 
filtered. The washing of each solid was continued until the washings 
did not affect the colour of small scraps of red litmus-paper when the 
paper had remained in the liquid for 24 hours. In a few cases, in 
which the treatment of BiOsHs with chlorine and potash, as described, 
was repeated five or six times, we found that the solid finally obtained 
settled fairly well when washed with cold water, and that compara¬ 
tively little of the lighter, slowly settling, compound was produced. 
In some cases, after separating the lighter solid we suspended it in 
potash solution, sp. gr. 1*539, and repeated the treatment with 
chlorine, but in no case did we succeed in changing much of it to the 
heavier and darker coloured compound. The solids were dried at 100° 
and analysed (for methods of analysis see Appendix). 

A. Heavy, dark-red solids; obtained by chlorinating in potash 
solution, sp. gr. 1 539; washed with cold water, dried at 100°. 
Analyses made with products obtained at different times, working 
with different quantities of materials. 


Analyses of products; 


Compound used. Bi. K. H 2 0. 

BiOCl. (1) 76 94 4*62 2*57 

BiOCl. (2) 75-33 3-5 2*0 

BiOCl. (3) 74*34 1*5 — 

BiOsH*. (1) 82*75 4*94 — 

BiOsHs. (2) 76*2 5*3 — 

BiO s H s . (3) 77*29 3*69 — 


B. Lighter, yellow-red solids; obtained by chlorinating in potash 
sp. gr. 1*539; washed with cold water, dried at 100°. Analyses made 
with products obtained at different times, working with different 
quantities of materials. 

Analyses of products; 
percentages 


Compound used. 

f Bi. 

£ 

BiOCl. 

(1) 78-25 

407 

BiOCl. 

, (21 74-24 

8-64 

BiOCl. 

(8) 7056 

_ 

BiOCl. 

(4) 73-41 

— 

BiOaE*. 

. (1) 77-25 

9 29 
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The quantities of potassium are very doubtful; the potassium 
sulphate invariably contained traces of silica, alumina, lime, and 
magnesia, and generally also ferric oxide (see Appendix). 

6 . The darker and heavier solids, from which all potash removable 
by cold water had been removed, were now washed with boiling water; 
in some cases they were subjected to the continuous action of boiling 
water for some hours. In every case, the washings were distinctly 
alkaline; washing was continued until the washings had no effect on 
the colour of scraps of red litmus-paper after being in contact with 
them for 24 hours; very long-continued washing was necessary to pro¬ 
duce this result. This process always brought about the formation of 
much yellow-red solid which settled extremely slowly; in most of those 
cases in which the action of boiling water was continuously maintained 
for some hours, the whole of the heavier and darker solids were 
changed to the lighter substances; in other cases, we obtained some 
grams of heavy, dark-red solids from which all potash removable 
by the action of water at about 97—98° had been removed. These 
dark, heavy solids were dried at 100 °, and analysed; the lighter, 
yellow, solids, produced as described, were also washed with hot 
water, dried at 100 °, and analysed. 

O. Heavy, dark-red solids; obtained by washing compounds, analyses 
of which are given under A, with nearly boiling water, and drying 
at 100 °. 


O above that re- 
Analyses, percentages. qrnred to form 


Compound used. 

r 

Bi. 

K . HjO. (see Appendix). 

BiOCl. 

(1) 83-61 

4*06 — — 

B 1 O 3 H 3 .... 

(1) 75-6 

traces (not more than 0 * 5 ) 

Bi0 8 H 3 .... 

(2) 72-6 

1-48 5-2 5-9 

BiOjQa • • *. 

(3) 85-06 

0-70 — — 


D. Lighter, yellow solids; obtained under the same conditions and 
from the same sources as those analysed under 0 ; washed with hot 
water, dried at 100 °. 


O above that re- 
Analyses, percentages. quired to form 

r- * -BiA 

Compound used. Bi. K. H 2 0. (see Appendix). 

BiOCl. (1) 75*2 5*66 — — 

BiOCl. ( 2 ) 78-8 6*89 — — 

Bi0 3 H 3 .... (1) 78*89 1*61 — — 

BiOaH* .... (2) 79*4 — 2*82 3*9 


* By oxygen above that required to form BijOa is meant the oxygen obtained by 
heating the substances in a vacuum in connection with a Sprengel pump. 

VOL. LI. a 
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7. The solid products of the long-continued reaction between either 
Bi0 3 H 3 or BiOCl, concentrated potash, and chlorine, are evidently 
non-homogeneons, whether they are washed with cold or with hot 
water until all potash removable by such washing is removed. We 
have found, however, that if chlorination is continued for a sufficient 
time, the product well washed with cold, and then with boiling 
water, is then dried at 100°, and again washed with boiling water, and 
this process of drying at 100° and washing with boiling water is 
repeated until the washings are without the slightest action on red 
litmus-paper after at least 24 hours’ contact, a homogeneous product 
is obtained, free from potassium, and composed of bismuth, oxygen, 
and water, in the ratio Bi 3 : 0 6 : H>0. 

The best method, however, for preparing Bi 2 0 6 ,H 2 0 is that recom¬ 
mended in a former paper by one of us, viz., to chlorinate BiOJEEg, or 
Bi 2 0 } , suspended in hot potash solution, sp. gr. about 1*35, to wash 
the product a few times with hot water, then to treat with a very 
little concentrated nitric acid, to wash with dilute nitric acid and finally 
with water, and to dry at 100°. 

8. Although the products obtained as described vary in composi¬ 
tion, yet it appears that those which have been fully analysed usually 
contain bismuth and oxygen nearly in the ratio Bi 2 :0 5 . Thus, take 
analysis (1) from BiOCl, under the heading A (par. 5); let it be 
assumed that the compound contains K>0; calculate the K to K 2 0, add 
this to the Bi and B a O, and deduct the sum from 100; the difference 
represents O combined with Bi; the ratio of O: Bi = 1: 5*16; the 
ratio of O to Bi in Bij0 6 = 1: 5*23. This treatment of the analytical 
data assumes that the compounds in qnestion contain K 5 0; one direct 
argument in favour of this is the fact that when washing with water 
was nearly finished, a piece of red litmus-paper immersed in the water 
above the solid matter showed no change of colour for hours, but 
when the paper was moved downwards, so that part of it came into 
contact with the suspended solid, the colour of the litmus was slowly 
but appreciably changed. 

9. The composition of the products obtained by passing chlorine 
into potash solution of sp gr. 1*13 and 1 08, respectively, holding 
(1) Bi0 3 ff a , and (2) BiOCl, in suspension, was found to be as 
follows (p. 83). 

None of these products could be regarded as homogeneous; they all 
contain potassium, probably as K 2 0, and water; the analyses prove 
lixtle beyond the non-homogeneity of the products of the action of 
chlorine under the conditions described. 

10. But the extreme slowness with which potash is removed from 
the substances we have described, the fact that when cold water has 
ceased to affect them hot water still dissolves out potash, and the 
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E. Solids obtained by chlorinating in potasli solution sp. gr. 1*13. 


, Analyses of products; 


Compound 


used. 

1 BL 

K. 

BiOCl. 

i 70-6 

j 9-5' 

Bi0 3 H 3 .... 

83*2 

; 2*3 

Bi0 3 H 3 .... 

74-3 

1*9 

Bi0 3 H 3 .... 

74 *2 

6*0 

BiOjH 3 .... 

74*5 

4*6 


Method of 
washing. 


Remarts. 


With cold water 
With boiling water 

With cold water 
With cold water 


f Very dark puce colour; 

\ settled fairly well. 

Dark, heavy, puce 
colour: settled well; 
washed for 10—15 
days. 

Light-brown; settled 
slowly. 

Very light yellow- 
brown ; settled very 
slowly; washing con¬ 
tinued for several 
weeks. 


F. Solids obtained by chlorinating in potash solntion sp. gr. 1*08. 


BiOCl. 

84*8 

1*0 

With cold water 

Very dark brown, 





heavy; settled fairly 
well. 

BiOCl. 


*2-8 

With boiling water 

Dark brown; settled 




fairly well. 


changes in their appearances when they are shaken with water, 
snggest that during the chlorination of Bi0 3 H 3 and BiOCl suspended 
in very concentrated potash solution, compounds may be produced 
of the form <rBi 2 0 5 (or asB^O^yKaO, in which Bi 2 0 6 (or B^O*) acts as 
the more negative part, and K 2 0 as the more positive part of each 
compound. We have not been able to isolate such compounds; but 
we regard tbe experiments to be described as pointing to the existence 
of compounds of the form indicated in presence of very large 
quantities of potash. 

11. Moist bismuthic hydrate (Bi 2 0s,tfH 2 0) containing a little 
potash was added in very Bmall successive quantities to boiling potash 
solntion so concentrated that solidification began immediately after 
removing the source of heat; tbe Bi 2 0 5 ,:rH 2 0 dissolved without 
changing the colour of the potash. We found that one part KOH 
would dissolve (roughly) about -^yth part Bi 2 0a,H 2 0. The whole 

Analysis made on a very small quantity. 

6 2 
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solidified on cooling; enough water was then added to form a clear 
solution, but from this solution, exposed to air, yellowish-white or 
reddish-white solid matter began to separate. In some cases, we 
nearly neutralised the solution with hydrochloric acid; in other cases 
we allowed the solution to remain in the air until precipitation 
ceased; in every case the whole of the bismuth held in solution by the 
potash was found in the precipitated solids. The solid products, 
varying in appearance from nearly white to reddish-white, were 
washed (by decantation) with cold, and then with boiling water, 
nntil the washings ceased to affect the colour of red litmus-paper 
after 24 hours’ contact; washing was usually continued for 10—15 
days before this result was obtained; the substance was then dried at 
10o°. If so mnch Br>0 0 ,rH}0 was added to the boiling potash that a 
little remained undissolved, the precipitation of yellow or red-yellow 
solid began as soon as water was added to the solid mass after cooling ; 
in these cases we added more water, filtered quickly through glass- 
wool, and proceeded with the filtrates as already described. The 
results of our analyses are presented in the table G, p. 85. 

The analyses of (2) and (4) (see table) fairly agree with the 
numbers required for Bi 2 0 4 , viz, Bi = 86 66, O above Bi 2 0 8 = 3*33. 
The analysis of (3) seems to point to this substance being nearly 
pure Bi 5 0 3 (Bi 2 0 3 requires Bi = 89*65 per cent.). These substances 
are evidently not quite homogeneous; bnt we regard the results of 
the analyses, especially (2) and (4), as distinctly in favour of the 
supposition that when B^O^H^O dissolves in mnch potash con¬ 
taining a little water, it reacts chemically with a portion of the 
potash, and that the compound or compounds formed are slowly 
decomposed by water with production of potash solution and Bi 2 0 3 
containing more or less Bi 2 0 4 or even Bi 3 0 6 . 

12. These results suggest the probability that during the reaction 
between BiOJEIs or BiOCl, very concentrated potash solution, and 
chlorine, some of the Bi 3 0 s ,arH 2 0 produced dissolves in the potash. 
We therefore chlorinated a quantity of Bi0 3 Ha in potash solution, 
sp. gr. 1*539, in the manner already described, and nearly neutralised 
(by hydrochloric acid) the potash solution decanted from the reddish 
solid matter; a white, bulky, precipitate was produced; this was 
washed with cold, and then with hot water, until the washings did not 
affect the colour of red litmus-paper after 24 hours’ contact, dried at 
100°, and analysed. The product contained about 6 per cent, of 
potassium, about 15 per cent, water, and very distinct traces of the 
oxides of aluminum, silicon, calcium and magnesium; no oxygen was 
given off when it was heated to bright redness in a vacuum in con¬ 
nection with a Sprengel pump. We did not think it necessary to 
estimate bismuth; the substance evidently consisted of Bi0 3 H 3 (re- 
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quires 10*5 per cent. H 2 0) containing potash, and various impurities 
derived from the porcelain vessels used in its preparation. 

13. Attempts were made to isolate definite compounds of Bi 2 0 5 (or 
Bi 2 0 4 ) with K 2 0, by dissolving Bi 2 0 5 ,a?H 2 0 in boiling potash with 
a very little water, as already described, allowing to cool, adding just 
enough water to effect solution, evaporating in a vacuum over 
sulphuric acid, collecting the yellow solid which separated, and 
washing with absolute alcohol. The results, however, were similar to 
those described in paragraph 11; no definite compound could be 
obtained. 


G-. Solids obtained by dissolving Bi 2 0 5 ,a?H 2 0 in much potash with 
a little water, dissolving in water, nearly neutralising by hydrochloric 
acid, or by the carbon dioxide, &e., of the air, washing with boiling 
water, and drying at 100°. 


I. Bi 2 0 5 ,xH 2 0 prepared from BiOCl. 


Method of preparation and 
remarks. 


( 1 .) All Bi 2 0 5 ,^H 2 0 used dis- ' 
solved in potash; precipita¬ 
tion effected by adding water [ 
and allowing to stand in air. 
Lustrous, yellowish - white, 
crystalline, solid.. „ 

( 2 .) A little BiaOg remained ' 
undissolved in potash; water 
added, liquid at once filtered 
through glass - wool, and - 
nearly neutralised by hydro¬ 
chloric acid. Yellowish- > 
white, lustrous, solid... I 


Analyses; percentages. 

O above that 
required to 
form Bi 2 0 3 * 
(see Appendix). 

Bi. 

TL 

H a O. 

(1) 85-4 

Trace; not 
more than 
0*3 

B 

— 

(2)84-2 

— 

B 

— 

87*5 

decided 

traces 

0-78 

2-75 


II. Bi 2 0 5 ,xHz0 prepared from BiOJIz. 


(3.) All Bi 2 0 6 ,a:H 2 0 dissolved 
in potash, &c., as under I 
( 1 ). Yellow-white, lustrous, 
solid .. 

90*0 

none 



(4) A little B 13 O 5 remained 
undissolved in potash, &c., 
as under I ( 2 ). Reddish- 
white, lustrous, solid. 

85'45 

none 

1-52 

3-35 


* See foot note on p. 81. 
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14. From the experiments described in the foregoing paragraphs, we 
conclude— 

I. That the solid obtained as the final product of the reaction 
between BiOJET 3 , or BiOCl, large excess of very concentrated potash 
solution, and chlorine, after very long-continued washing with nearly 
boiling water, has the composition BiiOgjHaO. 

II. That Bi a 0a,H 2 0 exhibits feebly acidic functions in its reactions 
with a large mass of very concentrated potash solution. 

ILL. That it is very difficult, probably it is impossible, to isolate 
compounds of the form ^Bi 2 0 5 ,^K 2 0, or rBi> 04 #K a 0 , but that such 
compounds probably exist in presence of much potash and little 
water. 

IV. That the formulae assigned by Hoffmann (Annalen, 223,110) to 
so-called bismuthates of potassium are of little if any value. 

Appendix. 

Methods of Analysis. 

Bismuth was usually determined by the ordinary method of pre¬ 
cipitating with ammonium carbonate fiom a slightly acid (nitric acid) 
solution, &c.; experiments made to test the accuracy of this method 
showed that the experimental error was about 0'4 per cent. Bismuth 
was sometimes determined by dissolving in as small a quantity as 
possible of hydrochloric acid, nearly neutralising by ammonia, pre¬ 
cipitating by a large quantity of water, allowing to stand in a warm 
place for 12 hours, collecting the bismuth oxychloride on a weighed 
filter, washing, drying at 110°, and weighing. Experiment showed 
that the experimental error was about (J’3 per cent. A trace of 
bismuth invariably remained nnprecipitated as oxychloride; attempts 
were made to precipitate and weigh this as sulphide, hut the results 
were always a few per cent, too high; it is known that moist 
bismuthous sulphide easily oxidises while being dried in air. Too 
much stress must not be put on these experiments; they suffice to 
show that the differences between the determinations of bismuth are 
not to be set down to experimental errors in the methods of estimation 
employed. 

Potassium was determined (1) by dissolving in a very little hydio- 
ehloric acid, precipitating bismuth oxychloride by addition of much 
water, filtering after 12 hours, precipitating traces of bismuth remain¬ 
ing in solution by sulphuretted hydrogen, filtering, removing sul¬ 
phuretted hydrogen by boiling, precipitating traces of iron and 
aluminium oxides by addition of ammonia, and lime by ammonium 
oxalate, evaporating to dryness at 100 6 , heating until all ammonium 
sfcfts were removed, dissolving in water, Hireling, adding platinum 
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chloride, and proceeding by the ordinary method for estimating potas¬ 
sium as platmochloride; (2) by dissolving in nitric acid, precipitating 
by ammonia and ammonium carbonate, filtering, removing iron oxide, 
&c., as in (1), evaporating to dryness, heating to remove ammonium 
nitrate, and determining potassium, sometimes as platinochloride, 
sometimes as sulphate. We found method (1) better than (2) ; it is 
much easier to remove ammoniam chloride than ammonium nitrate 
by heating, the latter salt is very liable to spirt when strongly heated. 
The platinic chloride used was afterwards found to contain some 
impurities which would tend to increase the apparent percentage of 
potassium. When traces of potassium are noted as present, the ob¬ 
servation is based on experiments made after removing bismuth, <fcc , 
as described, and examining, in some cases by the ordinary flame test, 
in other cases, where this test gave no positive result, by the spectro¬ 
scope. 

Water was estimated by heating in a current of dry air, and 
collecting the water in a weighed calcium chloride tube, a blank 
experiment being made with the apparatus used. Sometimes water 
was determined at the same time as the oxygen above that required to 
form BijO*; in these cases, the substance was heated in a piece of hard 
glass tubing connected with a weighed chloride of calcium tube, which 
was again connected with a Sprengel pump. The gas evolved was 
always shown to be absorbed by alkaline pyrogallate. 


XII.— Derivatives of Tolylbenzene. 

By Thomas Carnelley, D.Sc. (Loud.), and Andrew Thomson, 
M.A., D.Sc. (Edin.), University College, Dundee. 

In a former paper (this Journal, Trans., 1885, 47—586) we described 
one monobromotolylbenzene and two dibromophenylbenzoic acids, but 
were unable to separate the dibromotolylbenzenes from which these 
latter were derived. The present paper gives an account of the pre¬ 
paration of another monobromotolylbenzene, the separation of the 
dibromo-compounds, and the formation of new oxidation-products 
from these. 


I- Monobromo-Y^Tolylbenzene. 

a.-Bromotolylbenzene, CsHfi-CeHjBr-CHs = [1: 2 or 3 : 4].—To pre¬ 
pare this compound, 15*5 grams of toylbenzene were dissolved in 
.carbon bisulphide, and 14*8 grams of bromine slowly added to the 
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mixture. After the chemical action had ceased, the flask containing 
the mixture was gradually heated for two hours with a reflux con¬ 
denser. The carbon bisulphide was next distilled off, the residue in 
the flask treated with excess of caustic soda to remove the hydro- 
hromic acid, then well washed with water, and finally extracted with 
boiling alcohol. Prom this, a mass of crystals, A, separated on cooling, 
and on evaporating the mother-liquor a yellowish oil, B, was obtained. 
When purified by further crystallisation, the portion A melted at 
127—129°, and in other respects exhibited properties exactly similar 
to those of the monobromotolylbenzene previously described. On 
oxidation with either excess or deficit of chromic and glacial acetic 
acid, it gave monobromoterephthalic acid (m. p. 304—306° corr.), as 
proved by its general properties and by analysis. No intermediate 
product of oxidation could be obtained. The formation of mono- 
bromoterephthalie acid as a final product of oxidation proves that the 
monobromotolylbenzene must have the constitution C 6 H 6 *CsHgBrMe 
= [1:2 or 3:4]. The monobromoterephthalic acid obtained as above 
described sublimed very easily on heating in an open tube, yielding a 
sublimate which melts at 243—245°. This is probably the anhy¬ 
dride, though the quantity of material at our disposal was not suffi¬ 
cient for an analysis. 

p-Bromoiohjlbenzene, CeH^Br-CJIiMe = [l f : 4': 1:4].—The yellow 
oil B was freed from alcohol and moisture first by heating it for some 
time to nearly 100°, and afterwards by exposing it for about three 
weeks over strong snlphnric acid. When cooled to a low tempe¬ 
rature, the oil solidified to a yellow crystalline mass, which melted at 
27—30°, and on analysis gave the following results:— 

Calculated. Pound. 

O^HuEr........ 32*38 32*03 per ceut. Br. 

This compound is therefore an isomeride of the crystalline mono- 

bromotolylbenzene previously described, and differs from it chiefly in 
having a much lower melting point, and in being more solnble in 
alcohol. On oxidation with a deficit of chromic and glacial acetic acids, 
a product was obtained which was only partly soluble in ammonia. 
The soluble part after purification melted at 193—194°, and was 
easily soluble in cold ether, though hut sparingly soluble in alcohol 
and benzene. It gave the following resnlt on analysis, proving it to 
he a monobromophenylbenzoic acid:— 

Calculated. Pound. 

CiddsBrO*. 28*88 28 38 per cent. Br. 

On treating another portion of the oil with a large excess of the 
same oxidising agents, a pure white compound was obtained, readily 
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soluble in ammonia and melting at 247—249°. The residue, insoluble 
in ammonia in the former oxidation, was also treated with excess of 
oxidising agents, when the product was found to be easily soluble in 
ammonia, and melting at 248—249°. On analysis, both these products 
gave the same result, which, with the melting point, proves the com¬ 
pound to be 1,4 bromobenzoic acid, C 6 H 4 Br'COOH. The monobromo- 
tolylbenzene, melting at 27—30°, therefore on oxidation gives first a 
monobromophenylbenzoic acid, O^BrCeH^COOH = [l f : 4' : 1:4], 
and finally monobromobenzoic acid, [OeB^Br'OOOH = 1:4]. 

II. DibromotolyTbenzenes, CjJEI 10 Br 2 . 

a-Dibromotolylbenzetie , CeHiBr'CeHsBrCHs = [!': 4': 1:2 or 3:4] — 
35*6 grams of bromine were slowly added to 18‘7 grams of tolyl- 
benzene dissolved in carbon bisulphide, and the chemical action 
moderated by keeping the flask in cold water. After allowing the 
contents to remain together for about 12 hours, the flask was gently 
heated with a reflux condenser for two hours, and the carbon bisul¬ 
phide distilled off. The residue was well washed with caustic soda, 
and afterwards with water, and was then repeatedly boiled for a con¬ 
siderable time with excess of alcohol, in which only a small part A 
was soluble, the bulk of it remaining as an insoluble mass B. The 
part A, after several crystallisations from hot alcohol, was obtained in 
exceedingly beautiful, transparent, ferny plates, melting at 113—115°, 
giving on analysis results agreeing with a dibromotolylbenzene:— 

Calculated. Found. 

C l3 Hi 0 Br a . 49*02 48*52 per cent. Br. 

A portion of this on partial oxidation gave an acid melting at 202— 
204°, moderately soluble in alcohol, and easily solable in ether and 
benzene. Its properties, melting point, and analysis agree with those 
of the dibromophenj lbenzoic acid described in our last paper. On 
oxidation with a large excess of chromic and glacial acetic acids, an 
acid was obtained melting at 248—249°, and corresponding in all 
other respects with 1,4 bromobenzoic acid. These facts prove that one 
of the bromine-atoms is in the benzene-group, and one in the tolyl 
group, and that the one in the benzene-group must be in the para- 
position; a-dibromotoly 1 benzene on oxidation therefore gives first 
dibromophenylbenzoic acid, CaH^Br-CeHJBr-COOII = [I 7 :4': 1:2 or 
3:4], and finally bromobenzoic acid, C 6 H 4 Br'OOOH = [1 :4], and 
has consequently the constitution ascribed to it above. 

fi-Dibromotolylbenzene , CeHJBrCeHsBrCIIs = [1': 4': 1:3 or 2:4]. 
—The mass B, which was almost insoluble even in hot alcohol, was 
so easily soluble in benzene that definite crystals could not be obtained. 
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Treatment witli ether, however, yielded needle-shaped crystals, which, 
after purification, melted at 148—1-50°, and gave on analysis the fol¬ 
lowing results:— 

Calculated. Pound. 

C l3 H 10 Br 2 ...... 49*02 48*67 per cent. Br. 

On partial oxidation, it gave an acid which melted at 231—232°, 
and contained the following percentage of bromine i — 

Calculated. Found. 

Ci 2 H 7 BiyCOOH.... 44*94 44*77 per cent. Br. 

This acid corresponds with the one described in onr previous 
paper, and like it sublimes easily and almost completely without 
melting, and is therefore fi-dibromotolylbenzoic acid , 

C 6 H*BrOeHiBr-OOOH =■ [1*:4^ 1:3 or 2:4J. 

Oxidation with a large excess of chromic and glacial acetic acids 
gives an acid melting at 250—251°, and in all other respects similar 
to parabromobenzoic acid. A. residue, insoluble in ammonia, left in 
the previous partial oxidation, also gave parabromobenzoic acid, 
melting at 249—251°, when treated with excess of the oxidising 
agents. /?-Dibromotolylbenzene, on oxidation, therefore gives first di- 
bromophenylbenzoic acid, CeB^Br-CeHaBr-COOH = [1': 4' : 1: 3 or 
2:4], and finally bromobenzoic acid, [C 6 HiBrCOOH = 1:4], and 
hence has the constitution ascribed above. 

It thus appears that the difference in the properties and melting 
points of the a- and /i-dibromotolylbenzenes arises from the fact that 
in the one the bromine in the tolyl-ring is in the ortho-position, and 
in the other in the meta-position, bnt wliich of these two positions is 
to be ascribed to the two compounds respectively we have as yet had 
no means of deciding. 

The results above described may be expressed in the following 
tabular scheme:— 


L Jlonchbromo- Compounds. 



a-Bromotoljlbenzene. 
M. p. = 129“. 


coobQoooe 

Br 

BromoterephthaUe acid. 
M. p. = 304—306°. 


No intermediate oxidation-product could be obtained. 
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b <_X 3° h - 

/3-Bromotolvlbenzene. 

M. p. = ’27—80°. 


KZXZ) 


COOH 


Brom oplienyIbenzoic acid. 
M. p. * 193—194°. 


Br<^ ^>COOH. 

Broinobenzoic acid. M. p. — 247—249°. 


II. Dibromo-Compounds . 



Bromobenzoie Acid. M. p. = 249—251°. 



/S-Dibromotolylbe'izene. 
M. p. = 148—150°. 



s <D' 


■COOH 


Bromobenzoio acid. M. p. 219—251°. 


The two dibromophenylbenzoic acids referred to above and melting 
at 202—204° and 231—232° respectively, are isomeric with the di¬ 
bromophenylbenzoic acid described by Holm (Bei\, 16, 1082; and 
Abstr., 44, 922), and which he obtained by fusing j3-dibromofluorene 
ketone with canbtic potash. Holm’s acid is consequently a derivative 
of 1,2 phenylbenzoic acid, whereas both our acids are derived from 
1,4 phenylbenzoic acid. 
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XIII .—The Amount of Chlorine in Rain-Water collected at Cirencester . 

By Edwabd Kjnch, Eoyal Agricultural College, Cirencester. 

The determinations of chlorine in rain-water which follow were com¬ 
menced by Professor A. H. Church in 1870, and have been continned 
without intermission since, np to 1879 by Church, till 1881 by Dr. 
E. W. Prevost, and since then by myself. All the rain-water col¬ 
lected in the rain-gauge of the College, which is a third-class 
Meteorological Station, is preserved for analysis. Until 1879, the 
gauge was in the botanic garden, 434 feet above the mean sea- 
level, it was then moved to the kitchen garden, to a position 443 feet 
above sea-level, where it still remains. The gauge is 5 inches in 
diameter and 1 foot above the surface of the ground. The water 
falling during the six winter months, October to March inclusive, is 
kept separate from that falling during the six summer months, April 
to September inclusive; the chlorine is determined in the mixed 
waters of each six months. 

During the first years, the chlorine was determined volumetrically 
in the water directly without evaporation; probably the results thus 
obtained are slightly too high. Now, the determinations are made 
volumetrically after evaporating the sample down to about one-fifth 
of its original bulk, some pure lime-water being added to the liquid 
before commencing the evaporation. The amount of chlorine is esti¬ 
mated by using a standard silver nitrate solution with potassium 
chromate as an indicator. 

The six months ending March Slst, 1873, show a most excep¬ 
tionally high amount of chlorine, namely, 17*92 parts per million of 
water; of this period, the first three months, October, November, and 
December, 1872, were characterised by boisterous winds, mostly from 
the S.W., and by almost continuous wet. The presence of an 
abnormal amount of chlorine in the rain at Cirencester can almost 
always be traced to salt spray from the Bristol Channel, which is 
about 35 miles distant. On different occasions, immediately after a 
storm from the S.W., crystals of common salt have been found on 
the windows of the college facing west. In some rain-water col¬ 
lected during a storm on September 13th, 1869, Professor Church 
found 58*17 parts of chlorine per million, equivalent to 6*71 grains of 
common salt per gallon. In the six months ending March 31st, 
1880, there was also a large amount of chlorine in the rain, but the 
rainfall had then been very much below the average, and the total 
amount of chlorides deposited was but slightly above the average. 
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At Rothamsted, during the same time, especially in November, 1879, 
the amount o£ chlorine in the rain-water was very high. The possi¬ 
bility that the sample of rain-water for the period ending March, 


Period, six months 
ending — 

Rainfall 
in inches. 

Chlorine 

per 

million. 

Equivalent 
to NaCl 
grains per 
gallon. 

Equivalent 
to NaCl lbs. 
per acre. 

Rp-nf. an . 

9*05 

2*63 

0*303 

8-86 

Ift'71 Mawth 31... 

12-76 

2*82 

0*325 

13*40 


21-06 

2*39 

0*276 

18-77 

1872 March 31........ 

15-01 

2 14 

0*247 

11-98 


17*15 

4*72 

0 545 

30*12 

1873. March 31. .. 

20 -4S 
12-81 

17-92 

2 72 

2*067 

0 314 

136*61 

13*00 

1874. March 31 . 

11 -97 

1*64 

0*189 

7-31 

S**nf. 30 ... 

13 -21 

4*18 

0*482 

20*58 

187S March 31 . 

17 -83 

3*90 

0*450 

25*93 


17-26 

2*49 

0-287 

16*01 

1876 March 31 . 

24-51 

2*31 

0-2C6 

21*07 

Sent 30 . . 

14-07 

4*47 

0*516 

24*46 

1877 March 31 . 

22 -78 

3*19 

0*368 

27*09 


19*27 

4*97 

0*573 

35*68 

1878 March 31 .. 

15-03 

4*73 

0*546 

26*52 


17-41 

2*55 

0*294 

16*54 

1879 March 31. 

19-58 

2-37 

0-278 

17*27 


26 -20 

3*46 

0*399 

88-78 

32-92 

1880 March 31 . 

• 8-51 

10-38 

1*197 


18-44 

2*34 

0*270 

16*09 

24*87 

13*68 

1881 March 31. 

19-53 

3*41 

0*394 

, Sept. 30.. 

15 *12 

2*43 

0*280 

188^. March 31............ 

15-45 

3*02 

0*348 

17*37 

18*48 

22*19 

j Sept 30.. 

22 *34 

2*22 

0*256 » 

1883. March 31. 

22*89 

2-60 

0-300 

Sept. 30 . 

14 *72 

2-23 

0*257 

12*23 

1884. March 31 . 

14*73 

4*78 

0*551 

26*23 

.. Sent 30 .. 

12 59 

8*53 

0-407 

16*56 

1885. March 31. 

13*78 

4*83 

0-557 

24*86 

Sent. 30 ... 

13-26 

3-01 

0*347 

14-87 

1886. March 31. 

17-23 

2*56 

0*295 

16*43 

Sent. 30 . 

14*72 

1*79 

0-207 

9-85 

„ WW ............ 

Mean of 16 summer periods : 
1870 to 1885 . 

16 *54 

3*14 

0*363 

19 -36 

Mean of 16 winter periods: 
1870—71 to 1885—86. 

17-00 

4*44 

0*512 

28*25 

Mean of 12 summer periods, 
to 1885. 

17*04 

17*65 

3*14 

0*362 

19 -91 

Mean of 12 winter periods, to 
1885—86 . 

3-58 

0-413 

23*56 

Yearly average for 16 years, to 
March 31st, 1886. 

33*54 

3-81 

0*439 

47*61 

Ditto, excluding the winter 
1872—73 . 

33-31 

3*25 

0*375 

40*33 

Yearly average for 12 years, 
to March 31st, 1886 .. 

34-69 

3*36 

0*387 

43*47 
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1873, may bare been contaminated with extraneons matter having 
been suggested, the average of 15J years, not including this period, is 
given in the summary. 

The amount of chlorides in the rain is nearly always greater in the 
winter months than in the summer months, although there are some 
irregularities, which, having been greatest in the first four years of 
the determinations, the mean of the last 12 years, 1874—1885, is 
separately given. The excess in the winter months is partly due 
f o the greater amount of chlorides volatilised by the combustion of 
fuel. 

The only published determinations of the amount of chlorides in 
rain-water, collected at any one locality over any length of time, are 
those of Lawes, Gilbert, and Warington, see u New Determinations 
of Ammonia, Chlorine, and Sulphuric Acid in the Rain-water col¬ 
lected at Rothamsted ” (J. Eoij. Agric. Soc . EJng., 1883 [2], 19, 313). 
At Rothamsted, monthly determinations of chlorine in rain-water 
have been made since Jnne, 1877, and in the above-named paper the 
results of six years monthly determinations are given. The general 
average is 1*99 chlorine per million of water, with a mean rainfall of 
33*15 inches, equivalent to 24*59 lbs. of common salt per acre. At 
Rothamsted during the summer mouths, the amount of chlorides is 
less than one-half of that of the winter months. 

At Rothamsted, and still more obviously at Cirencester, the amount 
of chlorides brought down during each year in the rain is in excess of 
that contained in the annual produce of most farm-crops. It has 
been found at Rothamsted that the amount of chlorides in the 
drainage from drain-gauges containing unmanured and uncropped 
soil is almost exactly equal to that contained in the rain. 


XIV.—Some Analogous Phosphates, Arsenates , and Vanadates . 

By John A. Hall, Student in the Laboratory of Owens College. 

In a paper published in the Journal of the Chemical Society (Trans., 
1885, 353), H. Baker described, among other salts, certain hydrates of 
trisodium vanadate, viz., Na*V0i,12H 3 0 and Na^YO^l^HaO, crystal¬ 
lising in the regular and hexagonal systems; and also NaaV0 4 ,8H a 0, 
of which the crystalline form is doubtful. 

Baker remarks that the phosphates and arsenates corresponding 
with the last two had not previously been obtained, and also shows 
that if solutions of arsenates aud phosphates be substituted for a solu- 
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tion of the vanadate, crystals are produced winch, exhibit the charac¬ 
teristic form of the vanadate. Hence the existence of the salts, 
HasPO^lOHjO regular, and N’a 3 AsO4,10H 2 O regular, as well as of two 
other salts of a lower but somewhat uncertain degree of hydration, 
may with great probability be assumed. 

To place the question beyond doubt, I undertook the preparation 
and analysis of these salts, to which I add a description of the ortho¬ 
vanadate of the lowest degree of hydration, the composition of which 
was left doubtful by Baker. 

The following is a summary of the results obtained. The salt first 
described is NagAsO^lOHiO, regular; the corresponding phosphate 
could not be obtained. The vanadate described by Baker as 
Ha*V0 4 ,8H 3 0 has been prepared in considerable quantity, but turns 
out to be a heptahydrated salt, viz., hTa 3 YO* l ,7H.iO. The corresponding 
phosphate, Ha 3 P04.7H 2 0, was also prepared, but attempts to obtain 
the arsenate with this degree of hydration failed, a lower hydrate 
having the formula Na*As0 3 ,4J-H 2 0 being formed. Ho phosphate or 
vanadate corresponding with this could be produced. 

I. Sodium Arsenate, Ha 3 AsO4,10H 2 O, Regular. 

A number of experiments were made with aqueous solutions of 
trisodium arsenate, Ha 3 As0 4 ,12H 2 0, and caustic soda, which led to the 
following as the method for the preparation of the salt. 

100 grams of common sodium arsenate is dissolved in 150 c.c. of 
a solution of caustic soda (1 of soda to 1 of water), the mixture 
contained in a small beaker is heated to its boiling point, and then 
placed in a larger one holding as much glycerol as is necessary 
to bring its level a little higher than that of the solntion in the 
inner beaker. The beakers are covered, placed on a water-bath, and 
kept at a temperature of 77°, until a sufficient quantity of crystals 
has been formed (10 hours usually suffice). The mother-liquor is 
quickly poured off, and the crystals repeatedly treated with hot 
strong caustic soda solution, finally with alcohol, and kept under 
alcohol or benzene. By the above method, the difficulty of the com¬ 
plete removal of the mother-liquor (which easily solidifies) from the 
crystals was overcome, as also the decomposition of the crystals with 
the formation of the common arsenate, which at once occurs when 
they are brought into contact with water or dilute alcohol. The 
salt effloresces in dry air, melts at 85°, and crystallises in the same 
form as the corresponding vanadate (regular). 

In the analysis of this salt, it was found convenient to remove the 
arsenic acid by ignition with acid ammonium sulphate* when sodium 
sulphate quite free from arsenic is left. 
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Found. 

Calculated for t -*-* 

Ka 3 AsO 4 , 10 H 3 O. Prep. I. Prep. II. 


H 2 0 . 46 39 46*7 46*4 

Wa 2 0. 23*96 — 25 0 

As 2 0 5 . 29*63 28*2 29*1 


A large n umb er of experiments "were made with the object of 
preparing a sodium phosphate corresponding with the decahydrated 
arsenate and vanadate, but without success. If to an aqueous solu¬ 
tion of sodium phosphate and caustic soda, such as would yield on 
crystallisation at say 70° the salt having 12 mols. H 2 0, a little more 
caustic soda be added, a heptahydrated salt is obtained. 

An attempt was made to prepare the decahydrated salt by growing 
crystals of the corresponding arsenate in a solution of sodium phos¬ 
phate and caustic soda, but without result. 


II. Sodium Vanadate , NaaV 04 , 7 H 3 0 . 

This salt is prepared by allowing a solution of 10 grams of sodium 
vanadate £Na 3 V 04 , 12 H 3 0 ) in 10 c c. of caustic soda solution (pre¬ 
pared by dissolving 75 grams of caustic soda in 100 c.c. of water) to 
crystallise at 78°. 

The crystals are washed in a manner similar to that used in the 
preparation of the arsenate. The numbers obtained in tbe first 
analysis of this salt were not satisfactory, and a careful microscopic 
examination of tbe crystals showed tbe existence of interstices filled 
with liquid. The freshly prepared crystals were, therefore, powdered 
under alcohol before analysis. The following is the method of 
analysis employed:—The water was determined by loss on ignition, 
the vanadium by reduction with sulphur dioxide, and titration with 
potassium permanganate solution. The sodium was estimated as 
sulphate as follows:—The vanadium was precipitated as silver 
vanadate, the excess of silver removed by hydrochloric acid, and the 
filtrate after evaporation heated in a platinum crucible with strong 
sulphuric acid, ignited, and weighed as sodium sulphate. 


Calculated for 

Ha,Y0 4l 8HjO. N«,VO«,7HiO.' 

5,0.... 43-84 40-6 

Na*0... 28-35 2997 

V,O s ... 27-81 29-42 


Found. 

Prep. I. Prep. II. 
41*59 41*4 40*9 

— 30*7 

28*58 28*75 29*6 


These determinations show that the salt contains 7 mols. H 2 0, a 
conclusion supported by the existence of the phosphate next de¬ 
scribed. 
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III. Sodium Phosphate, HajP0 4 ,7H 2 0. 

Experiments were made with sodium phosphate in the same 
manner as with sodium arsenate. The following method for the pre¬ 
paration of this salt was employed. 100 grams of common sodium 
phosphate are added to 100 c.c. of a solution of caustic soda in its 
own weight of water. The mixture on heating, as in the case of the 
arsenate previously described, yields crystals of the above phosphate. 
The crystals thus obtained are generally small; they can be kept 
under alcohol or benzene. In dry air, they lost water to the extent 
of 3*8 per cent, in 18 hours and 5*4 per cent, in 48 hours. 

The analysis was made in the usual way. 



Calculated for 
Na 3 P04,7H 2 0. 

Prep. I. 

I'UUUU. 

Prep. II. 

H,0... 

... 43*44 

42*6 

41-98 43-3* 

HasO .. 

... 32*06 

32*1 

32-5 — 

Pa0 5 ... 

... 24*48 

22*8 

243 — 


Experiments were made with the object of preparing a hepta- 
liydrated arsenate but without success, the solutions always yielding 
fine crystals of a salt having the composition Has As0 4 ,4*03*0 or 
2Ha 3 Aa0 4 ,9H 2 0. “ ’ 

IY. Sodium Arsenate, Ha3As0 4 ,4£H a 0. 

This salt can be prepared by allowing a solution of 25 grams of 
sodium arsenate in 10 c.c. of caustic soda solution prepared as before 
to crystallise at a temperature somewhat above 86°. 

The crystals were washed and analysed, as in the case of the 


arsenate previously mentioned. 

Calculated for 
Na <i As04,4^H s 0. 

Prep. I. 

Pound. 

Prep. IX. 

Prep. Iir. 

H s O .. 

.... 28*0 

27*2 

27*3 

27-26 

NaA. 

.... 32*1 

— 

— 

32-3 

Asa0 3 . 

.... 39-8 

— 

— 

397 


Attempts to prepare the corresponding phosphate and vanadate 
were unsuccessful. Ho evidence of lower hydrates tHn the above 
described, viz., those with 7 mols. H 2 0, could be met with. 

* By ignition with lead oxide. 
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XY .—On some Azines . 

By Francis R. Japp, F.R.S., and Cosmo Innes Burton, B.Sc. 

In a recent communication (Trans, 1886, 826), it was suggested by 
one of us, in conjunction with Dr. W. H. Wilson, that the compound 
CasHaoN^ obtained from benzoin and ammonia, and the compound 
C 2 8 Hi 6 ^ 2 , obtained from phenanthraquinone and ammonia, were related 
in the manner expressed by the (partially-developed) formulae— 

C 6 H 5 -0—X—C-CaHs CaHi-C—F—C-CaH* 

CaHs-0—C-C 6 H 5 C,H 1 -C—N—C-i.Ht 

Ditolane-azotide. Diphenanthiylene-azotide. 

and the nature of this relation was further denoted by the names 
ditolane-azotide and dijphenanthrylene-azotide . 

An experimental proof of this relation was subsequently furnished 
(Japp and Burton, Trans., 1886, 843) by the conversion of ditolane- 
azotide, with elimination of hydrogen, into diphenanthrylene-azotide, 
when the former compound was distilled over heated soda-lime. 

In the above formulae the distribution of the unsatisfied affinities in 
the closed-chain complex— 


—C—X—C— 

_c—W—c— 

has been left undecided. This complex might either have the con¬ 
stitution— 

—c—:xzic— 

—C—NzzC— 

in which case the compounds would belong to the class of the ketines 
(see CEconomides, JBer. } 19, 2524) ; or it might be formulated— 

—C—N—C— 

JUX 

when the compounds would have to be regarded as azines. 

In the present communication, we shall endeavour to show that the 
latter view is correct. 

In the first place, assuming that ditolane-azotide is a ketine, it 



JAPP AND BURTON ON SOME AZINES. 99 


ought to be possible to obtain this compound by the action of nascent 
hydrogen upon Wittenberg and V. Meyer’s benzil-hydroxime*:— 

20 6 H 6 -0(N-0H)-C0-C 6 H 5 + 3H S = OJBWT, + 4H 2 0. 


We therefore prepared the hydroxime and reduced it with tin and 
hydrochloric acid, but, as the compound formed was in every way 
distinct from ditolane-azotide, it was not farther examined. This 
negative result appeared to render it improbable that ditolane-azotide 


was a ketine. 

In the meantime, however, an investigation was published by 
0. N. Witt, which promised to throw light on the constitution of 
these compounds. Witt has prepared ( Ber 19, 2794) etfi-naphthazine r 



CioHfi, by the condensation of /3-naphthaquinone with 


a/J-diamidonaphthalene, an application of Hinsberg’s quinoxaline 
reaction.*}* He further shows that this compound is identical with 
Laurent’s “ naphthase,” the latter having the formula CaoHjaNa, 
instead of the formula CsoHulL, hitherto assigned to it. 

How, between this aj8-naphthazine and diphenanthrylene-azotide, 
there is a very marked resemblance in properties. Both are sub¬ 
stances of high melting point, volatile at a high temperature without 
decomposition, and sparingly soluble in most solvents. With con¬ 
centrated sulphuric acid, naphthazine gives a violet solution which 
changes to orange on gradual dilution with water, whilst still frirther 
dilution precipitates the original compound. Diphenanthrylene- 
azotide behaves with concentrated sulphuric acid in a precisely similar 
manner, except that the solution in the concentrated acid is deep-blue 
instead of violet; the change to orange and the subsequent precipita¬ 
tion occur in this case also. 

a/^Haphtliazine stands to jS-naphthaqninone in the same relation 
as diphenanthrylene-azotide stands to phenanthraquinone:— 


(5-Haphthaquinone... Oi 0 H 6 Oa. 

cejS-Haphthazine. C&HiaNa. 

Phenanthraquinone. CiJIgOa. 

Diphenanthrylene-azotide. CasH^N*. 


Both phenanthraquinone and jd-naphthaquinone contain the COCO- 
group. Phenanthraquinone, when heated with ammonia, yields, among 
other products, diphenanthrylene-azotide* It seemed to us, therefore, 


* Cf. Ceresole and Koeckert, j Ber., 17, 820. 

t Hinsberg’s “ quinoxalines ” are, as Witt shows, in all probability ezines, whilst 
the constitution ascribed by Hmsberg to the “ quinoxalines ” is in reality that of 
the ketines. 
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that if we could succeed in synthesising a/S-naphthazine from 
/3-naphtha quinone and ammonia, the parallelism between diphenan- 
thrylene-azotide and ajS-naphthazine would be complete, and we 
should he justified in classing diphenanthrylene-azotide, and also its 
analogue ditolane-azotide, with the azines:— 

2 CiiH 8 0 2 4 b 2 NH 3 = C 28 H 16 N 2 4* 3H 2 0 4" 0 

Phenanthraqumone. Diphenanthrylene- 
azotide. 

2 C 10 BUO 2 4* SNTHa = C 20 H 12 N 2 4" BHgO 4* 0 

j9-N aphthaqmnone. ap-Naphthazme. 

Instead of heating the /J-naphthaquinone in sealed tubes with 
alcoholic ammonia, we adopted the process described on a former 
occasion (Trans., 1886, 829) in connection with the preparation of 
ditolane-azotide and diphenanthrylene-azotide, and fnsed the £-naph- 
thaqninone with ammonium acetate. (For the details of the process, 
see 7oc. cit ) The product of the reaction was a black friable mass, 
which was powdered and washed with boiling water. The smallest 
trace of this substance gave with concentrated sulphuric acid an 
intense violet coloration, indicating the presence of the desired 
ct/Ef-naphthazine. By sublimation, needle-shaped crystals of this com¬ 
pound were obtained, which gave the sulphuric acid reaction, the violet 
changing to orange on gradual dilution; a tarry substance distilled, 
however, at the same time, rendering the purification of the sublimate 
a matter of difficulty. We therefore adopted a process of sublimation 
which had on a previous occasion yielded excellent results in the case 
of diphenanthrylene-azotide. The cmde product was mixed with a 
small quantity of powdered soda-lime and distilled over a short layer 
of granulated soda-lime, heated just sufficiently to keep the distillate 
from condensing in it. The part of the tube containing the mixture 
was not heated more than was necessary to volatilise the substance, so 
as to reduce to a minimum all decomposition of the substance by 
soda-lime. In this way, the tar was retained by the soda-lime, and a 
yellow sublimate was obtained from which a small quantity of a 
greenish oily matter was removed by boiling it with alcohol. As 
Witt’s method of purification by recrystallising from boiling naphtha¬ 
lene is somewhat inconvenient, we employed, instead of the naphtha¬ 
lene, a coal-tar oil boiling between 160—180°, which at its boiling 
point readily dissolved the substance, and on cooling deposited it in 
tufts of pale-yellow needles, which were washed, first with benzene 
and afterwards with hot alcohol. This process of purification was 
twice repeated. The substance, thus purified, melted constantly at 
275°, sublimed in thin yellow needles, and was veiy sparingly soluble 
in alcohol, the alcoholic solution showing a violet fluorescence. In all 
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these particulars, the behaviour of the compound agreed with Witt’s 
description, except as regards the melting point, which Witt gives as 
275°. The substance also showed the sulphuric acid reaction already 
mentioned. 

The yield of a£-naphthazine by the above method is very small. 

Analysis of the substance dried at 140° gave the following 
results:— 

I. 0*1134 gram substance gave 0*3551 gram C0 2 and 0 0455 gram 

H 2 0. 

II. 0*0751 gram, burnt with copper oxide in a vacuum, gave 
13*79 c.c. of a mixture of nitrogen and nitric oxide, measured 
dry at 14*5° and under 372*5 mm. pressure. After absorption 
of the nitric oxide there remained 13*79 c.c. of dry nitrogen at 
14*8° and under 334*5 mm. pressure. 

Calculated for 

CsoH^Nj. 

f -*-\ 

Cao. 240 85*71 

H 12 . 12 429 

N 2 . 28 10*00 

280 100*00 


Found. 

£ * H. 

85*40 — 

4*45 — 

— 10*18 


The two compounds—ditolane-azotide and diphenanthrylene-azotide 
—are therefore to be classed as azines, and in accordance with this 
view we propose to change the names to tetraphenyl-azine and teira- 
phenylene-azme . The relation of the two compounds to each other is 
expressed by the formulae— 


CJtis’G—N— OC 6 H 5 
C.H.M—Jr—0-C.H, 

1 etraphenyl-azine 
(Ditolane-azotide). 


C 6 H.-C—IT—OC.Ht 

(Wc—Jr—c-(W 

Tetraphenylene-azine 
(Diphenanthrylene-azotide). 


Normal School of Science , 
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XVI-— Researches on the Constitution of Azo- and JDiazo-derivatives. 

I. Diazoamido-compounds. 

By Raphael Meldol^ FJEfc.S, Professor of Chemistry, and P. W. 

Streatfeild, Demonstrator of Chemistry, in the Finsbury Technical 

College, City and Guilds of London Institute. 

In a paper recently communicated to the Chemical Society (Trans., 
1886, 624),* we showed that the hydrogen-atom in the —— 
group of diazoamido- com pounds could be readily displaced by alkyl 
radicles, and we described the ethyl-derivative, paradinitrodiazo- 
amidobenzene, as a type of the class of derivatives thus formed. In 
the present communication, we give the results of the extension of our 
experiments to other diazoamido-compounds, these experiments 
having been undertaken with the hope of being able to throw' some 
light upon the mechanism of the reaction which takes place when 
these substances are decomposed by acids. Among the points raised 
in connection with this decomposition was that of a possible intra¬ 
molecular rearrangement in the —— group on treating the 
compounds with hydrochloric acid (loc. cit ., p. 630). A glance at the 
formula of the dipara-derivative described in the last paper, viz., 

will suffice to show that this question could not be decided by the 
decomposition of such a substance, since, the two sides of the molecule 
being symmetrical, we have no means of identifying among the 
products of decomposition the particular benzene rings attached 
respectively to the — 3ST a — and the — ISfH — groups. Our first 
experiments have therefore been directed to the preparation of mixed 
unsymmetrical diazoamido-compounds in which the two halves of the 
molecule could be identified after decomposition. 

I. Action of Diazotised Mttanitraniline upon ParanitranUine. 

Metanitraniline (I mol.) was dissolved in the necessary quantity of 
dilute hydrochloric acid and diazotised by adding a solution of sodium 
nitrite (I mol.) to the cold solution. The solution of the diazo¬ 
chloride was then added to a cold dilute solution of paranitraniline 

* Since the publication of this paper, Dp. Ghriess has been good enough to point 
out that one of the compounds described by us, viz, pai^iriihvi diw.gnft.TwiHAb ftng f l>T i^ 
**» obtained by him 24 years ago {Annate*, 121, 271). 
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hydrochloride (1 mol.). A bright yellow precipitate at once com¬ 
menced to separate; after being allowed to stand for 12 honrs, 
this was collected, washed with cold water till free from acid, and 
purified by crystallisation from alcohol, in which it is somewhat more 
soluble than the isomeric paradinitro-compound. By slow crystallisa¬ 
tion from an alcoholic solution, the pure substance was obtained in the 
form of yellow needles melting at 211° with slight decomposition. 
The following results were obtained on combustion:— 


I. 0*1568 gram dried at 100° gave 0*2892 gram C0 2 and 

0*0460 gram OH 2 . 

II. 0*1048 gram dried at 100° gave 0*1916 gram C0 2 and 

0*0301 gram OH,. 

III. 0*0786 gram burnt in a vacuum with CuO gave 16*9 c.c. N at 
16*5° and 738*4 mm. bar. 

IY. 0*1120 gram burnt in a vacuum with OuO gave 24*2 c.c. N at 
17*5° and 736*4 mm. bar. 


Calculated for t - 

N0 2 -C ft H 4 -N 3 NHC 6 H4*N0 2 . I. 

C. o0*17 50*30 

H. 3*13 3*25 

H. 24*39 — 


Found. 


H. 

III. 

-\ 

IY. 

49-86 

— 

— 

319 

— 

— 

— 

24*28 

24*22 


In its general properties, the substance resembles the isomeric 
paradinitro-compound, but it is not quite so acid in character, being 
less soluble in hot aqueous alkaline solution. The solution in caustic 
potash or soda is not of such a pure magenta-red, but is somewhat 
more orange in shade than is the case with the isomeride. According 
to its mode of formation, its formula might be written— 


N0 2 


On this point we shall, however, have more to say in a subsequent 
part of the paper. We have not thought it necessary to study the 
products of complete reduction, as these would be in all probability a 
mixture of meta- and para-phenylenediamines,* and would not be of 
much importance in the present inquiry. 


Decomposition by Hydrochloric Acid. 

Some of the substance was sealed up in a glass tube with excess of 

* Since writing the above, we have satisfied ourselves that this is really the case* 
by complete reduction and subsequent oxidation, according to the method described, 
further on in this paper. The colour reactions characteristic of a mixture of meta- 
aud para-diaminea are immediately shown. 
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strong hydrochloric acid, and heated in a water-hafch for two hours* 
On opening tlie tube, nitrogen was given off and the hydrochloric acid 
solution was filtered in order to separate a dark tarry residue. The 
latter, on steam distillation, gave an oily distillate which on standing 
slowly solidified to a crystalline mass intermixed with oil. The 
crystals, after purification by pressure between filter-paper and 
crystallisation from alcohol, were identified as paranitrochlorobenzene 
(m. p. 83°), and the oil on further examination proved to be a 
mixture of meta- and para-nitrochlorbenzenes.* The pitchy residue 
left after steam distillation was uncrystaliisable and contained no 
phenolic substance. The hydrochloric acid solution separated from 
the tarry residue was found to contain a mixture of para- and meta- 
nitranilines which were separated by fractional crystallisation from 
water, the paranitraniline being identified by its melting point, while 
the metanitraniline, which was left in the solution after the removal 
of the other modification, was identified by reduction to meta- 
phenylenediamine and then applying the nitrons acid test (“ Bismarck 
Brown ”) and diazobenzene chloride (chryso'idine). 

Identification of a Mixture of Meta - and Para-diamines .—We may 
here mention that in subsequent experiments where a mixture of 
meta- and para-mtranilines or alkyl-nitramlines was obtained by the 
decomposition of the compounds under investigation, the most certain 
and rapid means of identification was fonnd to be that of reduction 
to the corresponding diamines and the subsequent oxidation of the 
mixture. A mere trace of one of the diamines in admixture with the 
other modification reveals itself by the formation of a deep blue or 
violet colour ( tc mdamine ,, series) (0. N. Witt, this Journal, Trans., 

* It was found by experiment that when a mixture of para- and meta-nitro- 
ehlorobenzenes containing an excess of the latter is fused under water, it forms an 
oil which remains fluid for dayB. The persistent presence of an oil in the above- 
mentioned steam distillate, led us at first to suspect the presence of nitrobenzene 
amongst the products of decomposition, and a method of separating this substance 
from the nitrochlorobenzenes was therefore devised, which may be worth mentioning 
here, although it led to the conclusion that no nitrobenzene was present among the 
products examined. The method in question consists in reducing the mixture of 
nitrobenzene and nitrocblorohenzenea dissolved in alcohol with tin and hydrochloric 
acid, evaporating off the alcohol and precipitating the tin by sulphuretted hydrogen. 
The solution of the hydrochlorides of the bases is then evaporated to dryness and 
acetylated by means of acetic anhydride and sodium acetate. The acetyl-deriva¬ 
tives, after being washed and dried, are nitrated by being dissolved in strong sul¬ 
phuric acid in the cold, and the sulphuric acid solution gradually dropped into a 
well-coded mixture of nitric and sulphuric acids. The nitro-compounds are thrown 
out by dilution with water, washed, and hydrolysed by boiling with caustic soda 
solution. Nifcraniline (para) can then be separated from the nifcroahloranilines, 
which ere not basic, by means of warm dilute hydrochloric add, and after precipi- 
t*tun& is identified by its melting point and other properties* 
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1879, 356; Jour. Ghem. Soc. Ind ., 1882, 255 ; Bindschedler, Per., 1880, 
207; Nietzki, Per., 1883, 464; Nolting and Collin, Per., 1884, 267; 
Schweitzer, Per., 1886, 150), passing into red on boiling. In order to 
apply this test, the hydrochloric or acetic acid solution of the nitro- 
amines is treated with zinc-dnst till complete reduction has taken 
place; ammonium carbonate is then added and the solution boiled 
and filtered. The filtrate is slightly acidified with acetic acid, 
and potassium chromate solution added, when the blue colour is 
immediately developed if both modifications are present, and on boiling 
the colour changes to red. This method is far more rapid and 
satisfactory than that of fractional crystallisation of the mixed nitro- 
ainines. In the case of meta- and para-nitrauilines, for example, it was 
found by experiments on mixtures of these two isomerides, that with 
certain proportions an easily fusible compound is formed which is oily 
under boiling water, and which caused some trouble during our first 
examination of the basic products of decomposition of the present 
dinitrodiazoamido-compound. Owing to this tendency to form a 
compound, it is most difficult to separate pure paranitraniline from the 
mixture by fractional crystallisation from water, and this difficulty is 
greatly increased when, as in the present case, only a small quantity 
of the mixed nitro-amines is available for examination. 


Ethyl-derivative. 


This compound was prepared by digesting the potassium salt of the 
dinitrodiazoamido-compound dissolved in alcohol with the theoretical 
quantity of ethyl iodide, according to the method described in our 
previous paper (Trans., 1886, 630). Ethylation takes place very 
readily, and the ethyl-derivative, after crystallisation from alcohol, was 
obtained in the form of small yellow needles melting at 148° and at 
the same time frothing up and decomposing. The following are the 
results of analysis:— 


L 0T453 gram gave 0*2836 gram CO a and 0*0564 gram OH 2 . 

II. 0*0940 gram burnt in a vacuum with OuO gave 18*9 c.c. N at 
18*5° and 735*2 mm. bar. 

Pound. 

Calculated for ,-*-^ 

NOyC 8 H 4 *N2*N (CaHJCeH^NOa. I. II. 


0 . 53 33 53*22 — 

H. 4*12 4*31 — 

TS . 22*22 — 22*39 


The substance resembles its isomeride (Trans., 1886, 630) in 
appearance and general properties. When heated in a sealed tube in 
a water-bath for three to four hours with excess of strong hydrochloric 
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acid, it decomposes into nitrogen and a tarry substance, whilst basic 
compounds remain in the acid solution. The tarry matter, like that 
obtained by the decomposition of the original substance, furnished an 
oily mixture of meta- and para-nitrochlorobenzenes on steam distillation. 
The acid solution contained a mixture of ethylmeta- and ethylpara- 
nitraniline. The presence of these two modifications was shown by 
rednction to the corresponding efchyldiamines; the solution on mere 
exposure to the air becoming rapidly blue, and giving a deep-blue 
precipitate immediately on the addition of potassium chromate, this 
colour changing into red on boiling. A solution of the mixed ethyl- 
diamines prepared for comparison possessed all the foregoing 
properties. With respect to the constitution of the ethyl-derivative, 
we shall have some remarks to make further on in this paper. 


II. Experiments on the Decomposition of the Diazubenzene Chlorides by 
Hydrochloric Acid . 

The results obtained on the decomposition of the compound which, 
from its mode of formation, might be supposed to have the formula— 

N0 2 

<( )aro b 

although in perfect accordance with the results obtained in similar 
reactions by other investigators (Griess, Ber., 1874, 1619; N Siting 
and Binder, Bull. Soc . Chim 42, 336), are opposed to the idea that 
the action of hydrochloric acid is of such a simple characTer as might 
appear at first sight. The fact that mixtures of para- and meta-nitro- 
chlorobenzene andoE meta- and para-nitrauilines are obtained certainly 
points to the conclusion that intramolecular change occurs in the 
—^V^TH— group, since the simplest mode of decomposition imagin¬ 
able leads to the supposition that the chief products of decomposition 
would he metanitrochiorobenzene and paranitraniline, or, if isomeric 
transformation is supposed to take place, metanitraniline and para- 
nitrochlorobeuzeue. It appeared of interest therefore at thi« stage of 
the work to study the action of hydrochloric acid on the diazotised 
nitranilines, per se, and in presence of similar and diggi-mila i* nitr- 
anilines. 

1. Paranitraniline was diazotised in the usual way and heated in a 
sealed tube in a water-bath with excess of strong hydrochloric acid in 
the presence of an equal weight of parauitrauiline. The products of 
decomposition were nitrogen and paraniferochlorobenzene. 

2. Metanitraniline similarly diazotised and heated in the presence 
of metam tr auil me gave metanitrochlorobenzene. 
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3. Metanitraniline diazotised and heated with hydrochloric acid in 
the presence of an equal weight of paranitraniline, gave a mixture of 
meta- and paranitrochlorobenzenes and of meta- and para-nitranilines. 

4. Paranitraniline diazotised and decomposed in the presence of 
metanitraniline gave the same products as in the last experiment. 

It must be observed that in these experiments the heating of the 
tubes was commenced as soon as possible after the nitranilines had 
been diazotised and their solutions mixed, an excess of strong hydro¬ 
chloric acid being always present, so that the diazoamido-compounds 
did not in any case separate out. The products of decomposition 
were, however, precisely the same as those obtained from the cor¬ 
responding diazoamido-compounds, so that these compounds are 
actually formed as the first stage in the series of reactions which 
take place in the sealed tubes, or conversely, the diazoamido-compounds 
are first resolved into their constituents by the acid, and these pro¬ 
ducts of decomposition then react in some manner, at present inex¬ 
plicable. 


III. Metadinitrodiazoamidobenzene. 

This compound, first obtained by Griess (Annalen^ 121, 272), was 
prepared by acting with 1 mol. of NaNO* upon 2 mols. of meta- 
nitraniline in dilute hydrochloric acid solution. The substance 
separates out as a yellowish-white flocculent precipitate which, after 
being collected, washed, and crystallised from alcohol, was obtained 
in the form of straw-coloured needles melting at 194° (195*5° Griess) 
without decomposition. 

I. 0*1066 gram burnt in a vacuum with OuO gave 22*9 c.c. H at 
17*5° and 746*7 mm. bar. 

II. 0*0889 gram burnt in a vacuum with OuO gave 19 c.c. N at 
16*5° and 747*4 mm. bar. 

Found. 

Calculated for t - K -* 

N0 3 -C 6 H4‘N s *NH'C 6 H4-3Sr0 3 . I. H. 

N*. 24*39 24*42 24*43 

This compound differs from the dipara- and unsymmetrical iso- 
merides in being far less acid in character. It is quite insoluble in 
hot aqueous alkalis, but dissolves in alcoholic potash and soda with 
an orange-brown colour; the potassium salt separates out from the 
solution in alcoholic potash, on oooling, in the form of brown glistening 
crystals. The constitutional formula of the compound is most pro¬ 
bably 

NO* NO* 

<( )n 3 -kh<( )>■ 
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According to its mode of preparation, this compound might have 
been expected to be identical with that described by Hallmann (Ber., 
1876, 3*20), but this is certainly not the case. This author states that 
bis substance melts at 175—176° with decomposition, that it dissolves 
but sparingly in alcohol, and that it is insol able in acetic acid, &c. 
He further states that the substance is not decomposed by heating 
with hydrochloric acid, even at 130°, in a sealed tube, and that it 
possesses none of the characters of a diazo-compound. Our substance, 
besides differing in its melting point, is fairly soluble in alcohol, and 
readily soluble in acetic acid ; it is, moreover, easily decomposable by 
hydrochloric acid, even at ordinary atmospheric pressure, on heating 
with strong acid, and more completely at 100° in a sealed tnbe. The 
products of decomposition are metanitrochlorobenzene and meta- 
nitraniline; no phenolic substance appears to be formed. Hallmann 
obtained his compound as a residue formed during the diazotising of 
metanitraniline in a dilute nitric acid solution, and in order to see 
whether the use of nitric instead of hydrochloric acid would influence 
the nature of the product we repeated the experiment with this varia¬ 
tion, but the only result was a smaller yield of the same product as 
that obtained in our first experiment. By working in an alcoholic 
solution as recommended by Hallmann, we have obtained a small 
quantity of a reddish-brown substance, melting at 175—176°, and 
agreeing in its properties with the compound described by that 
author. This, as he suggests, is most probably an amidoazo-compound, 
and we hope to be able to resume its examination on a future occa¬ 
sion. 

Metadinitrodiazoethylamidobenzene, N (VCaHi'NVN(C 2 H 5 ) 'CbH/N O 2 

(i) (3) V (sP* (i) 

This compound was prepared from the foregoing by the action of 
ethyl iodide on the potassium salt, according to the method already 
described. After crystallisation from alcohol, it forms small opaque 
whitish-yellow needles, melting at 119°. 

01435 gram gave 0*2809 gram C0 2 and 0*0508 gram OH*. 

Calculated. Found. 


C.. 5333 53*38 

H. 4*12 3*93 


This ethyl-derivative on decomposition by hydrochloric acid, gives 
ethylmetanitraniline and metanitrochlorobenzene.* The former com- 

* This decomposition can he effected at ordinary pressure by amply boiling with 
strong hydrochloric acid m a flask, and furnishes a ready method of preparing pure 
ethylmetanitramlme. 
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pound was identified by its melting point (59—60°), and by conver¬ 
sion into its nitrosamine (m. p. 47°). Both these compounds have 
been recently prepared by Nolting and Strieker (Ber. 9 1886, 546). 

IV. The Identity of Mixed Diazoamido-compounds. 

Since the original discovery by Griess of the interesting fact that 
the compound formed by combining diazotised bromaniline with 
aniline is identical with that obtained by combining diazotised 
aniline with bromaniline ( Ber ., 1874, 1619), it has been generally 
admitted that mixed diazoamido-compounds of the type X*No*NH>Y 
are identical, whether X or T be diazotised first. In addition to the 
instance quoted, Griess also gives the following:—The diazoamido- 
compound formed by the action of diazobenzene on toluidine is 
identical with that formed by the action of diazotoluene on aniline; 
the compound formed by the action of diazobenzene on amidobenzoic 
acid is identical with that formed by the action of diazobenzoic acid 
on aniline. The identity of these compounds is shown not only by 
their similarity in physical properties, but also by their giving the 
same products on decomposition, and Sarauw has shown that they 
give similar products on treatment with phosgene (Ber., 1881, 2442). 
Additional confirmation of these results is given by Nolting and 
Binder (Bull. Soc. Ohim ., 1884,42, 336). Whether a similar identity 
exists among the secondary diazoamido-compounds obtained by com¬ 
bining tetrazo-salts with amines, and the converse, has not yet been 
established. 

In accordance with the foregoing statements, it might have been 
anticipated that the compound obtained by acting on metanitraniline 
with paranitrodiazobenzene chloride would be identical with that 
obtained by combining metanitrodiazobenzene chloride with para- 
nitraniline, ?.e., with the compound described in the previous portion 
of this paper. This anticipation has been confirmed by experiment. 
On mixing a solution of diazotised paranitraniline with a dilute solution 
of metanitraniline hydrochloride, a copious yellow precipitate slowly 
separates, and this, after purification, forms yellow needles melting at 
211°, and giving on decomposition with hydrochloric acid a mixture 
of meta- and para-nitrochlorbenzenes, and of meta- and para-nitrani- 
Knes. Its ethyl-derivative melts at 148°, and gives, on decomposition 
with hydrochloric acid, a mixture of the two nitroclilorobenzenes and 
the two ethylnitranilines, thus fully establishing the identity of this 
compound with that previously described. 

According to the mode of formation of these compounds, two 
formulas are possible, viz. 
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NO, 

L 

NO s 

n. no^ ys 3 ?m<( y 

Isomeric transformation must thus occur in one or the other 
method of preparation, and the decision between the two formulae 
would therefore lead to the important conclusion as to which nucleus 
the N 2 -group became finally attached. To throw further light on 
this point we have studied the action of the diazotlsed nitranilines on 
the e thy Ini tramlines. 

( 1 .) Action of Diacoti^ed Metamtraniline on Uthylparanitraniline .— 
Aletanitraniline (1 mol.) was diazotised in the usual way, and the 
solution mixed with the necessary quantity of ethylparanitramline* 
dissolved in dilute hydrochloric acid. After standing for about 
14 hours, a copious yellow precipitate had formed; this was collected, 
washed with water till free from acid, and then the water displaced 
by alcohol. After crystallisation from boiling alcohol, in which the 
substance is very sparingly soluble, it was obtained in the form of 
yellow needles, melting at 174—175°. 

0*1954 gram gave 0*3824 gram C0 3 and 1*0770 gram OH 2 . 

Calculated for 

N0 r C 8 H 4 .N 2 -N(C>H 8 ).C 6 H 4 .N0 2 . Found. 


C . 53*33 53-37 

H. 412 4-37 


This compound is accordingly isomeric with that of melting point 
148° described in the previous part of this paper. Its constitutional 
formula is in all probability 

NO a 

this formula corresponding with that of the ethyl-derivative of No. L 
When heated in a sealed tube in a water-bath with strong hydro¬ 
chloric acid, this substance decomposes, with the formation of ethyl- 

* The ethylparanifcranilme employed m these experiments was obtained by the 
decomposition of the ethyl derivative of pamdimtrodmzoamidobenzene by hydro¬ 
chloric and. It was purified by conversion into its nitrosamme, and the lat ter, 
after crystallisation from alcohol, was decomposed by cohobation with hydrochloric 
acid and alcohol. Efchylmetamtranilme was prepared m a similar way from meta- 
dmitro-diazoethylamidobenzene. 
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paramtraniline and metanitrochlorobenzene, thus differing from its 
isomeride of melting point 148°, which under these circumstances 
gives a mixture of the two nitrochlorobenzenes and the two ethyl- 
nitranilines. On complete reduction and oxidation, it gives the intense 
blue colour characteristic of tbe “ melamines.’ 5 

(2.) Action of Diazotised Paranitraniline on Ethylparanitraniline .— 
On m ixing the solutions in tbe usual way, a balky yellow precipitate 
separated, which, after crystallisation from alcohol, was obtained in 
the form of small yellow needles melting at 192°, and identical with 
the paranitrodiazoethylamidobenzene described in our previous paper 
(Trans., 1886, 630). 

(3.) Action of Diazotised Paranitraniline on Ethylmetaniiraniline .— 
The yellow precipitate formed on allowing the mixed solutions to 
stand was purified by crystallisation from alcohol, in which it dissolves 
but sparingly, and then formed orange-yellow needles, melting at 
187°. The appearance and properties of this substance show that it is 
probably an amidoazo-compound, possibly having the formula 

(i) (*> (3) w 

Under no conditions have we been as yet able to obtain a diazoethyl- 
amido-compound by the action of diazotised paranitraniline upon 
ethylmetanitraniline. The crude precipitate is always contaminated 
with a certain quantity of paradinitrodiazoamidobenzene, which can 
be dissolved out by treatment with alcoholic potash, and the compound 
thus left, after being crystallised from alcohol, is quite different in 
appearance from any of the diazoethylamido-derivatives which we 
have prepared. The distinct tinctorial properties of this substance, 
taken in conjunction with the fact that its melting point is considerably 
higher than that of the unsymmetrical compound 

N0 2 -C 6 H 4 -K s *N(C 2 H 6 )*C 6 H 4 -br0 2 , 

(i) (3) (4) 0) 

obtained in the foregoing experiment (1), make it extremely probable 
that we have here a true amidoazo-compound, and we propose to 
submit this substance to further investigation. 

(4.) Action of Diazotised Metanitraniline upon Ethylmetanitraniline. 
—The solutions were mixed as before, and gave on standing an 
ochreous resinous-looking deposit, which, after washing with water 
and crystallisation from alcohol, presented the appearance of small 
opaque whitish-yellow needles melting at 119°, and thus identical 
with the compound already described as being obtained by the direct 
ethylation of metadinitrodiazoamidobenzene. 
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The precise significance of these experiments will be considered 
subsequently'. It may be here remarked, with reference to the product 
obtained in Experiment 3, that the ethylnitraniline (meta) having the 
para-position with respect to the KH/CoHs-gronp open, offers every 
facility for the formation of an amidoazo-compound. We have made 
some preliminary experiments with this substance in order to see in 
what respects it differs from its isomeride of m. p. 174—175°, 
obtained by the action of diazotised metanitraniline on ethylpara- 
nitraniline, and we find that on complete reduction and oxidation, it 
gives a violet colour very distinct from the pure blue of the “ ind- 
amine” reaction, as given by the reduction and oxidation of the other 
ethyl-derivatives. This colour may arise from the oxidation of a 
mixture of paradiamidobenzene and ethyltriamidobenzene, but this 
point will require further investigation. The substance is readily decom¬ 
posed by acids, but we have not as yet examined the products. If 
further examination should confirm the view that the substance is an 
amidoazo-componnd, it will have to be classed with the /3-naphthyl- 
amine azo-derivatives described by one of us (Trans., 1883, 430, and 
Trans., 1884, 116), which, according to Lawson ( Ber ., 1885, 796), 
behave like diazo-compounds when decomposed by acids. 

V. Benzyl-derivatives. 

In order to test the wider applicability of the method described in 
our previous paper, we have extended our experiments by preparing 
the benzyl-derivatives of the foregoing diazoamido-compounds. These 
derivatives are readily formed by boiling the alcoholic solution of the 
potassium salts with the necessary quantity of benzyl chloride, the 
only precaution necessary being that the alcoholic solution should not 
be too dilute, otherwise some of the benzyl chloride is directly decom¬ 
posed by the alkali, and the yield of benzyl-derivative is cor¬ 
respondingly diminished. The benzylation is generally complete in 
from two to three hours. 

(1.) Paradinitrodiazobemylamidobenzene, formed by the benzylation 
of the paradinitrodiazoamido-compound, crystallises from alcohol, in 
which it is but sparingly soluble, in minute yellow needles melting at 
187°. The substance dissolves very readily in benzene, and a specimen 
crystallised from this solvent had a melting point of 190°. 

0*0675 gram burnt in a vacuum with CuO gave 10*8 c.c. K at 14*7° 
and 764*3 mm. bar. 

Calculated for 

N0,.C 6 H 4 .N/N(C 7 H 7 )-C 6 H 4 *N0 2 . Found¬ 
er . 18*57 18*87 

On heating with strong hydrochloric acid in a sealed tube in a 
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water-bath for 3— is hours, decomposition takes place in the samo 
maimer as with the ethyl-derivative. The contents of the tube con¬ 
sisted of a clear solution containing silvery laminated crystals and a 
reddish resinous mass. The crystals consisted of the hydrochloride 
of benzylparanitraniline, but the greater portion of this substance 
remained in the insoluble resin, owing to its feebly basic properties. 
On submitting this resin to steam distillation, paranitroclilorobenzene 
passed over and the benzylnitraniline was extracted from the residue 
by warm acetic acid (equal parts glacial acid and water), and crys¬ 
tallised out as the solution cooled. 

Benzylparanitraniline , lSrO/C b H 4 \^H*C 7 H 7 =1:4, after purification 
by crystallisation from dilute alcohol, forms golden-yellow scales, 
readily soluble in alcohol and benzene, and melting at 142—143°. It 
is but very feebly basic, and does not form a platinockloride. The 
nitrosamine was obtained by adding the necessary quantity of sodium 
nitrite to the solution of the substance in alcohol and dilute hydro¬ 
chloric acid. On dilution with water, a whitish flocculent precipitate 
is thrown out, which, after being collected and washed with water, 
was crystallised from dilute alcohol and then from dilute acetic acid. 
It forms flat, straw-coloured needles, with a silvery lustre readily 
soluble in cold alcohol and benzene, and melting at 107*5°. 

0*0994 gram burnt in a vacuum with CuO gave 14*1 c.c. IT at 16*5° 
and 752*2 mm. bar. 


Calculated for 

NO 2 .C ft H 4 .N(NO)0 7 H 7 . Pound. 

H . 16 34 16*32 

(2.) Metadinitrodiasdbenzylamidobenzene .—This substance, obtained 
from the corresponding diazoamido-compound, crystallises from its 
alcoholic solution in pale-yellow needles, which glisten in the mother- 
liquor with brilliant prismatic colours. It is more soluble in alcohol 
than the preceding isomeride, and, like the latter, dissolves readily in 
benzene; its melting point is 142°. 

0*1659 gram gave 0*3680 gram CO* and 0*0620 gram OH 2 . 

Calculated for 

}Sr0 2 .C 6 H 4 -]Sr 2 *3S'(C 7 H 7 )*C 6 H4.2fO> Found. 


C. 60*48 60*49 

H . 3*97 4*15 


On decomposition with hydrochloric acid, it gives metanitro- 
chlorobenzene and benzylmdanitraniline, The latter is more basic 
than the corresponding para-compound, and can be dissolved out 
from the contents of the tube by warm hydrochloric acid, the hydro¬ 
chloride separating on cooling in the form of large silvery scales. 

VOIr. LI. I 
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Tie free base, when allowed to crystallise slowly from dilute alcohol, 
forms magnificent golden-yellow laminae melting at 107°. 

O'1280 gram gave 0*3182 gram CO^ and 0*0610 gram OH 2 . 

Calculated for 

N0 2 -C 6 H 4 *NH-C 7 H 7 . Found. 


0. 68*42 67*79* 

H. 5*26 5*29 


The nitrosamine , N(VCeBU'N'(NO) C 7 H 7 = 1:3, is readily formed 
on adding sodium nitrite to the solution of the substance in acetic 
acid, and separates out on dilution with water as a viscid oil, which 
does not solidify on long standing. 

(3.) Benzyl-derivative of the Unsymmetrical Dinitrodiaozamido-com - 
jponnd. —In confirmation of the results obtained by the action of ethyl 
iodide, we have found on careful comparison that the benzyl-deri¬ 
vative of the compound resulting from the action of diazotised meta- 
nitraniline on paranitraniline is identical with the benzyl-derivative 
of the compound obtained by acting on metanitraniline with diazotised 
paranitraniline. The substance is almost insoluble in alcohol, but 
dissolves readily in benzene. After several crystallisations from this 
last solvent, it forms microscopic yellow needles melting at 180°. 

0*2067 gram burnt in a vacuum with CuO gave 32*8 c.c. N at 14° 
and 748*5° mm. bar. 


N. 


Calculated for 

N0 2 -C 6 H 4 .N r N(C 7 H 7 )-C 6 H 4 .N0 > 
.. 18*57 


Found. 

18*38 


On decomposition by heating with hydrochloric acid, it gives a 
mixture of benzylpara- and benzylmetanitraniliue and the two cor¬ 
responding nitrochlorobenzenes. The mixed benzylnitranilines readily 
give the “indamine” reaction on reduction and oxidation. 

(4.) Action of Diazotised Metanitraniline on Benz yip aranitr aniline .—* 
In order to see whether this compound would be isomeric with the 
benzyl-derivative referred to in the last experiment, as might have 
been expected from the previous results with the ethyl-derivatives, 
diazotised metanitraniline was mixed with an alcoholic solution of 
benzylparanitraniline containing hydrochloric acid. The results were, 
however, somewhat unsatisfactory, doubtless owing to the circum¬ 
stance that the feebly basic properties of the benzylparanitraniline 
mate it necessary to nse alcohol as a solvent. The product of the 
reaction is extremely small and very impure, smelling strongly 69 
nitrochlorobenzene, and probably containing some of Hallman’s ctcBq 

* The low carbon is probably due to the highly electrical properties of tjfcp 
stance, which reader it extremely difficult to weigh out without loss. r 


be sub- 
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pound. After being collected and washed with water, it was extracted 
several times with hot alcohol, and the residue repeatedly crystallised 
from benzene. The final product consisted of a very small quantity 
of a substance crystallising in minute yellowish-white opaque needles, 
mixed with larger ochreous crystals. The melting point was 185°, 
further purification being prevented by the small quantity of material 
at our disposal. 

YL Summary of Results and Theoretical Considerations . 

Although at this stage of the investigations it would be premature 
to attempt to generalise too widely, it nevertheless seems desirable to 
consider the theoretical bearings of the present experiments, if only 
for the purpose of putting the facts in a distinct light, so as to clear 
the ground for the future extension of our researches. The identity 
of the unsymmetrical compound obtained by the action of diazotised 
metanitraniline on paranitraniline with that resulting from the action 
of diazotised paranitraniline on metraniline can only be brought about 
by the transference of the N a -group to the position occupied by the 
Nil-group in one or the other method of formation. The ethyl- 
derivatives obtained in the course of the present investigation enable 
us to conclude with some degree of probability that the transference of 
the Na -grmvp is to the para-position. This follows from the fact that 
the ethyl-derivative of m. p. 174—175°, obtained by the action of 
diazotised metanitraniline on ethylparanitraniline, is isomeric, and not 
identical with the ethyl-derivative (m. p. 148°) of the unsymmetrical 
compound prepared by direct ethylation. If, as the appearance and 
properties of the substance indicate, this 174—175° m.p. ethyl-deriva¬ 
tive is a true diazoamido-compound, its formula must be— 

N0 3 

QwwQifo, 

that is to say, it must be an ethyl-derivative of the unknown com¬ 
pound— 

N0 2 

<( )>NO a 

and the unsymmetrical compound of m. p. 211° (ethyl-derivative 
148°) must therefore have the constitution expressed by the 
formula— 

NO, 

<( y so* 

i 2 
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From this it follows that when metardtraniline is diazotised and com - 
lined with paranitraniline , the ISj-group becomes transferred to the para- 
mtraniiine half of tlxe molecule.* The one piece of evidence necessary 
for the direct confirmation of the foregoing conclusion would he the 
formation of the unsymmetrical ethyl-derivative (m. p. 148°) of which 
the formula is most probably— 

N0 2 

y 8 .N(0 3 H,)/ )> 

from diazotised paranitraniline and ethylmetanitraniline, but, as 
already explained, the reaction apparently takes another course in this 
case, and leads to the production of what seems to be an amidoazo- 
compound. 

With respect to the transference of the N 3 -group to the para- 
position, we may here point out that evidence of a sim ilar nature is to 
be found in a paper by Nolting and Binder (Bull. Soc . Ghim 42, 336), 
although these authors do not state explicitly the inference which may 
be legitimately drawn from their experiments. Thus, the diazoamido- 
eompound obtained by the action of diazotised aniline on para- 
toluidine is identical with that resulting from the action of diazotised 
paratoluidine on aniline, as already pointed out by Griess. When de¬ 
composed by bromine, this compound splits up into paradiazotoluene 
bromide and tribromaniline, from which the authors conclude that it 
has the constitution— 


<D (4) 

When aniline is diazotised and combined with paratoluidine, it 
appears, therefore, that a similar transference of the Nrgroup takes 
place. 

The migration of the No-group can perhaps he best explained by 
adopting the suggestion of Victor Meyer (Ber., 1881, 2447) that an 
intermediate compound is first formed.f According to this view, the 
changes which occur when a solution of metanitrodiazobenzene 
chloride is added to a solution of paranitraniline would be thus repre¬ 
sented— 

* This conclusion is opposed to that arrived at by Sarauw (Ber., 1882, 46), who 
states that the NH-group becomes attached to the more negative radicle. If this 
statement held good generally, it might have been expected that the NH-group m 
the present compound would have been attached to the paranitraniline of the 
molecule. 

"1 The formation of unstable additive compounds of the benzene-azonaphthols 
with hydrogen chloride and hydrogen bromide has been observed by Liebermannj 
Ner., 1883, 2861. 
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First stage.... 


N0 * h a i 

Qm-jQko, 


no. 


h *a h 


Second stage... / ^>N—N—N / 


Third stage.... 


no 3 h 

<Z>*- I,=1 '< 


The latter compound, when heated with strong hydrochloric acid, 
gives a mixture of the two nitranilines and the two nitrochloroben- 
zenes, so that at a high temperature it must be supposed that the 
intermediate compound is again formed, and that tliis splits up in two 
ways— 

_ H ca E ( 

I. ^>N—N—n{ _^>50, 

y °* H 01 H 

n. 

The first mode of decomposition would give a diazoamido-compound, 
which on decomposition by hydrogen chloride would give paranitro- 
ehlorobenzene and metaniiraniline, and the second mode of decom¬ 
position would similarly lead to the production of metanitrochloro- 
benzene and paranitraniline. It is not at all improbable that both 
these reactions go on simultaneously in a sealed tube at 100°. The 
mixed products obtained by the decomposition of the ethyl- and 
benzyl-derivatives of the above compound can be accounted for in a 
similar manner— 

NO - c 3 ir 5 ci h 
■if— n—nS 

CjH* Cl. H 

II. Qk- K— ^ >3S T 0» 

In the second mode of decomposition, however, the ethyl chloride is 
not actnally set free, but at the moment of decomposition exchanges 
C 2 H 5 for the hydrogen of the NTH-group. On the other hand, when 
the ethyl-group is already iu the more stable para-position, as is the 
case with the compound of m. p. 174—175°— 
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N ° 2 'H_C1 C 2 H ? _ 

^ )N—N—N< 

the decomposition m us t be considered to take place in tbe above more 
simple manner, tbe products being, as we have shown, simply ethyl- 
paranitraniline and metanitrochlorbenzene. 

We propose to test these views by further experimental investiga¬ 
tion, and hope soon to be able to resume the study of the supposed 
amidoazo-compound obtained by the action of paranitrodiazobenzene 
chloride on ethylmetanitraniline, this compound offering many points 
of special interest in connection with the present researches. 

In concluding, we have to express our thanks to our students 
Messrs. H. T. Pentermann and W. P. Dreaper, who have materially 
assisted us by making many of the foregoing analyses. 


XVII .—On the Distribution of the Nitrifying Orgamsm in the Soil . 

By R. Waedjgton. 

In a previous communication to the Society (Trans., 1884, 645), an 
account was given of some experiments made at Robhamsted in 1883 
and 1884, to ascertain to what depth the presence of the nitrifying 
organism could be detected in the soil. The trials were confined to 
one field on the farm (Agdell), having a stiff clay subsoil. Portions 
of the soil were removed, with suitable precautions, from the side of 
a pit, and placed in sterilised solutions of diluted urine (4 c.c. per 
litre), containing a little calcinm carbonate. The subsequent occur¬ 
rence oi nitrification in a solution was taken as proof that the soil 
introduced contained the nitrifying organism. Working in this way, 
it was concluded from three series of experiments, embracing 28 trials, 
M that in our clay soils the nitrifying organism is not uniformly dis¬ 
tributed much below 9 inches from the surface. On much slighter 
grounds, it may perhaps be assumed that the organism is sparsely 
distributed down to 18 inches, or possibly somewhat further. At 
depths from 2 feet to 8 feet, there is no trustworthy evidence to show 
that the clay contains the nitrifying organism. It is however pro¬ 
bable that the organism may occur in the natural channels which 
penetrate the subsoil at a greater depth than in the solid clay. In the 
case of sandy soils, we may probably assume that the organism will be 
found at a lower depth than in clay.” 
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A further investigation of the subject has now been made. The 
new trials were carried out in the years 1885 and 1886. Besides the 
soil of the field with a clay subsoil, already experimented on, the soil 
of another field (Great Hoos), having a loamy subsoil, was also in¬ 
vestigated. In all, six series of experiments, including 69 trials, have 
been made. The method employed was the same as that made use of 
in the earlier experiments, and described in the former communication, 
with the exception that now more soil (about O'2 gram) was introduced 
into the trial solutions, and these solutions contained gypsum 
(0‘1 gram per litre), in addition to the urine and calcium carbonate 
previously employed. The gypsum was added in consequence of the 
results obtained in another investigation (Trans., 1885, 758), showing 
that the presence of gypsum greatly facilitates the process of nitrifi¬ 
cation in the case of urine solutions. The solutions to which soil had 
been added were kept in a dark cupboard, the temperature being that 
of the air. 

The first experiments to be noticed were made with soils obtained 
from Great Hoos Field, in which pits were dug for soil-sampling in 
July and August, 1885. In this field there is no sharp boundary 
between the surface soil and subsoil; the latter is loamy, and occa¬ 
sionally sandy. The previous summer had been dry; the soils were 
therefore dry, and towards the surface were found to be considerably 
disintegrated. 

Fallow Soil, Hoos Field, sampled August 1,1885.—This soil belonged 
to a plot of alternate wheat and fallow ; it was in 1885 without a crop. 
The depths from which the soil was taken are shown in a subsequent 
table. Worm-holes were found to extend 2 feet from the surface. The 
subsoil at 2 and 3 feet was clayey, but that from 4, 6, and 8 feet was 
sandy. 

White Glover Soil, Hoos Field, sampled August 4, 1885.—This plot 
had grown white clover, manured with ash constituents only, for 
several years. The roots of the clover were found to extend 3 feet 
from the surface. The soil near the surface was very dry. The sub¬ 
soil consisted of clay and sand very irregularly distributed. 

Bokhara Clover Soil, Hoos Field, sampled August 4, 1885.—On this 
plot, Bokhara clover had been grown for several years, and manured as 
the preceding plot. Only two samples of soil were taken; both were 
from an invasion of hard chalk, interspersed with a little brown loam, 
from a depth of about 7 feet from the surface. 

Lucerne Soil , Hoos Field, sampled August 14,1885.—This plot had a 
similar history to that of the two preceding. The soil was very dry, 
and towards the surface much disintegrated; the surface soil was full 
of cavities, and that at 16 inches very crumbly and porous. Worm- 
holes containing living worms extended 4 feet from the surface. 
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The roots of the lucerne were seen at 6 feet from the surface, but 
they did not penetrate the chalk. Chalk occurred at 6 feet from 
the surface. Both the samples of soil at 8 feet from the surface were 
from chalk. All the samples taken, down to the chalk, were selected 
from places in the immediate neighbourhood of lucerne roots. 

It is to be noted that a strong breeze was blowing on the day when 
these samples were taken; and the surface soil being very dry, there 
was danger of soil-dust entering the sterilised solutions when the 
bottles con taini ng them were opened for the introduction of the soil. 
A screen was erected to afford shelter from the wind; but it is impos¬ 
sible to say that the protection from dust was complete. 

The urine solutions to which the samples of soil had been added 
were examined from time to time with diphenylamine, to ascertain if 
nitrification had commenced: the results of the examinations are 
shown in the following tables. Solutions in which the nitric acid 
found was “considerable,” were not generally further examined. 
Samples of soil marked M C ” were chalk. 


Nitric or Nitrons Acid produced in Dilute JJrine with Gypsum , seeded 
with Soil (Hoos Field, Fallow Flot) from variotts depths on August 
1st, 1885. 


Depth from which soil 
was taken. 

August 24th 
(23 days). 

i 

September 22nd 
(52 days). 

March 29th 
(240 days) 

9 inches.. 

distinct 

large 

_ n 

16 „ 

w. 

none 

considerable 

— 

»* 

(6) . 


considerable 

— 

2 feet 

(») . 

17 

considerable 

— 

n 

(i) . 

77 

considerable 

— 

3 feet 


•1 

none 

large 


{i>) . 

11 

77 

none 

4 feet 

«) . 

7* 

m ’> 

»i 

Jl 

(i) . 

7* 

considerable 


6 feet 

. 

ij 

none 

none 

» 

w. 


77 

77 

8 feet 

M .. 

11 

77 

77 

.. 

(b) . 

. 




The results yielded by these experiments were in several respects 
distinctly different from those formerly obtained. The process of 
nitrification was far more speedy in most of the cases in which it 
occurred. Soil obtained from very considerable depths was also in 
many instances fonnd capable of starting nitrification. Soil from the 
fallow plot was effective without exception down to 2 feet from the 
surface, and one sample from 3 feet, and one from 4 feet also produced 
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Nitric or Nitrous Acid 'produced in Dilute Urine with Gypsum , seeded 
with Soil (Hoos Field , White Glover Plot) from various depths , 
August 4&h, 1885. 


Depth, from which soil 
was taken. 

August 24th 
(20 days). 

September 22nd 
(49 days). 

March 29th 
(237 days). 

9 inches. 

16 „ (a). 

„ (*). 

2 feet (a) . 

(h\ . . 

moderate 

none 

” 

consideiable 

considerable 

considerable 

trace 

large 

3 feet 



considerable 

\“/ .. 

(h\ . 


none 

large 

distinct 

39 

4 feet 



(6) . 

99 


none 

6 feet 

. .. 

t a ) .. 

99 


(b) . 

99 

considerable 

99 

8 feet 



none 

none 

ffl . 

” 

» 

" •* *. 


99 

9* 


Nitric or Nitrous Acid produced in Dilute Urine with Gypsum, seeded 
with Soil (Hoos Field, Bokhara Clover Plot), August 4 th 1885. 


Depth from which soil 
was taken. 

September 23rd 
(50 days). 

March 29th 
(237 days). 

7 feet (a) C .. 

none 

39 

none 

39 

„ (b) C . 



nitrification. Soil from the white clover plot was effective without 
exception down to 3 feet, and one sample from 4 feet, and one from 
6 feet also proved effective. Soil from the lucerne plot (Table, p. 122) 
was still more efficacious, all samples down to 4 feet producing nitri¬ 
fication, and one at 6 feet exhibiting the same property. 

It seemed doubtful whether the unexpected exhibition of nitrifying 
power by these subsoils was due to the more favourable character of 
the solutions in which they were placed, or whether the results were 
simply the result of contamination of the solutions by soil-dust when 
the bottles were opened in the field, the surrounding soil having been 
throughout the taking of the samples unusually dry, and a brisk 
breeze at times blowing. It was resolved therefore to repeat the 
experiments under more favourable conditions of weather. 

In the spring of 1886, further trials were made, both with the soil 
of Agdell field, and with that of Great Hoos field. The solutions into 
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Nitric or Nitrous Acid ‘produced in Dilute Urine with Gypsum , seeded 
with Soil (JHoos Fields Lucerne Plot ) from various depths , August 
Uth, 1885. 


Depth from which soil 
was taken. 

September 22nd 
(39 days). 

March 25th 
(228 days). 

9 inches ... . 

considerable 

___ 

16 „ (») . 

none 

large 

„ (i) . 

considerable 

— 

» («). 

distinct 

large 

2 feet (a) . 

none 

large 

„ f> . 

» 

large 

„ (c) ... 

considerable 

— 

8 feet (a) . 

| considerable 

— 

„ (i) . 

none 

large 

3 (c) ., 

» 

large 

4 feet (a) ..... 

» 

large 

.. (»). 

» 

large 

w . 

39 

large 

6 feet (a) . 

considerable 

— 

„ (WO . 

8 feet (a) 0 . 

none 

n 

none 

„ (6) 0 . 

a 

39 


which the soil was introduced consisted, as in the experiments of the 
preceding year, of dilute urine with gypsum. 

Bed Clover Soil 9 Agdell Field , sampled April 16, 1886.—The pit was 
dug in the unexpeximental portion at the south end* of the field. 
Red clover had been sown the previous year, and had not yet borne 
a crop; there was a fair plant. Roots were not observed below 27 
inches. The surface soil was 6 to 8 inches deep, and was sharply 
divided from the subsoil. This subsoil consisted generally of a rather 
loamy clay. The samples were taken in the intervals of a showery 
day. 

Fallow Soil , Hoos Field , sampled May 7, 1886.—This soil was from 
an unexperimental portion of the same plot which had been examined 
in 1885. The subsoil down to 2 feet consisted of a friable loam, below 
this depth it became stiffer. At one side of the pit an invasion of 
chalk occurred. The weather was fine and calm during the taking of 
the samples. 

The results of the examination of the solutions were as follow:— 


* In the former paper (Trans., 1884, 648), this part of the field is by a mistake 
called the north end. 
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Nitric or Nitrous Acid 'produced in Dilute Urine with Gypsum, seechd 
with Soil (Aydell Field , cropped with Bed Clover) from various 
depths , April 16th, 1886. 


Depth from 
■which, soil taken. 

May 28th 
(42 days). 

June 28th 
(73 days). 

August 3rd 
(109 d&jb). 

Not 20th 
(218 days). 

6 inches . 

considerable 

large 

_ 

_ 

12 „ . 

distinct 

large 

— 

— 

IS ,, (a) .... 

none 

considerable 

large 


»» ( P ) • • • • 

distinct 

large 

— 


27 inches {a ) . . .. 

trace 

large 

— 

— 

„ (*).... 

trace 

large 

— 

— 

3 feet (a) .... 

none 

considerable 

large 

— 

„ (i) .... 

91 

considerable 

large 

— 

4 feet (a) .... 

it 

none 

distinct 

considerable 

j» (^) .... 

it 

distinct 

considerable 

large 

6 feet (a) .... 

» 

none 

distinct 

large 

„ {b) .... 

99 

99 

none 

1 

none 


Nitric or Nitrous Acid produced in Dilute Urine with Gypsum, seeded 
with Soil {Hoos Field , Fallow Plot ) from various depths, May 7th, 
1886. 


Depth from 
which soil taken. 

June 11th 
(35 days). 

July 14th 
(68 days). 

August 16th 
(101 days). 

Nov. 20th 
(197 days). 

9 inches 


large 

_ 


_ 

16 „ 

{a) .... 

distinct 

large 

— 

— 

« 

(S) .... 

trace 

large 

— 

— 

2 feet 

(a) .... 

considerable 

large 

— 

— 

»> 

(J) .... 

large 

— 

— 

— 

3 feet 

(«) .... 

considerable 

large 

— 

— 

» 

(i) .... 

none 

none 

considerable 

large 

4 feet 

ft?—* 

99 

» 

none 

none 

99 

(i) .... 

19 


99 

19 

5 feet 

(a) 0 .. 

99 

99 

19 

11 

» 

(«) .... 

» 

19 

distinct 

large 

6 feet . 


(not tested) 

large 




It is evident that these new trials, made under more favourable 
conditions as to exclusion of soil-dust, confirm the results of the 
previous year, and afford proof of the distribution of the nitrifying 
organism to a considerable depth in the subsoil. Taking the whole 
of the 69 trials, and classifying them according to the depth of the soil 
experimented on, we obtain the following results. Soil from the 
depth of 27 inches has been reckoned as 2 feet. 

We have thus no failure to produce nitrification in samples of soil 
down to, and including, a depth of 2 feet from the surface. At 3 feet, 
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Depth of soil. 

Number of 
trials. 

Number of 
solutions 
nitrifying. 

Number nitrifying out of 

10 trials. 

Including 

chalk. 

Excluding 

chalk. 

Less than 2 feet. 

17 

17 

xo-o 


2 feet. 

11 

11 



3 ... 

11 

10 

9-1 

9T 

4 .. 

11 

7 

6*4 

6*4 

5 .. 

2 

1 

5*0 

10*0* 

6 „. 

9 

4 

4*0 

50 

7 .. 

2 

0 

0*0 

— 

8 .. 

6 

0 

0*0 

0*0 


* This result represents a single experiment only. 


only one sample out of 11 fails. Below 3 feet, failures become far 
more numerous, and increase in frequency as the depth increases. 
At 6 feet, if we exclude the experiment with chalk, one half of the 
trials resulted in nitrification. At 7 and 8 feet, the soil failed entirely 
to produce nitrification. The trials at 7 feet were, however, limited to 
two experiments with chalk; those at 8 feet included four experi¬ 
ments with clay. None of the Bix trials with chalk resulted in 
nitrification. 

To what cause are we to attribute the production of nitrification by 
subsoils in these experiments, while subsoils from the same depth, and 
in one case from the same field, failed entirely to produce nitrification 
in the earlier experiments. The only apparent explanation is the 
presence of gypsum in the urine solutions employed in the later 
experiments. This explanation is probably sufficient. It has been 
abundantly proved by other experiments that nitrification will not 
commence if the alkalinity of the ammoniacal solution exceeds 400 
parts of nitrogen per million, and that an alkalinity far below this 
point greatly retards the commencement of nitrification, and may 
altogether prevent it if a large quantity of the nitrifying organism is 
not present. It is quite true that the amount of ammonium carbonate 
produced in a 4 per 1000 urine solution would be very small, and quite 
insufficient to prevent nitrification if seeding were made with a 
vigorous nitrifying organism. We may natnrally assume, however, 
that the organism present in a clay subsoil, several feet from the 
surface, is neither abundant nor vigorous in habit; it may con¬ 
sequently be unable to develop in a decidedly alkaline urine solution. 
The addition of gypsum to the solution, by neutralising all excess 
of alkali, removes any hindrance to the development of a feeble 
organism. 
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That the nitrifying organism occurring in subsoils is of compara- 
tiv ely feeble power is shown by the greater length of time which a 
subsoil takes to start nitrification, as compared with a similar quantity 
of surface soil. It is not possible from the results of these experi¬ 
ments to give the average time required to start nitrification by soils 
from various depths, the conditions as to temperature, and the 
frequency of observation, having been very different in the different 
series of experiments; but it is quite possible to deduce from the results 
an average order of priority, if we give numerical values to the 
amounts of nitric acid found at the different dates of the commence¬ 
ment of nitrification. Thus giving the value 1 to a “ considerable ” 
quantity of nitric acid found at the first examination of the solution, a 
value 2 for a “ distinct ” quantity, and a value 3 for a “ trace.” And 
again a value of 4 for a “considerable” quantity marking a com¬ 
mencement of nitrification at the second examination, a value 5 for a 
“ distinct ” quantity, and a value 6 for a “ trace.” And proceeding in 
the same order with commencements of nitrification occurring at a 
third examination, we are able finally to obtain the average order of 
priority in commencement of nitrification for each depth of soil.* 


Order of Priority in commencement of Nitrification in Solutions seeded 
with Soil from different depths. 


"Depth of soil.................. 

9 ins. j 

16 ins. 

2 ft. 

3 ft. 

4ft. 

5 and 6 ft. 


Number of solutions nitrifying... 

6 

11 

11 

10 

n 

6 

Average order of priority in nitri¬ 
fication ..................... 



8-73 

4-90 

6-67 

6-00 



We observe at once a great difference between the activity of soil 
9 inches, and soil 16 inches in depth; and below this depth the activity 
of the soil continues gradually to diminish. The figures do not, how¬ 
ever, afford a perfectly smooth order, those belonging to a depth of 
4 feet being apparently rather high, and those for 5 and 6 feet rather 
low. 

The general result of the experiments is thus to indicate that 
although the nitrifying organism may occur at a considerable depth 
in a subsoil of loam or clay, it occurs there in small quantity and in 
feeble condition. 

Are we to conclude that nitrification occurs in all depths of the 
subsoil at which, the nitrifying agent exists? I am strongly of 

* In taking the averages, soils 6 and 12 inches deep have been reckoned as 9 
inches .; soils 18 inches as 16 inches; and 27 inches as 2 feet. 
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opinion tliat nitrification is practically confined to the surface soil, and 
occurs rarely, and to a very small extent, in a clay subsoil removed 
2 or 3 feet from the surface. All the conditions for nitrification are 
present to a far greater extent in the surface soil than in the subsoil. 
The surface soil is in the large majority of cases far richer in nitro¬ 
genous matter suitable for nitrification than the subsoil. At the sur¬ 
face also, the amount of oxygen available is immeasurably greater than 
it is below. The principal hindrance to nitrification in a clay subsoil 
is in fact the impossibility of obtaining a sufficient circulation of air 
at considerable depths. 

The amounts of nitric acid annually produced by the three masses 
of soil forming the drain gauges at Bothams ted are not in favour of 
any important portion of this product being generated in the subsoil. 
These masses of soil were originally portions of an arable field; they 
were isolated without being disturbed. They are of the same area, 
but of different depths. The quantity of nitric nitrogen annually 
found in the drainage waters from these soils has, on an average of 
nine years, been as follows:— 


Soil 20 inches deep, 40*2 lbs. per acre. 
99 ^ 9» 35*0 „ ,, 

„ 60 „ 38*8 „ 


There is here no evidence of any greater production of nitrates 
where the subsoil is included in the experiment. 

The evidence obtained by analysing fallow soils at different depths 
points to the same conclusion. If after a cereal crop, which has re¬ 
moved the nitrates from the soil, the land be cultivated during the 
next summer as a bare fallow, the nitrates formed during this season 
of rest and tillage will be found chiefly in the surface soil, unless 
heavy rain has occurred to wash them below. Thus a fallow soil in 
Agdell Field at Eothamsted, sampled on September 8,1882, yielded 
the following quantities of nitrogen as nitrates:— 


First 9 inches, 40*1 lbs. per acre. 
Second 9 inches, 14*3 lbs. per acre. 
Third 9 inches, 5*5 lbs. per acre. 


There can be no doubt that a considerable part of the small quan¬ 
tity of nitrates found in the subsoil had not been formed in situ , but 
had been carried to this depth by drainage and diffusion. 

The discovery of large quantities of nitrates in a subsoil is no 
proof that they have been produced there; their occurrence at this 
depth is a natural result of drainage and diffusion in the absence of a 
growing crop capable of removing them from the soil. An accumula- 



NITRIFYING ORGANISM IN THE SOIL. 327 

tion of nitrates in tiie subsoil below tbe ordinary depth to which the 
roots of crops extend is quite possible, and such accumulations may 
remain little altered in quantity from year to year, the annual addi¬ 
tions balancing the annual waste by drainage. 

The conditions which favour nitrification in the subsoil are such as 
enable air to penetrate it. Artificial drainage; a dry season; or the 
growth of a luxuriant crop, causing much evaporation of the water of 
the soil: such conditions, by removing the water that fills the pores 
of the subsoil, will cause air to penetrate more or less deeply, and 
render nitrification possible. A small amount of subsoil nitrification 
may thus take place in the drier periods of the year. 

The nitrogenous matter existing in a clay subsoil is not only small 
in quantity, but also different in composition from that found in 
the surface soil. At Bothamsfced, the ratio of nitrogen to carbon in 
the surface soil of the arable fields is about 1 : 10, while at 54 inches 
from the surface the proportion is only 1: 6. The nitrogenous matter 
existing in the subsoil is apparently susceptible of nitrification, if 
placed under perfectly suitable conditions. 

Experiments on the nitrifiability of soils and subsoils from Manitoba 
have been already published by Messrs. Lawes and Gilbert (Trans., 
1885, 410). The subsoils, freely exposed to air in a covered basin, 
were found to yield nitric acid, especially during the last period 
of the examination, when they had been supplied with nitrifying 
organisms from a fresh surface soil. ° 

Some trials of the nitrifiability of clay subsoils were made in 1884. 
The surface soil (1st 9 inches), and a subsoil (3rd 9 inches) from two 
arable fields at Eothamsted were the subject of experiment. 100 grams 
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of dry powdered soil were mixed in each case with the same weight 
of coarsely powdered recently ignited flint, and the mixture placed in 
cylindrical funnels, consisting of narrow-necked pint bottles having 
their bottoms removed. Each funnel was connected by a cork and 
tube with a bottle, into which any liquid draining from the funnel 
could pass. The funnel was closed at top by a tubulated caoutchouc 
cap. The tubulure contained cotton-wool moistened with weak sul¬ 
phuric acid. The bottle receiving the drain water was also closed 
with a cork, and provided with a tubulure containing acidified cotton¬ 
wool. The passasre of air throngh the apparatus was thus permitted, 
but any ammonia the air might contain was removed before entrance. 
As all the soils had been dried (at a temperature of about 56°), and 
any nitrifying organism they contained probably killed, they were 
each seeded by mixing with them 0T0 gram of fresh surface soil. In 
each case, the subsoil was experimented on in duplicate, one lot re¬ 
ceiving 0*5 gram potassium phosphate, 0’5 gram magnesium sulphate, 
and 5*0 srrams of calcium carbonate, and the other lot being without 
this addition. 

The soil mixtures when placed in the funnels were treated with 
successive quantities of ammonia-free water till all ready formed 
nitrates were removed; the soils were then placed in the dark to 
nitrify. From time to time, tlie soils were extracted with ammonia- 
free water to remove the nitrates which had been produced; the 
extraction was performed without removing the soil from the funnel. 
The quantities of nitrates found in the successive watery extracts 
are shown in the following tables:— 


Nitric Nitrogen obtained from 100 grains of Soil and Subsoil from 
Flot 10a, Broadbalh Wheat Meld. 



Surface <*oil 
(1st 9 inches). 

Subsoil (3rd 9 inches). 


Alone. 

"With cinereal 
plant food. 

Jan. 24th—Feb. 9th (16 days). 

Feb. 9th—Mar. 1st (21 days). 

Mar. 1st—Mar. 28th (27 days) .... 
Mar. 2Sth—May 9th (42 days) .... 
May 9th—Dec. 12th (217 days) .... 

iiilii 

ooooo 

gram. 

trace 

0*00002 

0*00004 

0*00050 

0*00073 

gram. 

trace 

0 00032 
0-00061 

0 00027 
0-00104 

Total nitric nitrogen obtained. 

0*00335 

0*00129 

0-00214 

Nitric nitrogen per 100 of original 
nitrogen.. 

3*8 

2*4 

: 

4*0 
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Nitric Nitrogen obtained frotii 100 grams of Soil and Subsoil from 
Plot 02, Koos Barley Field. 




Subsoil (3rd 9 inches). 


ouriace sou 
(1st 9 inches). 

Alone. 

With cinereal 
plant food. 

Mar. 18th—April 17th (80 days) ... 
April 17th—May 20th (33 days) ... 
May 20th—Dec. 23rd (216 days) ... 

gram. 

0 00023 
0*00060 

0 00086 

gram. 

0-00004 

0-00063 

0-00052 

gram. 

0*00015 

0*00064 

0*00063 

Total nitric nitrogen obtained. 

0*00169 

0*00118 

0*00142 

Nitric nitrogen, per 100 of original 

nifrWflgATI ... 

1 9 

3*0 

3*6 



The amounts of nitrate obtained from the experimental soils and 
subsoils at different periods are far from regular; we need not here, 
however, discuss the causes of this irregularity, our object being 
simply t^show that the nitrogenous matter of a day subsoil is nitri- 
liable, and of this fact the figures leave no doubt. The quantity of 
nitrates produced in the subsoil is smaller in every case than in the 
surface soils, but the proportion of the original nitrogen of the soil 
which was nitrified is on the whole quite as large in the case of the 
subsoils as in that of the surface soils. 


XVm .—The Influence of Silicon on the Properties of Iron and Steel . 

Part I. 

By Thomas Tushes, Assoc. R.S.M., Lecturer on Metallurgy, Mason 
College, Birmingham. 

Introduction. 

It is now about 30 years since the researches of Deville so largely 
extended our knowledge of the properties of silicon, and trustworthy 
analyses of iron and steel, including estimations of silicon, date from 
about the same period. It is true that in exceptional cases accurate 
analyses had been performed before this, but the wider extension of 
trustworthy work is closely connected with the school of chemists 
VOL. LI. x 
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trained by Dr. Percy at the Royal School of Mines, and including 
such men as Dick, E. Riley, R. Smith, Snelus, J. Spiller, and Willis. 
Since this period, a vast multitude of analyses have been performed, 
and so many facts observed, that one is quite overcome ■with the 
amount of material, and the difficulty of extracting anything definite 
and certain from among so much that appears contradictory. 

It would be undesirable at this point to attempt more than a brief 
outline of the history of the subject of silicon in iron and steel, 
though a short reference to the matter appears necessary. 

In 1870 Snelus (Jour. Iron and Steel Inst., i, 34, 38) published an 
analysis of a steel containing 0*64 per cent, of silicon, the other 
elements present being in aboat the usual quantity (C. 0*55, S. 0*07, 
P. 0*04, Mh. 0*55). This metal was brittle, and its brittleness Snelus 
attributed to the presence of silicon, remarking, “ When present in 
Bessemer steel to the extent of one-tenth per cent., silicon has the 
effect of rendering the metal hard and brittle when cold.” On the 
same occasion, in discussing the paper of Snelus, Sir H. Bessemer 
stated that a certain small proportion of silicon was necessary for the 
production of good crucible steel. This opinion was more fully 
expressed later, and what appeared to he absolute proof of the correct¬ 
ness of Sir H. Bessemer’s views was published in 1877 (ibid., 1877, 
i, 82). The value of silicon for imparting soundness to crncible steel 
was also mentioned by H. Bell ( Gkem . News, 40, 102) ; much silicon 
was said to produce both red and cold shortness, and under certain 
conditions to impart hardness. Dr. Percy (Iron and Steel, p. 847) 
had mentioned a number of years earlier, that the late Mr. S. H. 
Henry entertained the opinion that silicon was essential to good steel, 
and was as important as carbon. On the other hand, as supporting 
Snelus, it is believed that silicon renders malleable iron hard and 
brittle, and that it lias the same effect on steel rails, so that it has been 
specified for sofc rails that the silicon should not exceed 0*04 per 
cent., though a somewhat higher limit is generally adopted. In 1872, 
a lecture was delivered before the Chemical Society by E. Riley, “ On 
the Manufacture of Iron and Steel” (Jour. Chem. Soc ., 1872, 25, 536), 
in which an account was given of the preparation of a silicide of iron 
containingnearly 22 per cent, of silicon, and made by heating a mixture 
of ferric oxide, sand, and charcoal in a Siemens furnace. A tool was 


the product containing 2*07 per cent, of silicon, the other constituents 
not being given. The metal was tough, worked well under the 
hammer, and appeared to be excellent steel. Mr. Riley also mentioned 
a specimen of so-called titanium steel, which was of excellent qualify, 
though it contained 1*32 per cent, of silicon and no titanium. It was 
concluded that these silicon steels were as strong as ordinary crucible 
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steel, and were not deteriorated by the silicon present. Mr. Riley also 
suggested the nse of siliceous iron in steel making, for the production 
of sound castings, an application which has since been largely adopted. 
An intention was expressed to conduct experiments on the effect of 
the addition of siliceous iron on the strength of steel castings, but 
unfortunately Mr. Riley was unable to carry out his intention. 

In 1872, Mrazek published the results of some very interesting 
experiments on the effects of silicon and manganese on the properties 
of steel (Berg und Euttemanm. Jahrbuch, 1872, 20, 406—519; 
Gautier, Bull. Soc . Ind. Minerale [2], 4, 383; Inst . 0 . 44, 316). 
In these experiments silicide of iron was prepared containing only a 
trace of carbon and 7*42 per cent, of silicon. It welded perfectly; 
forged well at a red or at a white heat; it was magnetic, brittle at 
ordinary temperatures, hardness 5 to 6, and hardened slightly when 
quenched in water from a red heat. 

Mrazek concluded that silicon and carbon are detrimental to the 
malleability at a red heat, whilst manganese is advantageous. Carbon 
is more detrimental than silicon, especially at a high heat, whilst a 
white heat renders the favourable effect of manganese more sensible. 
In these experiments, however, comparatively small quantities of 
metal were used, and the power of welding and forging was princi¬ 
pally considered. 

Writing on the manufacture of steel in 1875, W. Hackney (Inst. 
C. B., 42, 35) stated that silicon produces hardness in steel, and that 
“ it is probable that the hardness produced by silicon is coupled with 
more brittleness, that is, with less extensibility, particularly under a 
suddenly applied strain, than is due to carbon, and its presence in a 
proportion exceeding 0*1 to 0*2 per cent, in steel for rails is looked on 
as unsafe.” Even this quantity was regarded as apt to be unsafe, but 
it was considered that with tool steel, if otherwise of good quality, 2 per 
cent, of silicon may not be injurious. 

In 1878 R. Akerman published some important remarks in a paper 
on “ The Most Recent Advances in the Manufacture of Iron and Steel 
as Illustrated by the Paris Exhibition ” (Jour. Ifon and Steel Inst , 
1878, ii, 359). In considering the use of silicon for the production of 
sound castings at Terre Noire, it was stated that silicon promotes the 
compactness of the metal, but does not otherwise improve its quali¬ 
ties. The addition of silicon is a necessary evil, but any excess should 
be avoided, as rendering the metal more sensitive to blows. For ingot 
iron, to be shingled or rolled, M. Ponrcel would on no account allbw 
of any addition of silicon. For steel castings, 0*2 to 0*3 per cent was 
recommended, and considered to be tolerably harmless. Akerman 
also considered it well established that manganese counteracts the 
injurious influence of silicon. 
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G. J. Snelus* writing about 1879, said, “ Silicon produces both red 
shortness and cold shortness in steel. In the absence of carbon these 
effects are not very marked, but when small proportions of carbon 
are present the action of silicon is very decided. Thus when carbon 
is under 0*1 per cent., silicon may exist up to 0*6 per cent, or more 
without rendering the steel particularly brittle. Such steel could be 
heated and quenched in water, and afterwards bent double without 
cracking, while the tensile strength was not greatly increased. It 
also worked well at a bright red heat. On the other hand, when 
carbon rises to 0*4 or 0*5 per cent., even 0*2 per cent, silicon produces 
decided red shortness and cold shortness, and if the silicon reaches 
| per cent., these qualities are developed to a dangerous extent.” 
Snelns Tefers also to the advantage of silicon for steel castings, and 
gave the following analysis of a silicon steel:— 


Carbon. 0*40 

Silicon. 2*44 

Sulphnr. 0*06 

Phosphorus. 0*03 

Manganese . 0*88 


This metal had a tensile strength of 48 tons, and an elongation of 
only 3 per cent. 

Writing in 1882, Snelus made further observations on the same 
subject {Jour. Iron and Steel Inst., 1882, ii, 582), with special reference 
to rail steel. From the average composition of 32 slow-wearing 
rails. Dr. Dudley had deduced the following ideal composition for 
good wearing rails:— 


Carbon. 0*834 

Silicon. 0*060 

Phosphorus ... 0*077 

Manganese . 0*491 


Snelus suggested that for British rails the silicon might with ad¬ 
vantage he raised ter 0*1 or even 0*15 per cent., whereby the steel 
would be improved without being seriously hardened; while a steel 
containing less carbon and more silicon would fail under the bending 
and eonenssive tests. 

In 1882, M. Pourcel (ibid., 1882, ii, 513, 517, 532), of Terre Noire, 
recommended from 0*15 to 0*2 per cent, of silicon in steel for the 
hoops of guns, and stated that u metal made with silicide of iron always 
remains brittle under xhe drop test, and gives but low extension under 
tensile strain, with a low and variable breaking load. These bad 

* Article « Steel,** Chemistry Applied to Arts and Manufactures , p. 878. 
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qualities come to light in forging. The metal cracks under the blows 
of the hamme r, whilst metal made with silicide of manganese behaves 
m a much more satisfactory manner.” 

Pourcel considered silicon to be the indirect cause of the bad quali¬ 
ties observed during forging, and especially in rolling. The compact 
homogeneous character of the ingot, and its freedom from blowholes, 
prevented its adapting itself so readily to the rough work of rolling 
as in the case of a spongy ingot. Hence “ silicon should be avoided 
not so much as a hardening element, but on account of the homo¬ 
geneity it gave to the metal.” 

Lastly, to close this imperfect summary of what has already been 
published on the subject, we are indebted to M. F. Gautier for much 
information. His translation of Mrazek’s important paper into 
French has already been quoted, while H. Gautier’s paper on “Solid 
Steel Castings” ( ibid 1878, i, 40) did much in directing the atten¬ 
tion of steel makers in England to the value of silicon, when properly 
employed, for steel foundry purposes. M. Gautier has since expressed 
the opinion that for tool steel, with 0*2 per cent, of carbon, 1 per cent, 
of silicon might be present without injury (ibid., 1884, ii, 399); and 
in a recent letter draws my attention to the “Vickers (Sheffield) 
special steel for tyres, which contains 1 per cent, of silicon, and which 
was for its qualities a great novelty in France two or three years ago. 
The French manufacturers, however, can now make this easily, as 
they have discovered that this superiority is due to silicon.” 

Some of the statements I have quoted are doubtless contradictory, 
and are not capable of being reconciled; but in many instances what 
at first sight appears to be contradictory can be shown to be harmo¬ 
nious on account of the great difference in the properties of the com¬ 
mercial varieties of iron and steel. Dr. Percy stated many years ago 
that different varieties of iron met with in the arts differed from each 
other more than did some actually distinct metals; and practically 
ingot iron, moderately hard steel, and crucible steel differ so much in 
properties that it is necessary to consider them separately when the 
effect exerted by any foreign element is examined. Probably the pre¬ 
sent state of our knowledge may be briefly summarised as follows:— 

1. Ingot Iron .—Silicon promotes soundness; it resembles carbon in 
increasing the tenacity and hardness; it should not exceed 0*15 per 
cent, if the metal has to be rolled; and in some cases it produces 
brittleness when cold. 

2. In Steel Castings .—Silicon promotes soundness; it is, however, 
regarded as a necessary evil, and excess should be avoided as tending 
to brittleness and low extension; about 0*3 per ceut. is generally 
recommended. 

3. In Crucible Steel.—A. few hundredths per cent, is neeessary to 
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produce soundness; and it is generally agreed that considerable 
quantities of silicon may be present without injury. 

4. Manganese appears to be capable of neutralising the ill effect due 
to silicon. The effect of carbon is somewhat doubtful; Mrazek’s 
experiments appear to show that the presence of carbon is detrimental 
to silicon steel. 


Silicon in Specially Pure Iron . 

My experiments were commenced in 1883, the original intention 
being to add pure silicide of iron to pure iron in different proportions, 
and to examine the product (Trans., 1884, 45, 260; 1885, 47, 474). 
During the first two years, all my efforts in this direction ended in 
failure, partly owing to the difficulty of preparing a pure silicide in con- 
siderable quantities, also to the insufficiency of any laboratory apparatus 
for the treatment of the necessary amounts of material with so high 
a melting point; and, lastly, when a Siemens furnace was used, much 
trouble was experienced in obtaining a suitable crucible capable, on 
the one hand, of resisting the high temperature, and yet which should 
not impart silicon, carbon, or other substances to the metal employed. 
In consequence of these failures, my attention was directed to the sub¬ 
ject of silicon in cast iron, as the lower melting point of cast iron 
allowed of its manipulation with the apparatus at my disposal. These 
results have already been brought before the Society (Trans., 1885,47, 
577,902; 1886,49,130,215,493; Jour.Soc. Gkem. Ini.,May, 1886'; Jour. 
Iron and Sted Inst., Part 1,1886, p. 163), and the facts then published 
have been applied in England for the production of many thousands 
of tons of castings, the quality being better and the price lower than 
was obtained with similar material before. The method has also been 
successfully applied in Scotland, and by upwards of 100 founders in 
Prance,* besides being used elsewhere on the Continent and in 
America. The experiments now to be described are, however, chiefly 
of theoretical interest, and there is no reason to anticipate any such 
practical application. 

Finding it impracticable to conduct these experiments in the labora¬ 
tory, I applied to Mr. Percy Gilchrist* for an opportunity to conduct 
them at a basic steel works, as the low percentage of silicon usually 
present in basic steel apparently rendered it a veTy suitable material 
for the purpose. By the kindness of Mr. Gilchrist I was introduced 
to Mr. Hutchinson, manager of the South Staffordshire Steel and 
Ingot Iron Go., Bilston, who afforded me every opportunity for 

* Gautier, cc Silicon in Foundiy Iron/’ Jour. Iron and Steel Inst., Part IT t 
1886; J. Sac. Qhem. Ind, 1886, p. 606. 
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experiment, and to whom I am indebted for the kindly interest mani¬ 
fested in the work. 

For the purpose of these experiments a small furnace was erected 
on the platform between two Bessemer vessels. A sketch of this is 
given in Fig. 1, from which it will be seen to be a slightly modified 
Deville furnace, capable of containing the crucible used. The blast 
was supplied by means of a pipe from the blast main of the works, 
while coke was used as fuel. 


Fie. I. 



The crucibles used were of Stourbridge fire-clay, and were capable 
of holding about 35 lbs. of steel. After the necessary annealing, the 
pot was placed in the furnace and raised to about the melting point of 
cast iron. A few minutes before the mixture was to be made, a 
weighed quantity of silicon pig was introduced into the crucible, and 
the temperature increased by turning on more blast. At the right 
moment, the crucible was rapidly removed from the furnace and 
brought near to the mouth of the converter, while at the same time 
the men drew a ladle of metal from the vessel. This was poured into 
the crucible, and the metal well stirred by means of a rod of basic 
steel. The mixture was allowed to cool in the cmcible, which was 
afterwards broken, the ingot so obtained being immediately numbered 
and afterwards examined. 

The metal was taken from the converter at the end of the blow just 
before the addition of ferromanganese, and was therefore a very near 
approach to chemically pure iron. Its composition was found to 
be— 
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Carbon. 0*02 per cent. 

Silicon. 0*U098 

Sulphur ... . 0*039 

Manganese. 0*00 „ 

Phosphorus. 0*04 „ 


This metal was difficult to obtain in a sound ingot, and several 
attempts were made before this was accomplished. In the first 
experiment, 30 lbs. was poured into the pot, and remained perfectly 
quiet in the crucible for a few moments, but on solidifying it suddenly 
boiled up, and although the crucible was not full originally, 22^ lbs. 
boiled over the edge of the vessel, while only 7i lbs. remained in the 
pot. No such action was observed in any mixture to which silicon 
had been added, and an addition of only 0*04 per cent, of silicon (of 
which only 0*02 afterwards remained in the ingot) was sufficient to 
prevent this boiling over on solidification. 

This action, though striking when first observed, is not new, since 
M. Pourcel has stated that his experience at Terre Noire had shown 
that a few hundredths per cent, even of silicon was capable of causing 
the metal to lie quietly in the moulds. But the first observation of 
the fact is probably due to Sir H. Bessemer, who announced as 
early as 1861 that a minute quantity of silicon prevented steel ingots 
from becoming porous or cellular, and patented in the same year the 
addition of 1 lb. of silidum to 2000 lbs. of molten steel, to prevent 
this tendency to ebullition, and cause the metal to lie quietly in the 
mould (Jeans, “ Steel,” p. 604). 

In making these mixtures, it was considered doubtful at the time, in 
three cases, whether thorough incorporation had taken place. These 
ingots will be referred to as “ doubtful mixtures,” and in one case at 
least the doubt was afterwards found to be justified. To the n um bers 
of these ingots, the letter D is attached. 

The siliceous iron employed had the following composition:— 

Carbon . ... 1*9(5 per etnt. 

Silicon . 1<»*3U „ 

Sulphur . .. 0*02 „ 

Manganese.. . 1*90 „ 

Phosphorus. 0*17 „ 

This probably represents the most suitable material obtainable in 
considerable quantities which could be found for such experiments. 
The use of pure silieide prepared by the action of sodium has been 
suggested. To this there are several objections, one of them being the 
difficulty of obtaining a large quantity of such material with a 
uniform composition. Further it has been shown (Watts's Diet., 3, 
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370) that iron is capable of combining with considerable quantities of 
potassium when strongly heated with it, and it is highly probable that 
silicide of iron prepared in the manner suggested is not so pure as has 
been supposed. In using a silicon pig with a composition as above we 
employ a material actually available if necessary for use on the large 
scale, and the only impurities present in any quantity are carbon and 
manganese, neither of which amount to one-fifth of the silicon pre¬ 
sent, and both of which are always present in even the purest com¬ 
mercial varieties of iron. Further, the influence of carbon and 
manganese on iron has been long studied, and is pretty accurately 
determined, whilst that of the alkali metals is at present obscure. 

Rollmg Tests .—The ingots obtained in the manner described were 
reheated and rolled by workmen experienced in the manipulation of 
basic and other mild steel. The results are given below, and from 
these it will be seen that some ingots were successfully rolled into the 
desired round bar of If inch diameter, while others were not able to 
bear this treatment. 

1. Ingots which could be rolled. 


No. 1 

Si added. 

Si found. | 

Remarks. 

1 i 

0*0 

0 *0008 

Cracked at first, but closed up, and a 
rather spongy bar nas obtained. 

2 i 

0*04 

0-02 

Cracked badly, but afterwards closed 
up, and gaie a fair bar. 

D 3 1 

— 

0*027 

Ditto. 

4 1 

0*10 

0*035 

Ditto. 

5 l 

0*07 

0*039 1 

Ditto. 

e ; 

0*13 

0*08 

Ditto. 

7 ! 
1 

0*22 

0*117 

i Rolled rather better than preuous 
| ones. 

D 8 J 

0*23 

0*13 

Like No. 6. 


2. Ingots which could not be rolled. 


No. 

Si added. | 

! 

| Si found. 

I 

Remarks. 

» 

9 

0*18 

_ 

Rolled to 4", then nearly cracked to 

D 10 



pieces. 

0*21 

— 

Terr red short, dropped to pieces at 
, 2* bar. 

11 

0*23 

— 

, Cracked very badl\, only able to get 


i 


1 to 2". 

12 

0*30 

0-27 

. Very red short, broke in pieces at 4". 

13 

0*50 

0-40 

Went to pieces under the steam ham- 




1 mer. 
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The letter D signifies that thorough mixture was rather doubtful. 

A glance at these results shows that silicon renders the metal red 
short, and is detrimental to successful rolling. The original metal, 
owing to the absence of manganese, was somewhat red short, but this 
character was not very noticeable in the rolling tests, nor did it 
become so with the mixtures to which less than 0*15 per cent, of 
silicon had been added, or in which less than 0*1 per cent, remained 
in the ingot. With a few hundredths per cent, over this amount, how¬ 
ever, the results were irregular, and when a little more silicon was 
present the ingots uniformly went to pieces. It will be seen that the 
amount of silicon found by analysis is always less than that calcu¬ 
lated, but the difference is not very regular. This irregularity is due 
partly to errors in weight of the ingot, which conld not be made 
always of the same weight, and which was afterwards only roughly 
weighed to a quarter of a pound on a pair of scales. A more im¬ 
portant cause of irregularity would be the difference in the amount 
of dissolved oxidising gases in the metal. It is possible also that 
the silicate produced by these gases may be of varying composition, 
depending on the amount of silicon present. 

Doubtless the amonnt of silicon necessary to produce red shortness 
would be increased if more manganese were present. But these re¬ 
sults appear to quite confirm the general impression among steel 
makers, that for metal which has to be rolled the silicon should not 
exceed 0*15 per cent. 


Chemical Analysis . 

It will be well perhaps at this point to give the chemical analysis of 
those ingots which were capable of being rolled, and which were 
further ex a mi ned. It was not considered necessary to examine the 
fragments of the ingots which fell to pieces in the rolls, as the other 
metal was found to be very uniform in composition, and only differed 
from the very red short material by containing less silicon. 


1 

No. 

1 

C. 

i 

Si. 

! 

S. 

Hn. 

P. 

1 

I 0-02 

0-0008 ' 

0*039 

! 0-06 

0-04 

2 


0-02 

0-03 

1 0-10 i 

0-08 

D3 

0*02 

0*027 

0*028 

0*07 

0*042 

4 

0-076 

0*035 

0*03 

0*10 

0*06 

5 

0*057 

0*039 

0*03 

0*09 

0*05 

6 

0*052 

0*08 

0*036 

0*09 

0*06 

7 

0-118 

0*117 

0*015 

0*08 

0*045 

D 8 

0*034 

0*13 

0*033 

0*09 

0*08 


The chemical analyses were performed by my friend Mr. J. P. 
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Walton, of the Glasgow Iron Go., Wishaw, who has very consider¬ 
able experience in the analysis of basic steel, and to whom I am in¬ 
debted for valuable assistance on former occasions. 

In several instances, where the results were somewat unexpected, I 
have checked them by independent analyses, but in each case have 
only confirmed Mr. Walton’s results. 

The combined carbon determinations are my own, the method 
employed being the Eggertz coloration test as modified by Stead for 
small quantities of carbon. The standard employed contained 0*10 per 
cent, of carbon, as estimated by combustion, and was itself a mild 
basic steel. It will be seen that the carbon varies, not very regularly, 
from 0*02 to 0*113 per cent. This will of course somewhat modify the 
results, though I do not believe the influence is very marked; it is of 
course very difficult to avoid slight variations when dealing with 
quantities which are only measured in hundredths per cent. The sul¬ 
phur only varies between 0*015 and 0*039 per cent., the manganese 
between 0*06 and 0*10 per cent, and the phosphorus from 0*03 to 0*06 
per cent, so that the metal was as uniform in composition as could 
reasonably be anticipated. 

Sot Tests .—In these tests, it was considered advisable to follow as 
closely as possible those methods which are actually employed by 
manufacturers. Owing to my own inexperience in this class of tests, 
and the necessity of performing them at the works, this part was 
superintended by my friend Mr. F. W. Harbord, chemist to the South 
Staffordshire Ingot Iron Co., Bilston, at whose works these experi¬ 
ments were conducted. It is with much pleasure that I acknowledge 
the help I have received from Mr. Harbord, and his extensive expe¬ 
rience in this class of tests renders the work of much more practical 
value than it otherwise could have been. 

In the hot tests, the l^-inch bar was strongly heated, and then 
plated out under the hammer, so as to form a flattened surface with 
thin edges. Metal free from red shortness should stand such treat¬ 
ment without cracking at the edges, and in case of a more severe test 
should be bent over once or twice without showing any crack at the 
bend. In the bars examined, however, in every case distinct signs of 
red shortness were visible on plating ont, the edges becoming cracked, 
and in a few cases pieces of metal actually broke off during the test. 
The report on the metal without addition of silicon was as follows:— 
u One end of bar was plated out; it was very red short, and cracked 
badly on edges. Worked very well at a bright red heat, but was red 
short at a dull red heat.” In the other cases, the reports were so 
similar that it will he unnecessary to quote them; the specimens cer¬ 
tainly did not improve with the addition of silicon, but, if anything, 
became worse. It must be borne in mind also that in these tests only 
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that metal which could be rolled was examined, and hence the ingots 
which were particularly red short had already been eliminated. 

Gold Tests .—The cold test adopted consisted in bending the 12-inch 
bar parallel with itself, that is, through 180°, with a radius which 
never exceeded half an inch. This is considered a fairly severe test 
for cold shortness. In these tests also the results were remarkably 
uniform, though unexpected. They are as follow:— 


3To. ! 

fei per cent, 
found. 

Remarks. 

1 

o-ooss 

Bent without fracture; in places the bar opened 
slightly, but this was due to cracks during 
rolling. 

o 

0*02 

Terr good ; bent over parallel without fracture. 

3 ! 

0*024 

Do. do. 

4 J 

0*0J5 

Do. do. 

5 

o-usy 

Do. do. 

6 

0*CS 

Do. do. 

7 

U*117 

Do. do. 

8 

j 0*18 

Bent o>er close without slightest crack. 


It will be seen, therefore, that the specimens were all very tough, 
and stood the cold test remarkably well. I shall mention later a tool 
made with metal higher in silicon : this also was remarkably tough. 
I believe, therefore, that the brittleness which has been attributed to 
the presence of silicon in mild steel is either due to some other 
cause or to a secondary effect produced in the presence of some other 
constituent, 

Weldliuj Tests .—These tests were performed on pieces of the same 
l|-inch round bars mentioned previously. The whole of the tests 
were made by the same workman, and perfectly clean surfaces of 
the metal were used, no sand, borax, or any other material being 
added. The results are as follow:— 


No, 

j Si per cent. 

Remarks. 

1 

0*0008 

Bar welded well; in breaking through the weld 
no trace of line of junction visible. Worked 
well at bright red heat ; red short at dull zed 
heat. 

2 

0*02 

Broke in two during welding, owing to red short¬ 
ness. 

D 3 

0*024 

Weld very good s worked well at welding heat, 
but red short at low red heat. 

4 

0*035 

Do. do. 

D 

0*030 

Do, do. 

6 

. 0*08 

Do. do. 

7 

i 0*117 

Do. do. 

2)8 

0*13 

Weld not so good; otherwise the same. 
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It Trill be seen therefore that the specimens welded uniformly well, 
■with the possible exception of No. 8, which was not so good. The red 
shortness of the material naturally interfered to some extent, as the 
metal had to be kept pretty nearly at a welding heat while working. 
In perfection of weld, however, no perceptible difference resulted from 
tbe addition of silicon, as tbe metal with only 0*0098 per cent, welded 
perfectly. 

Considerable difference of opinion has been expressed on this sub¬ 
ject by various writers, some having considered silicon necessary for 
the production of a good weld, whilst Hupfield has stated that silicon 
diminishes the welding properties of the metal to such a degree, that 
steel with 0*45 to 0*5 per cent, of silicon is welded with difficulty, 
and with 0*5 per cent, it cannot be welded at all. A commission 
was appointed in 1880 by the German Society for Promoting 
Technical Industry to inquire into the capacity of different 
irons for welding. E. P. Boehme, in giving an account of the 
conclusions arrived at (JDingL polyt. «/., 251, 71—77; Abstr., 1884, 
786), states that in bar iron silicon increases, whilst manganese 
decreases the power of welding. This is due to the fact that 
during the oxidation in welding, silicon produces a slag by dissolving 
the oxide formed, and so producing a clean surface. In ingot iron, 
however, the amount of silicon is the same before and after welding, 
and the welding property appears to he uninfluenced by the propor¬ 
tion of silicon. And, as has been previously mentioned, Mrazek pre¬ 
pared a silicide of iron, containing 7*42 per cent, of silicon and only a 
trace of carbon, which welded perfectly. These facts, taken with my 
own results, show that in mild steel or ingot iron the property of 
welding is hut little affected by the amount of silicon present, since 
iron will weld perfectly with silicon varying from 0*0098 to 7*42 per 
cent. 

Mechanical Tests .—The experiments hitherto mentioned as connected 
with the working properties of the metal were all performed at the 
works, and are of a qualitative character. We have now to deal with 
mechanical tests as adopted by engineers. These were performed 
by Professor A, B. W. Kennedy in the engineering laboratory of 
University College. I have on previous occasions acknowledged my 
indebtedness to Professor Kennedy, whilst the interest he has taken 
in these experiments, and the important part he has performed in 
them, very much increases this obligation. 

For the purpose of these experiments, turned test pieces were ob¬ 
tained, under my own superintendence, from each of the ingots which 
were rolled into bars. The turnings obtained at the same time were 
preserved for analysis. These test pieces were round bars, rather over 
16 inches in total length, and with 1J inch diameter Whitworth 
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screws in each end to fit tlie testing machine. The portion to be 
tested was about 12 inches long and 1 inch in diameter. The pieces 
were finished at University College, accurate measurements being 
taken, and a length of 10 inches being used in the measurements of 
extension. In each case duplicate experiments were performed, and 
the results so obtained were generally quite as concordant as could be 
anticipated. I have thought it well to give the whole of the actual 
results in Table A (p. 146), as an appendix to this paper, but for con¬ 
venience have selected the more important results in a separate table, 
B, the values in each case being the mean of two experiments. For 
comparison I have added my own determinations of relative hardness, 
to which subsequent reference will be made. 


Table B .—Mean Results of Tensile Tests. Professor Kennedy. 


No. 

Si. p. c. 
found. 

Limit of 
elasticity. 
Tons per 
sq. in. 

Breaking 
load. 
Tons per 
sq. in. 

Ratio 
limit to 
break. 

Extension 
per cent, 
on 10 
inches. 

Reduc¬ 
tion of 
area per 
cent. 

Relative 

hard¬ 

ness. 

I 

0*0098 

13*01 

21 *80 

0*597 

27-7 

77-0 

18 

2 

0-02 

13*08 

19*95 { 

0‘656 

17*6 

40*3 

16 

D3 

0 027 

17*75 

21*75 

0-861 

26*0 

67*4 

15 

4 

0*035 

15*69 

23*07 


16*3 

31*8 

17 

5 

0*039 

16*42 

23*28 , 

0-704 

18*2 

37*7 

17 

6 

0*06 

16*72 

23*77 

0-704 

. 24*2 

44*9 

20 

7 , 

i 0*117 i 


28*05 , 

0*642 

15*6 

26*8 

21 

D8 I 

I 0*13 

18-37 

25*68 

0-715 

18*8 

I 

41*9 

20 


An examination of Table B shows that the influence of silicon is 
tolerably uniform and well marked. The mosc notable exception to 
this is in the case of No. 3, which in breaking load, extension, and re¬ 
duction of area very closely resembles the metal to which no silicon 
was added, though, on the other hand, its elastic limit is rather 
higher than might be anticipated. This specimen is, however, very 
exceptional. It will be noticed in Table A that Professor Kennedy men¬ 
tions the fact that this specimen actually gave out a cloud of siliceous 
dust when broken, and that in appearance the fracture of the bar was 
very peculiar. Three large and $boni 20 small round pipes or hollow 
tubes, which were probably due to imperfect welding during ro lling , 
could be seen in the specimen, these being partly filled with sili¬ 
ceous matter in the form of a nearly white powder. Of this iron, I 
have brought a fractured test piece, in order that its remarkable 
appearance may be examined. I shall, however, not further consider 
■the matter now, as Professor Kennedy intends to refer to th™, in con- 
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nection with other observations of a similar kind, at some future time, 
and I have also myself made some as yet nnpnblished experiments in 
connection with the occurrence of silica in certain cases. 

It may be mentioned, however, that on dissolving this specimen in 
an acid, for estimating the silicon, white flakes of silica are obtained, 
which are different in appearance from the gelatinous silica generally 
produced. It is probable, therefore, from the appearance of the 
fracture, the values obtained in the mechanical tests, and the peculiar 
way in which silica separates on solution, that the silicon in this 
specimen is present in the oxidised condition. A similar observation 
was also made in Ho. 8, though in this case the silica was not so 
noticeable; but it may be pointed out that both the ingots in which 
silica was observed were imperfect mixtures, and this appears to be in 
some way connected with the result. It may be explained further 
that in making these mixtures the silicon pig was not quite as hot 
as usual, and so was not melted before pouring in the molten steel; 
and though the mixture was well stirred, it was considered doubtful 
whether the whole of the silicon added was intimately mixed with the 
metal. 

We will now examine the results more in detail. 

Modulus of Elasticity .—An examination of Table A (p. 146) shows 
that the specific extension under a tensile stress (e*), or under a 
compressive stress (e c ), is tolerably uniform throughout the series of 
specimens, and no influence in this respect can be traced to the pre¬ 
sence of silicon. As the extension is uniform, we naturally find the 
modulus of elasticity tolerably regular also, and about the usual value 
for such material. The modulus of elasticity, therefore, does not 
appear to be sensibly affected by the small amount of silicon added in 
these experiments. 

Limit of Elasticity .—On referring to Table B (p. 142), it is seen that 
the limit of elasticity gradually increases as the proportion of silicon 
becomes greater, rising from 13 01 tons with 0*0098 per cent, of 
silicon, to 18*37 tons with 0*13 per cent. Ho. 3 is the only exception 
to this regular increase, and has been already mentioned. In this con¬ 
nection, however, it must be noticed that the carbon also varied 
0*09 per cent, in this series, and though by no means regular*, still it 
tended to increase with the silicon. Carbon is known to increase the 
elastic limit, and silicon is believed to act in a similar manner. These 
results appear to give considerable support to this belief. For mild 
steel of 28 to 30 tonB an elastic limit of at least 17 to 18 tons per 
square inch may fairly be expected, and only three of the specimens 
examined gave so high a value. 

Tensile Strength .—The breaking load with 0*0098 per cent, of silicon 
was 21*8 tons; this shows a tendency to increase with more silicon, 
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reaching a maximum of 28 05 tons with 0*117 per cent. In three 
cases, the results, though in ascending order if considered together, 
are lower than might he anticipated from the remaining values. 

In two of these, Nos. 3 and 8, the silicon was partly in the oxidised 
condition, as before mentioned, which fully accounts for the differ¬ 
ence; in No. 2, however, the cause of the slightly reduced tensile 
strength is doubtful. Hild basic steel generally has a tensile strength 
of about 27 tons; this is not exceeded in any of these samples, and 
only reached in one instance. 

The ratio of limit to break is not very regular, but appears to in¬ 
crease on the addition of silicon, which is the converse of what 
happens on an increase of carbon. 

Extension .—The extension per cent, on 10 inches in the original 
metal was 27*7 per cent., while in No. 3, with oxidised silicon, the ex¬ 
tension was 26 per cent., both of which are rather unusually high 
values. No. 6 is the only other specimen with a high value (24*2 per 
cent), and is exceptional, all the others being low in this respect, 
reaching a minimum of 15*6 per cent., while 20 per cent, is stipulated 
with mild steel. It appears, therefore, that a few hundredths per 
cent, of silicon is capable of very much reducing the extension, and 
would on that account be detrimental. 

Reduction of Area .—The reduction of area per cent., which is a 
measure of ductility, naturally follows the extension pretty closely. 
It is a property which is very mnch affected by flaws or irregularity 
in the character of the material. In this class of mild steel, the reduc¬ 
tion of area should he at least 50 per cent., while values np to 70 per 
cent, are sometimes obtained. The original metal with 77 per cent- 
reduction was therefore exceptionally good, bnt fell to 40*3 per cent, 
with 0*02 per cent, of silicon, and 31*8 per cent, with 0*035 of silicon. 
In the other bars, the extension was low in each case, and was also 
irregular. 

Appearance of Fracture .—On referring to Professor Kennedy’s re¬ 
marks, as given in Table A, it will he seen that the addition of silicon 
produced a marked change in the appearance of fracture. In the 
absence of silicon, the bar was finely silky in fracture; and it was 
also silky in the presence of oxidised silicon, as in No. 3. The pre¬ 
sence of silicon, however, when in combination with the iron, ren¬ 
dered the fracture more or less crystalline, and often irregular* 
Some allowance must be made, of course, for the red shortness of the 
material, which would interfere with the parts uniting perfectly 
during rolling. Judging from the appearance of the specimens frac¬ 
tured by a tensile force, the qualify of the metal was not improved, 
hut otherwise, by the presence of silicon. It" may be mentioned that 
if nicked with a chisel and broken across, the metal appeared uniform 
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and finely crystalline, except when marks duo to imperfect rolling 
wore observed, and which of course depended on the rod shortness 
of the material. 

Iielatuu * llaxhuw .—The relative hardness was determined, as in 
my experiments on oaHt iron, by means of the weight in grams 
necessary to produce a scratch with a diamond when drawn over the 
smooth surface of the metal. 1 have described an apparatus for this 
purpose, together with the method of observation, and a number of 
experiments with various materials, in a paper read a few days ago,* 
and now in course of publication. In this paper, tho following con¬ 
clusions aro arrived at:— 

1. That in substances perfectly homogeneous in structure, hard¬ 

ness and tenacity vary together with tho number of atoms in a 
given space. Pure annealed metals pretty closely obey this 
rule. 

2. That in tho majority of substances which possess some crystal¬ 

line or other structure, hardness and tenacity do not vary 
according to any simple rule. Cast iron is an excellent 
example of this, since hard cast iron generally has a low 
tenacity, and rice vend* 

On examining Table B (p. 142), it will bo seen that in these experi¬ 
ments the relative hardness does not vary over wido limits, for whilst in 
cast iron variations of from 22 to 72 were observed (Trans., 1 Mf>, 47 , 
905), in this instance tho range is only from 15 to 21. The variations 
in hardness appear to follow in order of tenacity more than in order of 
silicon, and this is what might bo anticipated from tho fact that tho 
metal was a near approach to pure iron. It may he mentioned that 
tho workman in turning those specimens considered them about equal 
in hardness, and that, another workman wdio prepared the smooth sur¬ 
faces earn© to a similar conclusion. It is evident, therefore, that a 
difference of a few degrees on tho arbitrary sculo I employ is not 
perceptible to an ordinary workman, though if the hardest and 
softest had been carefully compared a difference would have been 
noticed. Tho specimen containing (Mi per cent, of silicon and 0*21 of 
carbon, and which was too red short to roll, had a hardness of 24, or 
somewhat greater* Tho following list, taken from the paper pre¬ 
viously referred to, will help to show tho value of these numbers for 
relative hardness:— 


▼Oil. LI, 


* Boft ro tho Birmingham Philosophical Society. 

L 
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Substances. hardness. 

Steatite. 1 

Lead (commercial). 1 

Tin „ .-. 2*8 

Rock salt ,.* • • * • 4 

Zinc (pnre annealed) . 6 

Copper (pure annealed)... 8 

Calcite . 12 

Softest iron . 18 

Fluor-spar. 19 

Mild steel. 21 

Tyre steol.20—21 

Good cast iron.21—21 

Bar iron. 24 

Apatite. 81 

Hard cast-iron scrap . 86 

Window glass . 60 

Yery hard whine iron. 72 


It appears, therefore, that the presence of silicon tends to some¬ 
what harden the metal, even when it has been slowly cooled, hut 
this hardness is also probably very closely connected with tenacity. 

Hardening Properties .—In connection with the effect of rapid cool¬ 
ing on the hardness of tho metal, no regular series of experiments 
was made, though a fow interesting facts were observed, Tho original 
metal was not hardened if plunged into wator while hot; but it was 
noticed that in Ingot 11, on attempting to drill underneath tho skin 
of tho 2 -inch square bar, the metal was perceptibly harder just under 
the skin than in tho interior. This ingot contained, in addition to the 
silicon, 0T2 per cent, of carbon, and it is believed that hardening 
commenced at about this point in the series. With Tngot 18, however, 
which contained 0*21 per cent, of carbon and 0*40 of silicon, harden¬ 
ing was very marked, and a chisel was prepared which, when honied 
and quenched in water, cut the unhardoned metal frooly without itself 
suffering at the edge. It was very tough, and its edge is apparently 
uninjured after considerable rough usage. It was, however, difficult 
to work when hot. Punches were also made from this motal, and 
stood well when used. 

Conclusions .—On adding silicon, in the form of silicon pig, to tho 
purest Bessemer iron, the following results are obtained :— 

The metal is quiet in the mould when a few hundredths per cent, 
even of silicon is added. The metal is originally red short, especially 
at a dull red heat, though it works well at a welding temperature 5 
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tho red shortness is increased by silicon. In all cases examined, the 
metal was tough cold, and welded woll, silicon having little or no 
influence. Silicon increases the elastic limit and tensile strength, but 
diminishes the elongation and the contraction of area, a few hun¬ 
dredths per cent, having a remarkable influence in this respect. Tlio 
appearance on fracture by tensile force is changed from finely silky to 
crystalline, while the fracture produced by a blow gradually becomes 
more like that offttool steel as silicon increases. The hardness in¬ 
creases with the increase of silicon, but appears to he closely con¬ 
nected with the tonacity. With 0'4 per cent, of silicon and 0*2 per 
cent, of carbon, a steel was obtained difficult to work at high tempera¬ 
tures, hut tough when cold, capable of being hardened in water, and 
giving a cutting edge which successfully resisted considerable hard 
usage. 

It must be pointed out that these conclusions are only true under 
the circumstances of my experiments. Doubtless the results would 
he very much modified by tho presence of varying quantities of man¬ 
ganese, carbon, and other elements, and it would ho unwise at tins 
stage of tho work to draw any gonoral conclusions. 1 am hoping, 
however, to pursue the investigation further, and to oxamine tho effect 
of silicon on mild steel with manganoso, on stool castings, and on tool 
steel. 

It will ho seen from the text how much 1 am indebted for assistance 
to Professor Kennedy, Mr. Ilarbord, and Mr. Walton, and without 
this help the experiments could not have boon conducted. Tt is only 
just to these gentlemen to state that T am more in tho position of ono 
who has initiated tho work, than of ono who lias himself been ablo to 
perform it. 


XIX.— laowme Chany a in fin* Phonal tforios, T. Tho Adlan of Ih online 
on tho Dihromonitwphenols, 

By Arthiia It. Lino. 

In a paper by Dr. Armstrong (Joitr. Ohm . fltor., 1875, 520), entitled 
“ Koto on Isomeric Change in the Phenol Series , 1 * 9 this author showB 
that parabromodiorthonitrophonol (m. p. 70°) is converted by mere 
warming with bromino into tho isomeric orthobromoparaorthodinitro- 
plionol (m. p, 110°). Thinking that isomeric change might also 
take place in other oases, Dr. Armstrong directed his attention to the 
dibrumonitrophenols, aud found as tho result of a preliminary experi¬ 
ment that when dibromori/wnifcrophonol (m, p. 117°) was heated with 

X. 2 
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bromine a small amount of the isoraoric dibroino^aranitvophenol 
(m. p. 141°) was produced, together with a considerable quantity of a 
non-nitrogenous compound insoluble in alkaline solutions and in 
alcohol, but readily soluble in benzene, from which it crystallised in 
yellow six-sided plates and prisms melting above 200°. Tho same 
compound was obtained when dibromoparanitrophenol was similarly 
treated. 

At the suggestion of Dr. Armstrong, I have undertaken tho ex¬ 
periments recorded in this paper with the view of obtaining, if possible, 
some explanation as to the mode in which the change from an ortho- 
nitroparabromo- to a paranitro-orthobromo-derivative may be assumed 
to take place. 

The non-nitrogenous compound, which is the ultimate product of 
the reaction between bromine and the dibromonitrophenols, was first 
examined, a quantity of the substance originally prepared by 
Dr. Armstrong being used. Two closely agreeing bromine-determina¬ 
tions, together with the fact that it was found not to contain by dragon, 
suggested that it was in all probability bromanil (tetrabromoquinono), 
C«Br 4 0 2 , a compound first described by the late Dr. Stcnhouso {Jour. 
Ghem» Soc ., 1870, 6). 

The numbers obtained for bromine are as follows:— 

I. 0 2633 gram gave 0*4664 gram AgBr. 

II. 0*2581 „ 0*4558 

Found. 

Theory ( -*- N 

(C 6 Br 4 0 3 ). I. II. Mean. 

Br.... 75*47 p. c. 75*54 75*32 p. c. 75*43 p. c. 


Stenbouse has shown that bromanil is converted by treatment with 
a 4 per cent, aqueous solution of potassium hydimido into potassium 
bromanilate, which is a very characteristic salt: 

CJBrA + 4KOH = 0 6 Br a O a (OK) 2 + 2KBr + 8011* 

2 grams of the supposed bromanil, moistened with alcohol, was 
therefore added to a solution of caustic potash (2*4 grams KOI I + 
60 c.e. H 2 0) contained in a small flask; the mixture was occasionally 
shaken during a period of five hours, at the end of which time the 
yellow crystals had disappeared, having given place io dark-purple 
crystals. Common salt was then added to precipitate that part of tho 
salt which was dissolved in the alkaline solution. After being several 
times dissolved in water, precipitated with common salt, and finally 
recrystallised, the salt was obtained in a form agreeing with Bien- 
house’s description of potassium bromanilate:—* 

* The sodium chloride used in the precipitation of the salt was pure, and con- 
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0*2409 gram gave 0*1118 K^SOi. 

Theory 

(C 6 Br„kjO| + IT/)). Found. 

K. 19 90 per cent. 20*29 per cent. 

The melting point of the bromanil from tho dibromonitrophenols was 
found to be 288°; a specimen kindly given mo by Mr. Groves was 
found to melt at the same temperature. 

The action of bromine on the dibromonitroplienols may therefore 
bo represented by the following equation:— 

C 6 H 2 Br,(NO,)-OH ■+ 4Br, + 20B a = C 0 Br 4 O> + 6HBr + UNO,. 

In order to throw light on the apparent isomeric change involved 
in the production of dibromoparamtrophenol, it was detuned expedient 
to try, first of all, the action of a mere trace of bromine on dibrotn- 
orthonitrophenol; for this purpose the following experiments were 
made:— 

I. 10 grams dibromorthonitrophenol was introduced into a bottle 
together with about 40 c.e. water and bromine in the proportion ot 
OeL^Br^NO^OH: ^Br*; the stopper was then inserted, wired down, 
and the bottle boated in a pan of boiling water. The heating was 
eontinued for 3£ hours. 

There was no change apparent, the product being entirely soluble 
in potassium carbonate solution, and giving only the led crystals of 
potassium dibromorthonitrophenol; these on treatment with acid gave 
a liitro-derivative which melted at the samo temperature as before, 
%iz., 117°. 

n. 10 grams of the substance was heated with half a molecular 
proportion of bromine for three hours. A small quantity of bromanil, 
however, was obtained; the portion solublo in potassium carbonate 
solution appeared to be the unaltered nitro-eompound j it melted as 
before at 117 p . 

III . 10 grams of the substance was heated with one molecular 
proportion of bromine for five* hours. The insoluble portion being 
removed, rod crystals of the apparently unchanged substanco wen* 
deposited; those wow not further examined. From the mothor-liquors, 
however, some rod crystals were obtained, which it could Iw discerned 
were contaminated with a yellow salt; as the quantity of tho latter 
was very small, separation was not attempted. 

IV. 10 grams of tho substanco was heated with ono molecular pro¬ 
portion of bromine for 12J hours. Tho liquid filtered from tho 
insoluble compound deposited a brownish-yellow salt. No trace of 

tamed no enleuim or magnesium salts j tho precautions recommended by Dr. JSten. 
house wore not observed. 
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the red salt which, dibr omorthcmitrophenol yields was observed. A 
determination of potassium in the salt thus obtained gave K =s 16*41* 
per cent. After recrystallisation, the following nnxnbors wore 
obtained:— 

0*3098 gram gave 0*0972 gram K 3 SO 4 = 14*04 per cent. K. 

0*2619 gram gave 0*1854 gram AgBr s= 30*20 per cent. Br. 

It was obvions from these nnmbers that I was dealing with anything 
bnt a pure compound; they clearly point, however, to the presence of 
a potassium monobromonitrophenol. 

It appeared probable from the foregoing experiment that the 
alkaline extract must have contained a mixture of salts. Several 
experiments were therefore carried out under the same conditions as 
the last mentioned, in order to prepare a larger quantity of product. 
As the result of several such experiments, I not only obtained a 
quantity of a substance having much the same appearance as before', 
but ultimately by means of fractional crystallisation and purification 
with animal charcoal, I succeeded in isolating from the inixtnro, tho 
salts of the three following compounds in a state of purity:—■ 


Orthobromodinitrophenol. 116° 

Orthobromoparanitrophenol. 102 

Dibromoparanitrophenol . 141 


A small quantity of potassium bromanilate was also separated, 
which was undoubtedly produced by the action of potassium car¬ 
bonate on the bromanil. 

The numbers obtained on analysing the above-mentioned salts arc 
as follows:— 


Potassium Bromodinitrophenol . 

0‘2273 gram gave 0*652 gram K^SO*. 

Theory 

(C 6 H 2 BrN s 0 6 K). Pound. 

K. 12-95 per cent. 12-84 por cent. 

It was found to be exceedingly difficult to obtain good numbers Cor 
bromine in this salt, as it is very apt to deflagrate when heated with 
lime in a tube, thereby causing a loss of bromine. A determination 
of bromine was therefore made in the phenol:— 

0"1483 gram gave 0-1062 gram AgBr. 

Theory 

(O e H s BrN 2 O fi ). Pound. 

Br -. 30-42 per cent. 30-54 per cent. 
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Potassium Bromoparanitrophenol . 

0*2078 gram gavo 0*0720 gram K 4 S0 4 . 

0*1890 gram gave 0*13.59 gram AgBr. 

Theory 

(Cflll 3 BrNb 3 K). Found. 


K. 15*23 per cent. 15*5t por cent. 

Br. 31*25 „ 30*04 


That this salt was potassium bromo^aramtrophenol was proved by 
the fact that on treating the plionol from it, dissolved in glacial acetic 
acid, with bromine, dibromopavanitrophcnol was obtained, which was 
identified by taking the molting point and by converting it into the 
potassium-derivative, tho light yellow crystals only being obtained. 

Potassium JHbromoparanifrophenol. 

It was unnecessary to analyse this salt; tho compound obtained on 
treatment with acid being sufficiently characterised by its behaviour 
on heating, sharply melting with decomposition at 141°, Further¬ 
more, it was previously obtained by tho same means by Ur. Armstrong, 
as stated in tho paper 1m* fore referred to. 

About two-thirds of tho crude mixture of salts consisted of potas¬ 
sium bromodinitrophonol; tho remainder was chiefly potassium 
bromoparanitroplionol, potassium dibromoparnnitrophonol being tho 
least abundant. 

In order to determine approximately the amount of bromanil 
formed, two rough experiments woro made with dibromorthonitro¬ 
phenol, and one with di bromoparani trophenol. 10 grams dibiom- 
orthonilrophcnol was boated os before with 5*5 grams bromine. 
The erudo bromanil was collected cm a filter and weighed: 4*5 grams 
was the weight found. Theoretically there should have boon only 
3*f» grams. In the second experiment 10 to 11 grams bromino was 
used; 9*5 grams crude bromanil was obtained, the theoretical amount 
being 7*2 grains. 10 grams dibromoparanitrophonol, heated with 
5*5 grams bromino, yielded 3*3 grams crude bromanil, being just 
under the weight required by theory. 

The alkaline oxtraei from this last experiment was found to consist 
of a mixture of tlio samo salts in about tho same proportions as that/ 
obtained from dibromorihonitrophenol. 

In each case, the bromino had almost all disappeared, and a con¬ 
siderable amount of gas—nitric oxide— escaped on releasing tho stopper 
of the bottle. 

Tho foregoing results serve both to confirm and to extend Dr. 
Armstrong’s conclusion that the action of bromine on dibromorJAo- 
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nitrophenol is attended with isomeric change, for not only 1ms 
dibromoparanitroplienol been obtained, but also monobromoparunitro- 
phenol. 



Uibromo^ onifcri- Bromopewaoitro- Dibromoparonitro- Bromoclinitro- 
tropheDol. phenol. phenol. phenol. 


The production of the latter shows also that the formation of 
bromanil takes place partly at the expense of the bromine of the 
dibromonitro-compound, a conclusion in harmony with tlio fact that 
more bromanil is obtained than corresponds with the amount of 
bromine used, although it must not be forgotten that the nitric acid 
which, it may be presumed, is initially formed from tlio NOi 
displaced, would serve to render a considerably larger amount of 
the bromine available than is indicated by the equation previously 
given. The experiments throw no light on the precise manner in 
which the isomeric change takes place; hut the conditions arc 1 such 
that it would appear to be almost beyond question that it is a case of 
trne intramolecular change. 

I purpose extending my experiments to other nifcro-balogen phenol- 
derivatives, in the hope of obtaining further evidence in explanation 
of the isomeric change. 

In conclusion, I have to express my thanks to Professor Armstrong 
for the many valuable suggestions, and the great help ho has given 
me whilst engaged in this work. 


Researches on the Relation between the Molecular Structure of 
Carbon Compounds and their Absorption Spectra , Part VIII. A 
Study of Coloured Substances arid Dyes . 

By W. N. Hartley, F.R.S., Professor of Chemistry, Royal College of 
Science, Dublin. 

a paper which was read before the Chemical Society in 1876 by 
Dr. Otto Witt, and which is published in the Heriahte, 9 522 a 
statement is made to the following effect:—“Whilst neither benzone 
nor its mfeo-, amido-, nor hydroxy-derivatives are colouring matters, 
we find that the nitranilines and nitrophenols belong to this ; 
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but they bocomo colourless when acetyl is introduced into the former, 
or an alcohol radical replaces in the latter tko hydrogen of the 
hydroxyl. From this, it follows— 

“That the tinctorial character of aromatic compounds is conditional 
upon the simultaneous presence of a colour-producing group and a 
salt-forming group in the molecule. 

“A group of atoms of the formor kind may bo termed a chromogen 
and of the latter a chromophor. 

“For instance, NO,, is the chromophor of nitraniline and nitro- 
phonol, but nitrobenzene is the chromogan of these bodies. 

“The different nitvo-diphonylamines are all acids and dye-stuffs, 
and their tinctorial power increases with the number of nitroxyls.” 

It appeared to be of interest to study the relation of the hydro¬ 
carbons to the more conqricx compounds which are colouring 
matters derived therefrom. If a source of light emits all luminous 
and invisible vibrations capable of being transmitted through 3 feet 
of air, a perfectly colourless substance will transmit theso rays 
without impiiring their intensity. A coloured sub-tanco is one 
which absorbs ra) sat either end of the spectrum, or selects rays of 
a certain wavo-longth from the middle of the spectrum, if very 
fluorescent substance is thcroforo coloured, and benzene, bonzonoid 
hydrocarbons, phenols, and other derived compounds which oxhibit 
selective absorption of tho ultra-violet rays are coloured: the subtlety 
of tho colour, however, is such that tho eye cannot appreciate it. 
That which in tho ordinary acceptation of tho term is a coloured 
substance is one in which tho absorption of rays extends into a region 
limited by tho rod and violet ends of tho spectrum, or between wave¬ 
lengths of 70U0 and 4*000 tenth-metrets. According to this view there 
aro colours visible and invisible. 

Bauds of selective absorption appear to bo tho effect of vibrations 
taking place within the molecule of a substance, and theso aro de¬ 
pendent upon tho rate of the vibration of the moleoulos themselves; 
they aro called in general molecular vibrations. It then wo dosiro to 
convert a substanco such as benzene into a compound with a visible 
colour, it is necessary to slacken its rate of vibration so that the 
molecule will absorb rays with oscillation frequencies occurring 
within tho limits of visibility. 

That which hits boon c&llod a chromogen is an invisibly coloured 
substanco, and that which is termed a chromophor is an atom or a 
group of atoms cnpablo of so reacting as to reduce the rate of 
vibration of the molecule, with tho result that it absorbs rays within 
the limits of visibility. Under certain conditions of combination, 
oxygon and nitrogen aro chromopliors, hence also hydroxyl and 
uitroxyl. Oxygon and nitrogen also when united in a certain manner, 
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to carbon, as in nric acid, form a chromogon which is readily modified 
into murexide. The molecules of oxygen and of nitrogen aro colourless 
and non-absorbent in thin layers up to 3 feet of gas at atmospheric 
pressure, but the molecule of ozone is blue, and that of NO* is brown, 
even in very thin layers. Hydrogen peroxide, nitric acid, and to 
some extent hydroxylamine salts, absorb the ultra-violet rays, they 
are therefore invisibly coloured.* In fact, the salt-forming groups 
HO* 'and OH are themselves coloured either visibly or invisibly, 
and we can therefore readily understand how they can act as 
chromophors. The condensation of oxygen in compounds tends to 
the formation of intensely coloured substances, tho feeblo colours of 
ferrous and manganous salts become deep and intensely powerful in 
ferrates, manganates, and permanganates. PbO is yellow, PbjO* is 
red, and PbO a is pneo-coloured. 

When two benzene molecules are doubly linked by two nitrogen- 
atoms as in azobenzene, their mode of vibration is profoundly 
modified, and a brilliant colour as low down in ibe scale as the yellow 
rays is the result. A similar modification takes place when two atoms 
of hydrogen in benzene are replaced by two atoms of oxygen as in 
quinone, which is of a golden colour. 

The effect of linking two or more benzene nuclei by carbon-atoms 
has been dealt with in a former paper, the colours aro not rendered 
visible but the molecular vibrations are greatly reduced in rapidity. 

The chromophoric properties of oxygen-atoms when united in a 
certain manner to carbon, and especially to benzene nuclei, aro 
strikingly illustrated by the constitution and properties of the phenol 
oolours, such as resorcin-phthalein, &c. 

The changes introduced by oxygon- and nitrogen-atoms in quinone, 
the phenol colours and azobenzene, which involve tho production of 
colours and dyes, depend upon the selective actinic absorption 
exerted by the benzene nucleus being reduced to visibility, that is to 
say, the rate of vibration of the molecule is diminished until it is loss 
than that indicated by violet light. 

The molecular vibrations of a number of nearly related dyes and 
coloured substances have been studied, the names and constitutional 
formula of which are given. The recorded measurements from 
which diagrams were drawn are first those of the visible rays, 
secondly those of the ultra-violot. The spectroscope used for tho 
visible rays was furnished with a compound prism capable of 

* There is some probability that ammonia is a substance which absorbs Ilia 
ultra-violet rays, and that this is due to the nitrogen it contains. We know that all 
a mmo nia solutions show an absorption-band, even volcanic ammonia, but it luw 
never been proved that this is not caused by some slight impurity. (See Fig. 5 
Plato XXY, TML Trans 170,1879.) ’ 
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separating tho two D linos, the telescope moved on a divided arc, and a 
pointer in the eye-piece served to indicate tlio edges of the bands of 
absorption. The metallic lines of flame and spark spectra given in 
the Heportsof the British Association, 1881, p. 1120, wore employod for 
converting a re-read mgs into wave-lengths, and oscillation frequencies. 
The rays extending from the blue into tlio extreme ultra-violet wore 
examined according to the method of working described in the 
Proc. Roy. Soc 33, ] (Abstract). In order to facilitate roferonce, 
tlio diagrams havo been drawn with tho solar linos inserted in the 
scalo of oscillation frequencies, and extending from A in tho extreme 
red to XJ in the ultra-violet. Tho solutions were made and examined 
as before (see Trans., 1885, 085). 

Generally speaking, absoiption-bands in tho ultra-violet region may 
bo measured to four figures, that is to say, to tenth-motrets of wave¬ 
length, for not only aro tho bands sharply defined but they are 
frequently edged by tho very numerous metallic linos in tho spectrum 
employed. Measurements in tho visible spectrum aio not so accurate, 
and thoreforo the numbers throughout havo been uniformly reduced to 
threo figures. On tho spectroscope used, tho value of minutes of arc 
in oscillation frequencies and wave-lengths at A is a dilToroneo of 
25 tontli-motrcts of wave-length, or G in oscillation frequencies; at 1) 
it is 14 tenth-met rets or 4 in oscillation frequencies; at P G tenth- 
motrets or 3 in oscillation frequencies. Tho region at G is included 
in the photographs taken for tho ultra-violet spoctrum. 


Names and Fo minim csjWHsing the Constitution of the Substances 

examinant. 


Tri})henyhnethane ami its Derivatives. 
Triphonylmothano, 

Hi JSU 

^Coiia-OHj' 


Bosanilino base, 


Aurin, 


lIO'CoIL Alii 


HO 




1I 3 NAH k JtTH 

Bosanilino hydrochloride, I ,H01. 

H 8 NAU/ XJeHa'CH, 

Trimethylrosanilino hydrochloride, (Eofmawris Violet), 
C1I*«HNAH V N'OH. 

>0<f| ,2H0l 

On 3 -HH-G fl H/ x 0 4 Hs*0II s 
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Trimethylrosaniline di-metlijl-di-iodide, (Iodine Green), 

OH 3 *HK-0,H 4v .N-OHs 

Nn/1 ,20HJ. 


x 0 | 

XJeByCH,’ 


Azobenzene and Derivatives . 

Azobenzene, C e H 6 -N I N‘C e H 6 . 

Mefcadiamidoazobenzene hydrochloride, ( CTirysoidine ), 

C 0 H o -N : N-CeEkCNH^HCL 

Triamidoazobenzene, {Bismarch Brown), 

c 6 h 4 -nh 2 -n : n-c 6 h 3 (NH 2 v 

Sodinm metadioxyazobenzenesulphonate, (Troposolin 0), 
NaS0 3 -C b H 4 -N :N*C 6 H 3 (OH) 3 . 

Sulpbobenzene-azodimetbylamidobenzeiie, (Ileliunthin ), 

HS0 3 -C 6 H 4 -N I N-C a H 4 *N(GHj)3. 

Benzene-azo-/J-naphtholdisulphonic acid, 

c 6 h 0 *n : n-o 10 h 4 (HSO3)/OH. 

/* 

Snlpho-xylene-azo-/?-naphtholdisnlphonic acid, 

HSOi-OsHs-N I N-OwH^HSO^-OH. 

$ 

Cumene-azo-j8-naphthoIdisul phonic acid, 

o 9 h„-n: n-o 10 h 4 (hso3)/OH. 

$ 

Pheny lazo-phenyl-£-naphtholsnlphonic acid, (Oroceine Scarlet), 
C*HvN I N-C b H 4 1 N-0 10 n 6 (HSO 3 )-OH. 


Biebrich Scarlet, HSO^C^-N: N-C«H 4 (HSO*)-N 1OuHrOH. 

0 

Isomeric Compounds . 

f Sodinm a-naphthol-azophenylsulphonnto, 
j OH-CwBvff: N-C,U 1 -SO J Na. 

Isomers J (Tropseolin 000 No. 1.) 4 

\ Sodium jS-naphthol-azo-pbenylsulphonate, 

I OH-C 10 H 6 -N: N-C*H 4 -S0 3 Na. 

L (Tropseolin 000 No. 2 ) 
f Amidoazo-£-naphthalene, O I 0 H 7 *N I N-OioH e *NH 2 . 

Isomers. % P a fi 

] Amido-azo-ce-naphthalene, Oi 0 H 7 *N I N-OioH^NII a . 
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Isomers. < 


"a-Naphthol-azonnphthylsnlphonic acid, (Add Brown), 

OlE-CJIe-NlN-CVITo-HSO,. 

a a a a 

/J-NaplithoI-azonnphthylsulphonic acid, (Fast Rt>d), 
OH*Oi 0 1Io*N I N’Cioiltf-USOj. 

. $ a a a 


By referring to the statement of the substances examined and to 
tlxo diagrams, the variations iu the constitution of the different 
colours can bo compared with variations in their optical properties. 

It may be remarked that the modification seen in the curve of benzene 
when methyl is substituted for hydrogen, consists in three out of the 
four absorption-bands being merged in one, and the rate of vibration 
of tlio rays absorbed is loss. 

When a compound like triphenyl methane is examined the absorp¬ 
tion curve has much of the general character of that of bouzene, but 
the modifications which it has undergone are much like what one 
might expect from its constitution. First, there is one lnoad absorp¬ 
tion-band, with just an indication of a second one being merged iu 
this. Secondly, groat increase in the amplitude of the vibrations is 
to be observed. Thirdly, tho rato of vibration of the absorbed rays is 
greatly reduced. 

In tho case of benzene, we find that though its absorption of tho ultra¬ 
violet rays is very groat, yet this is as nothing compared with that 
of three benzenes linked by a carbon-atom as in triphonylmothane. 
Thus a milligram-molecule of benzene begins to transmit rays with 
oscillation frequencies 8700 and 4880, while of a molecule 
transmits all rays ns far as 4050. (Plato 1.) 

With triphonylmelhano, a milligram-molecule transmits nothing 
beyond IT or oscillation frequency 2510; 2 x \^ of a molecule transmits 
rays as far ns 4000, This (lilToronco results from tho linking of threo 
benzene nuclei by a carbon-atom. 

Tho iinide- and amide-groups introduced to form rosanilino base 
cause tho molecule to absorb all rays beyond 0, or 1250 oscillation 
frequencies. , J 0 of a molecule causes an absorption near D, 1070, 
extending to near II, or 2430 oscillation frequencies, while t l fl of a 
molecule transmits all rays to 4000. (Plato 11.) 

If tho triphenyluiothnno has hydroxyls, as in aurin, irntoad of 
amide- and an ituidc-group, then its absorptive power is greater, 
■fcJ T o£ a molecule absorbs all beyond O or 1520, while absorbs 
as far as D, 1070; of a molecule absoibs from 1780 to between 
Q and R, or 8100, and transmits what is practically the whole 
spectrum. (Plato III ) 

It is obvious that boro tho hydroxyl is tho more powerful ohromo- 
phor. The greatest effect, however, is caused by tho imide- and 
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amide-groups forming a salt with hydrochloric acid, as in rosaniline 
hydrochloride. 

A molecule of rosaniline hydrochloride absorbs all rays beyond 0 
or between B and 0; 1500 oscillation frequencies; „ of a milli¬ 

gram-molecule absorbs all rays beyond 1600, between B and 0; , 0 \ w - 
absorbs all from 1600 to near H or 2500; while transmits all 
rays to 4600. Triphenylmethane presents a curve not unlike ihat of 
rosaniline hydrochloride, but it begins to transmit rays somewhat 
earlier; that is to say, with yAy of a molecule. By introducing 
methyls into rosaniline salts, as in Hofmann’s violet, the opacity of 
the liquid is increased; it begins to transmit red rays with little more 
than swff a milligram-molecule; with tutto & transmits from 
1500 near C to 2500 near H, and absorbs all beyond; with ■ So 1 R<) of 
a molecule, it transmits rays between G and H; while transmits 
all to 4400. On the introduction of two methyl iodides into the 
molecule of trimethyrosaniline, so as to form iodine-green, there is a 
complete absorption of rays as far down as 1350 oscillation fre¬ 
quencies. -aToiy a molecule transmits rays between 1350 and 1390; 
the absorption then continues to F, 2050; rays are transmitted from 
2050 to 2200; absorption occurs again until near N, 2780, and 
transmission to near O, 2890. With stts a molecule, all rays are 
transmitted to 4600. (Plate I.) 

By means of these curves, the properties of the dyes which confer 
upon them tinctorial powers, are easily studied. 

In the examination of azobenzene, it is seen that one-fifth of a 
milligram-molefule transmits the visible rays as far as a point lying 
between 0 and D, or 1625 oscillation frequencies; of a molecule 
transmits to between E and F, or 1970 oscillation frequencies; 6 \ 7 of 
a molecule transmits to between E and F, or 2020 oscillation fre¬ 
quencies ; then occurs an absorption as far as M, or 2C90 oscillation 
frequencies; -gy-g- of a molecule transmits to just beyond F, or 2090; 
then occurs an absorption to between G and H, or 2470; rays aro 
then transmitted to near N, or 2780, after which there is but little 
absorption at of a molecule, and that lies at about 3900 oscillation 
frequencies. In chrysoidine, the rate of tho vibrations is much 
reduced, and their amplitude is increased. Tkoro is, with ^ J 0 of a 
molecule, complete absorption of all rays lying boyond a point equi¬ 
distant between D and E, or about 1800 oscillation froquencios. What 
appears below this point is an absorption-band, apparently tho prin¬ 
cipal band of azobenzene, modified by being extended from 1800 to 
2890 oscillation frequencies, or near O ; but at - 0 ’ 7 of a molecule all 
absorption practically ceases. (Plate IV.) 

If we examine all the other azobenzene and azonaphthalene- 
derivatives, it is to he observed that the amplitude of tho vibrations 
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is virtually the same as in chrysoidinc, and that tho character of their 
enrves is remarkably similar, though of course no two of them can he 
alike. The very varied const hut ion of tho compounds a»s regards tho 
hydrocarbon radicles from which they arc derived, and their consider¬ 
able number, 12, showing a great family likeness, renders the 
study of those curves of much intorest, for it shows how much tho 
nitrogen is concerned in the development of the colours, and how 
comparatively of small importance arc the hydrocarbon radicles 
provided they are of tho benzono’id (bnracier. (Plates IV to XI.) 

There ai*o throe curves besides the 12 referred to, which require 
some further notice. First, Tropmolin 000 No. 1, which is isomeric 
with Tropseolin 000 No. 2 (No. I contains »- and No. 2 /J-naphthol), 
transmits all rays through of a molecule, while No. 2 absorbs 
all beyond 1780 oscillation frequencies, when only Vi \ 0 of a molecule 
is present. Next, there are two isomeric diazonaphthol-derivativcs, 
“Acid Brown” and “Fast Ited,” tho curves of which arc very 
remarkable, though the one with all its differences seems to be a 
modification of the other. The singular fact about these colours is. 
that tho difference between them in constitution is but slight, as will 
be perceived by the constitutional formulas given :— 

“ Acid Brown.” u Fast Rod.” 

iiso/tvu-N: N-c l0 ir fl -on jjho/C w u^ : N-c lt) Tr 0 *oir. 

a a a a a p 

Mnrcxulo was studied ns being almost tho only organic colouring 
matter of known constitution which is not derived from one of tho hydro¬ 
carbon nuclei of the benzene class. Tho colour is due to tho close com¬ 
bination of nitrogen- and carbon-atoms. It is easily derived from itrio 
acid; it was therefore doomed advisable to examine this compound. 
Uric* acid exhibits an ext inordinary absorption-band when an aqueous 
solution of tho acid is examined in layers 15 mm. in thickness. As tho 
substance require 15,000 parts of water for its solution, this is some 
indication of the ext inordinary absorptive power of uric acid, and of 
the effect of the linking of several carbon- and nitrogen-atoms, and 
tho combination of oxygen-atoms with the carbon. Urea, bo it 
rcmcmlx'rod, is extraordinarily diaetinic. Wo have unfortunately no 
indisputable evidence of the constitution of uric aoid and muroxide, 
though tho latest results obtained by K. Fisohor appear to establish 
tho formula of Modicus, which is tho following (Zter., 17, 1770, and 
Chan. Hoc, J,, 1884 (Abstracts), 1310) 

NH-CO*0‘Ntt 
I II >00. 

CO*NH*d*Nir 
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It appears to be established that there is a carbamide-group coti- 
taining two imidc-groups, distinct from the nucleus, which is removed 
as alloxan on oxidation in an acid solution. 

From the above formula, it is possible murexido may have the 
following constitution:— 


NH-COC-N; 


L'W w Jiir-- 

II > co 

CONH-ON--1 


00 . 

CO 


^>CH-NH 2 . 


One fact is established by this work, namely, that when absorption 
takes place in the visible region, the ultra-violet rays are also 
absorbed. 

It appears hopeless to expect a strongly coloured substance to 
transmit the ultra-violet rays. The researches of IL 0. Vogel, Kdor, 
and of V. Schumann have given rise to an important extension of photo¬ 
graphy in the direction of preparing stained films sensitive to the less 
refrangible rays, and thereby capable of rendering the true relative 
values of different colours in black and white; it is therefore of 
interest to know the exact behaviour of various dyes towards all 
luminous and non-luminous vibrations. 

When benzene in a molecule of a dye is replaced by xylene or 
cumene, it is a fact already recognised by chemists that the colour is 
altered by the transmitted rays being of less refrangibility the higher 
the homologue introduced. 

On carefully comparing the curves of the rosanilino sories of dyes, 
triphenylmethane and benzene, it is seen that they are modifications 
of the benzene curve, but the closeness of relationship of the triphrnyl- 
metliane curve to the dyes is much greater than that of iho benzene 
curve, and the curves of the three dyes are modified in such a manner 
that they follow each other closely. The modification is such that iho 
molecules of greatest mass transmit least light, and the light is com¬ 
posed of rays vibrating with least rapidity, thus indicating a greater 
amplitude and less rapidity of vibration of the molecule. 

The same remark applies to the diazo-colours $ they all present 
curves which are modifications of the azobonzono curve. 

In a paper “ On Homologous Spectra ” (Ohom. Soo. «7*., 1883, 43, 
390) which deals with the author’s examination of the simple spark 
spectra of well-defined series of metallio elements, it is shown that 
there is a considerable evidence in support of the view that elements 
whose atomic weights differ by a constant quantity, and whoso 
chemical character is similar, are truly homologous, that is to say, 
similarly constituted bodies, or in other words, they arcs tho samo 
kind of matter in different states of condensation. The omission 
spectra show that these elements are vibrating in the same manner, 
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but at different rates, tlio rate of vibration depending upon the mass 
of the atom, the atoms of greatest mass having tlio slowest rate of 
vibration. This is in accord with what wo know of tho absorption 
spectra of homologous series of carbon compounds. 

I desire to express my thanks to Professor Schorlommer, F.R.S., 
for tho specimen of aurin of porfoct purity, to Messrs. Williams 
Brothers, and Ekin, and Professor Moldola, F.R.S., for other pure 
substances used in this investigation. 

Tho examination of tho dyes lias been systematically carriod out by 
Mr. W. R. Barnett, after a preliminary series of observations and 
drawings had boen made by myself. 
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Triphenylmethane. 0-244 gram in 20 0 . 0 . alcohol. Molecular weight = 244. CH(0,H5); 
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Tbiphextlmeth4ne. 0’244 gram in 1<X> c.c. 
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TfiiPHENYLMETHANE, 0*244 gram in 2500 c.c, 



Spectrum begins at. 139 | 719 139 719 139 719 139 719 339 719 

And extends to.... 1 153 650 166 600 166 600 166 » 600 166 600 

Absorption band 

from . — — — * — 166 to 244 600 to 410 166 to 235 600 to 425 166 to 235 600 to 425 

Raj 8 transmitted to — — — — 263 3b0 277 361 306 326 
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Rosanit.ine Base. 0*301 gram in 2500 e.c. 
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Aubix. 0'290 gram in 100 c.c. 
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Aurin. 0*290 gram in 500 0 . 0 . 
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Rosaniline Hydrochloride. 0'3375 gram in 500 c.c. alcohol. 
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Eosaxilixe Hydeochloeide. 0-3375 gram in 12,500 c.c. alcohol. 
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Hofmann’s Violet. 0*416 gram in 100 c.c. alcohol— continued. 
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Hofmaxx's Violet. 0'416 gram in 25U0 c c. 
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Iodise Ghees. 0*672 gram in 500 c.c. 
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Iodine Geeen. 0*027 gram in 2500 o.o. 


176 


HARTLEY 


THE MOLECULAR STRUCTURE OF 











































Azobexzexe. 0 182 gram in 100 c c. alcohol— continued. 
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Azobbnzehe. 0182 gram in 2500 c.o. alcohol. 
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Chrtsoidine. 0*212 gram in 500 c.c. 


OARBON COMPOUNDS AND THEIR ADSORPTION SPECTRA. 170 


i 

H 

A 

719 

616 

516 to 385 
256 


139 

193 

193 to 255 
389 

a 

a 

B 

CO 

Jt>- 

eo 

05 lO O ^5* 

HC«t 

1> <M 

tfl 

XO 

tH 

139 

190 

190 to 268 
364 

CO 

*< 

719 

630 

530 to 367 
274 


139 

188 

188 to 272 
364 

J 

■ 

r< 

g 

si |a 

H »’* 

139 

185 

185 to 277 
308 

I 

to 

A 

S3 

CO 

a o o 1 

Rig g 1 
§ 

H 1 #< 

3 

§3 a 1 

a 

TMcknesB of layer 
of liquid ........ 

i 

ft 

Spectrum begins at. 
And extends to .... 
Absorption band 

from .. 

Bays transmitted to 

_l_ 
















































Bismarck Brows. 0 - 227 in 500 c.c. 
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Teopjeolie O. 0*1 gram in 500 c o. 
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Tbopaol nr 000. No. 1. 0’324 gram in 500 o.c. 
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TfiOPiEOUtf 000. No. 1. 0*324 gram in 2500 c.o.' 
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Tropjjolin 000. Ko. 2. 0*1 gram in 100 c.c.— continued . 
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TROPiEOLiN 000. No. 2. 0‘1 gram in 2500 c.c. 
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HSOa’CeHVN l ^CioH^HSOaJa'OBjS (Na Salt). Molecular -weight. = 578. 57*8 mgrms. in 100 c.c. OH®— continued . 
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AMmo-Azo-a-HAPHTHALBNB, CjoH,*ITK'-CioH.-NH,. Molecular weight = 297. 297 mgrms. in 100 ao. OH». 






































Amido-azo-£-naphthalene. CioH 7 *N N'CioHevNIIa. Molecular weight = 297. 297 mgrms. in 100 c.c. OH 2 . 























Hblianthtn Molecular weight = 305. (A free acid.) HS 03 *C 6 H 4 * 11 T ! N'CeH^.N(CH 3 ) 2 . 80 5 mgrms.in 100 c.c. OH 2 . 
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Cbocehstb Scarlet. Molecular weight = 454. C fl H 6 *N! N*C 6 H 4 *N! N'CioH^HSOaJ’OH (Ha salt). 45*4 mgnns. 

(1) (4) a a fi 

in 100 c.c. OH*. 
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East Red. Molecular weight = 400 (Na salt). HSO^OioHe’ITIN’CioHe'OII. 400 mgrms. in 100 c.c. OH a . 
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Acid Brown. Molecular weight = 400 (Na salt). HSO 3 , C 10 H b \N’N'CioHVOH. 400 mgrms. in 100 c.c. OH«. 








































Mubexide. 0*283 gram in 100 c o. water. 
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Mubexide. 0*283 gram in 500 c.c. 
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Notes to the Plates . 

The solar lines represented on the scale have the following values 
in oscillation frequencies and tenth-motrets of wave-length:— 


1 I 1 



x 

X. 


T 

X. 

A.... 

1314 

7604 

M.... 

2683 

3727 

B.... 

1455 

6867 

X.... 

2793 

3580 

0 ... 

1523 

6562 

O.... 

2907 

3440 

D.... 

1696 

5892 

P.... 

2976 

3360 

E .... 

1897 

5269 

Q.... 

3044 

3285 

E.... 

2056 

4860 

Pi. ... 

3145 

3179 

GL... 

2321 

4307 

S.... 

3225 

3100 

H.... 

2519 

3967 

T.... 

3311 

3020 

x.... 

2542 

3933 

U.... 

3396 

2947 

L.... 

2618 

3820 


— 

_ 


In many of the diagrams the curves are intermptod between the 
-extreme limit of the spectrum in the red and the next point at which 
absorption occurs; this means that with the greatest thickness of 
liquid all intermediate rays were transmitted. For instance, on 
Plate I, benzene transmits all rays between A1314 and 3750, and 
triphenylmethane transmits all between A and K. Instances whore 
the light is almost entirely absorbed are indicated by the curve being 
continued by a dotted line, as in rosaniline hydrochloride. 

Plate I. It will be noted that the benzene curve is drawn to the 
same scale as the other curves on this plate. 

Iodine green appeared to transmit more of tho less refrangible rod 
rays than the other rosaniline-derivatives. This may have been due 
to the colour being favourable to viewing this ond of tho spectrum, 
the more brilliant rays being absorbed and those which are feeble 
thus rendered visible. The following hi bio explains the scales upon 
the diagrams. As often as possible, 1 milligram-molecule of a sub¬ 
stance is dissolved in 20 c.c. and examined in thicknesses of from 
1 mm. to 5 mm.; the solution, if too strong, is then dilated five timos 
and again examined in the same way. 


a 

if 

Yolume of liquid 
containing 

1 miHigram-moleculo 
of substance. 

Proportional 

thicknesses of 
liquid. 

Proportional 
part of 

1 milligram- 
molocule 
observed through 
I mm. 

Original solution.. 20 c.c. 

1 to 5 mm. 

* 

1st Dilution 

100 

5 to 25 

* 

2nd „ 

.... 500 

25 to 125 

Tify 

3rd „ 

.... 2,500 

125 to 625 

vhr 

4th „ 

VOL. H. 

- 12,500 

625 to 3125 

stta 

p 
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When two or more curves on one plate refer to solutions which, 
according to the notes, are of different strengths, the curve drawn 
from the strongest solution is reduced to the same dimensions as if 
drawn from the weakest. 

In the case of two of the curves, Plate VI and No. 1 on Plate IX, 
exact molecular proportions were not taken for examination, and a 
correction has been made for this. 


XXI. —Some Silicon Compounds cmd their Derivatives . I. The Action 
of Silicon Tetrabromide on Thiocarbamide. 

By J. Emerson Reynolds, M.D., P.R.S., Professor of Chemistry, 
University of Dublin, 

Although a large number of silicon analogues of carbon compounds 
are known, it is remarkable that we do not find among them any 
well-defined representatives of cyanogen or its derivatives. This 
consideration led me some years ago to commence the investigation 
of reactions in which silicon and nitrogen take part. In the course 
of this work, a considerable number of new facts have been observed 
and reactions examined, especially those in which the silicon haloids 
and organic nitrogen compounds are concerned. 

Several of the compounds obtained have been exhibited from time 
to time at meetings of the Royal Dublin Society, and those especially 
referred to in this communication were shown at the conversazione of 
the Royal Society in June last. These bodies were chiefly derived 
from compounds which include ammonia residues such as amines, 
amides, and amidic acids, thus the interesting work just published 
by Mr. Harden touches at one point (the action of a silicon chloride 
on aniline), that in which I have been engaged. 

Early in the course of the general investigation, it was found that 
silicon tetrabromide is a more manageable reagent than the corre¬ 
sponding chloride. The former is much less volatile—boiling at 
153°, the boiling point of the chloride being only 59°—and the 
bromide is not so rapidly decomposed by water. 

Even with the bromide, some of the reactions above referred to 
are very complicated, particularly when oxygen is present; but the 
change which T propose to describe in the present paper is a tolerably 
simple one, and is that which takes place when silicon tetrabromide 
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acts on thiocarbamide, a substance which I obtained in the course of 
a former research (/. Cfhem. Soo. 9 1869, 22, 1). 

I. The Action of Silicon Tetrabromide on TMocarbcmide . 

When pure dry thiocarbamide in very fine powder is gently 
warmed with a solution of silicon tetrabromide in crystallisable 
benzene* combination takes place slowly. At first the particles of 
thiocarbamide adhere, and after some time a slightly yellowish semi- 
fused mass is obtained, which becomes a thick liquid at the tempera¬ 
ture of the boiling benzene. 

The composition of the product—which like thiocarbamide itself is 
scarcely soluble in benzene—was found by successive analyses to vary 
with the length of time during which the mixture was heated. The 
products contained the elements of silicon tetrabromide and thio¬ 
carbamide, and the proportion of the former to the amide rose until 
the ratio was reached of— 

SiBr,:8(OS]N a H 4 ). 

This ratio was not exceeded even when the amide was heated with a 
considerable excess of the bromide for several hours at the boiling 
point of the benzene mixture. 

After several trials the following mode of operating was found to 
afford a satisfactory product when using comparatively large quan¬ 
tities of the materials. 

100 grams of pure and perfectly dry thiocarbamide in very fine 
powder was added gradually and with frequent agitation to a mixture 
of 28 c.c. of silicon tetrabromide with 250 c.c. of crystallisable ben¬ 
zene contained in a flask. The volume of liquid is sufficient to form 
a thin cream when the powder is evenly diffused through it. The 
mixture, carefully protected from moisture, was allowed to stand 
over night, when slight action took place, and a partially coherent 
mass was obtained in the morning. The flask was now connected 
with a long reflux condenser, and heatod on tho water-bath nearly to 
the boiling point of benzene. The thiocarbamide bocamo pastyt as 
combination proceeded, and could then bo diffused through tho hot 
liquid in droplets when tho contents of tho flask were agitated. Throe 
hours’ heating of the above quantities at tho boiling point of benzene 
proved to be sufficient. At tho end of the operation, the product 
subsided as a heavy, rather viscid mass, which gradually solidified on 
cooling. 

The benzene poured off from tho product had a somewhat alliaceous 

* The benzene solution was found to act more regularly than tho undilutod 
tetrabromide. 

f The melting point of thiocarbamido is 149°, so that liquefaction in presence of 
tetrabromide of silicon takes place at a temperature 65° lower. 
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odour, and contained some silicon and bromine. The ratio of silicon 
to bromine in this residual solution was found to be— 

Si: Br 4 .o3; 

therefore it contains the excess of tetrabromide left by the 100 
grams of thiocarbamide, in addition to small quantities of secondary 
products. This residual benzene solution proved useful in future 
experiments. 

The solid product obtained in such an operation was well washed 
with cold benzene, and then boiled with a fresh quantity for some 
time in order to remove excess of tetrabromide: when cold, it was 
rapidly broken up, again washed with benzene, and dried by a gentle 
heat: in all these operations, contact with moisture was carefully 
avoided. 

The body which results from this treatment is, when freshly pre¬ 
pared, a somewhat translucent brittle substance without distinct 
crystalline structure. It is yellowish, and the colour deepens con¬ 
siderably on exposure to air owing to evident decomposition. It is 
readily decomposed by moisture, and gives off fumes of hydrobromic 
acid as well as a sulphuretted odour. It becomes pasty below 100°, 
but begins to decompose when the temperature is raised much 
above that point. 

Good solvents of silicon tetrabromide, such as benzene, chloroform, 
carbon bisulphide, and ethyl bromide, failed to extract sensible 
quantities of silicon bromide from the compound in question. Thio¬ 
carbamide itself is not dissolved by any of the above-named liquids. 
On the other hand, solvents of thiocarbamide such as water and 
anhydrous alcohol, especially the latter, did not dissolve out the 
unchanged amide when the material was properly prepared, but the 
alcoholic solution contained derivatives of thiocarbamide and of 
silicon tetrabromide, which were in part due to the chemical action 
of the alcohol. These products will be again referred to. I may 
add that no solvent for the compound was found which did not at 
the same time obviously decompose it. 

A portion of a freshly prepared specimen which had boon very 
carefully washed with benzene, was dried and powdered for analysis. 
Care was taken to expose it as little as possible to the air during the 
treatment. It was found to contain the elements of thiocarbamide 
and of silicon bromide. 

The following data were obtained:— 

I. 1*022 grams of substance gave 0 242 gram of NT, = 23*67 per 
cent, of IT = 64*24 per cent, of CSN 2 H 4 . 

II. 1*001 grams gave 0*0634 of Si0 2 = 2 95 per cent, of Si = 
36*66 per cent, of SiBr*. 
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And 1*96 gram BaS0 4 = 63*96 por cent, of OSl^H*. 


SiBi-4 .... 

8 (OSHrjBW 



Tlie results agree fairly with the formula— 

SiBr 4 ,8 (CSIT 2 H 4 ).* 

If this substance were a mixture of excess of thiocarbamide with a 
compound of the amide with silicon tetrabromide, it should bo capable 
of taking up more of the bromide by continued action, but that was 
not found to be the case. Another preparation was mado in which 
a larger excess of tetrabromide was used (as the fresh 27 c.c. of 
tetrabromide were dissolved in the benzene solution left from a 
former operation), and the mixture was finally heated to the boiling 
point of benzene for rather more than five and a half horn’s, or for 
nearly double the time given in the former operation. The product 
obtained was more yellowish and rather less translucent, but was 
found to contain a less proportion of silicon tetrabromide than before. 
In order to trace the cause of this difference, a more detailed 
analysis of the product was made than seemed noeessary in tho 
former case. 

The following data were obtained:— 

I. 1*312 grams gave 0 0716 Si0 2 and 2*4128 BaSO*. 

II. 1*0012 „ 1*8706 BaS0 4 . 

in. 0*8099 „ 0*2044 1ST. 

IV. 0*483 „ 0*1204 N. 

V. 0*8966 „ 0*6833 AgBr. 

VI. 0*5001 „ 0*2197 C0 4 .t 


Theory. 


Si.... 

28 

2-77 

2*53 

Br* .. 

320 

31-76 

— 

Cm. . . 

120 

11-91 

— 

n»... 

252 

25-00 

— 

Si.... 

256 

25-3!) 

25*25 

.. 

32 

3-17 

— 


1008 100*00 


Experiment. 

.... ... —.. 

11. 111. I\. V. 

— —• — 32*40 

— 25*23 24*92 — 

25*65 — — — 


vT 

11*88 


* Experiments are in progress in my laboratory on the action of bromides of 
carbon and tm on tlnocarbamide. 
f Calcium chloride tube spoiled. 
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T3ie difficulty experienced in separating the bromide of silver in 
a perfectly pure state s uffi ciently accounts for the slight excess of 
bromine; but the data generally lead to the conclusion that the sub¬ 
stance includes the ocfeothiocarbamide compound already obtained, 
together with an excess of carbon and nitrogen, doubtless resulting 
from the decomposition of another portion of the amide by the long- 
continued action of excess of silicon bromide at the boiling point of 
benzene. It is of interest to note that the expression, 

SiBr 4 ,8(S0N- 2 H 4 ):0^2 

closely agrees with the numbers obtained. 

It seems probable that the product is a mixture, but that point 
will be investigated later on, as my immediate purpose was served 
when it was found that continued heating under the conditions stated 
led to decomposition, and not to increase in the proportion of silicon 
tetrabromide combined with the amide. 

As there was some reason to suppose that slight access of air 
during the operation facilitated the decomposition just referred to, 
another experiment was made in a pressure tube with 6*1 grams of 
thiocarbamide, and silicon bromide and benzene in proportion. Air 
was expelled, the tube sealed, and then heated for 36 hours at 
100°. At the end of this prolonged heating, and when the contents 
of the tube were cold, the solid product seemed perfectly homogeneous 
and closely resembled that already obtained. It was removed, 
broken up, washed with benzene, and the ratio of sulphur to nitrogen 
and carbon determined. 

The ratio of sulphur to nitrogen was— 

S:1W 

and sensibly equal volumes of carbon dioxide and nitrogen were ob¬ 
tained on combustion with chromate of lead, therefore no such 
decomposition of thiocarbamide took place in the formation of this 
product, as occurred in a shorter time and at a lower temperature 
when air had access to the mixture. 

The evidence obtained is conclusive as to the fact that 8 mols. of 
thiocarbamide withdraw but 1 mol. of silicon tetrabromide from a 
large excess of the latter when presented in benzene solution under 
the conditions specified above; and further, that the product is the 
result of chemical union between the compounds concerned. Whether 
the product is a single compound or a mixture must of course he 
determined by other means. 

Mechanical solvents having failed to break up the Substance, the 
action of anhydrous alcohol on it was next examined. When a 
quantity of the freshly prepared compound was boiled with carefully 
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dehydrated ethyl alcohol almost complete solution took place, and 
only a minute quantify of a siliceous body separated. On cooling the 
solution in a well-closed flask, beautiful stellate groups or tufts of 
fine silky crystals separated. These groups of crystals sometimes 
resembled sea anemones in appearance 5 they were easily purified by 
several recrystaUisations from alcohol. Although this compound 
gave the galena reaction with alkaline lead tartrate solution, which I 
recently described (Trans., 1884, p. 162), it did not possess any of 
the other characters of thiocarbamide. 

On analysis, this substance proved to be a monobromo-compound of 
pentathiocarbamide, and its production is evidence that silicon tetra- 
bromide, when made to act as described on the thiocarbamide, deter¬ 
mines condensation of the latter to an extent which greatly exceeds 
that which we already know bromine alone can induce. 

When the alcoholic solution from which the above-mentioned 
pentathiocarbamide derivative separated was distilled, a further crop 
was obtained, the mother-liquor from which when shaken up with 
two volumes of anhydrous ether separated into two layers. The 
heavier liquid, on standing, deposited crystals of the compound of 
ethyl bromide with thiocarbamide, and some of the bromethyl dithio- 
carbamide. The lighter layer was found to contain some of the 
bromethyl compounds and ethylic silicates. 

A full account of the compounds obtained by the alcoholic treat¬ 
ment will shortly be laid before the Society; but the outline already 
given serves to explain the unexpected results obtained by the action 
of silicon tetrabromide on thiocarbamide, as it is evident that the 
silicon compound determines the condensation of the amide and then 
unites with the product. Any further discussion of the constitution 
of the octothiocarbamide compound with silicon tetrabromide must 
obviously be reserved until the results of the examination of the 
products of its action with alcohol have been stated in detail. 

I have to thank my friend and former pupil, Mr. R. E. Doran, 
3T.C.S., for much assistance in this work. 

University Laboratory , 

Trimty College , LubTm. 
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Thomsen: tc On the Constitution of Benzene” 


By Alex. K. Milled, Ph.D. 

To determine the constitution of benzene it is necessary according 
to Baeyer (Ber.> 19, 1*797) to establish— 

I. That hexahydrobenzene and hexamethylene are identical. 

II. That ortho-, meta-, and para-substitution- derivatives of benzene 
furnish on reduction respectively 1:2, 1:3, and 1 : 4 sub¬ 
stitution-derivatives of hexamethylene. 

III. The symbols for benzene which II renders possible. 

IV. The positions of tbe separable affinities. 

I. Baeyer considers that the conversion of ethylic dihydroxytere- 
phthalate—a benzene-derivative—into ethylic succinosuccinate—a 
hexamethylene-derivative—by the action of nascent hydrogen, estab¬ 
lishes the identity of hexahydrobenzene with hexamethylene. Using 
EAkule’s symbol, the reaction is expressed thus:— 


COOEt 

O 

HC COEC 
I II + 2H : 
HOC OH 

V 


COOEt 


COOEt 

OH 

H,c' /N <30 
0<J OHj 

COOEt 


II. In support of the second point, namely, that ortho-, meta-, and 
para-substitution derivatives of benzene yield corresponding de¬ 
rivatives of hexamethylene on reduction, Baeyer cites the formation 
and behaviour (a) of ethylic succinosuccinate and (6) of othylic 
phloroglucoltricarboxylate. 

Baeyer’s argument is that in the formation ( a ) of ethylic saccino- 
succinate, both the COOEt groups and the 0 atoms retain the para- 
position (for reaction see above); and that ( b ) in the caso of phloro- 
glucol-derivatives, the 0 atoms preserve the meta-position during the 
change of the so-called secondary into a tertiary ring, thus:— 


* COOEt 
OH 

odT^co 
E ->c o<r H 

OOOEt-\ y^OOOEt 
CO 


Secondary form. 


COOEt 

0 


Ac 


HOC COH 
COOEt-i C‘COOEt 


Tertiary form. 
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How, on looking at the equation representing tho first of these two 
changes, it will be noticed that in tho conversion of the benzene- 
derivative into the hexdky&robenzene- derivative, not six but only two 
hydrogen-atoms are taken up. The reaction is therefore not a case 
of reduction or addition pure and simple, but is accompanied by an 
intramolecular change, according to Baeyer's own equation: yet 
Baeyer brings this forward as an argument in support of tho proposi¬ 
tion that ortho-, meta-, and para-substitution products of benzene 
yield, on reduction , 1: 2, 1: 3, and 1: 4 derivatives of hexamethyloue. 


COOEt 

A 

COOEt 

OH 

HsC^O 

V 

! 1! + 2H - 

HOC CH 

OC Alii 

Y 

COOEt 

COOEt 


The second reaction upon which he bases his argument is not a 
case of reduction at all in the ordinary sense of the word, but 
involves an intramolecular change pure and simple:— 

O OH 

C 0 

i \ becoming j |) 

00 llOU OOH 

Y Y 

H 2 II 

Reactions admittedly involving such intramolecular changes can 
scarcely be accepted as evidonco either for or against any particular 
benzene formula, especially as wo are altogether ignorant of the 
precise manner in which the isomeric change is brought about. If 
Baeyer’s equation be accepted, tho change may no doubt be regarded 
as involving morely a migration, of hydrogon-atoms, but is not migra¬ 
tion merely one of tbo many convenient terms in uso for expressing 
changes we do not understand ? 

Baeyer does not attempt to discuss tho two reactions in question 
with reference to any other symbol than Kokuld’s; Ladonbnrg (Her., 
19, 973), however, has shown how the first may be represented by 
means of the prism formula; in his opinion, it is possible to express 
the reduction of ethylic dihydroxyterephthalate to ethylic sucoino- 
snccinate by the following symbols :— 
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gOOEfc 

HO 

hL-<Ioh 

Y 

COOEt 


+ 2H = 


gOOEt 

HOOTCH 


OH 


lA—ii 

Y 

COOEt 


gOOEt 



Here, However, Ladenburg himself Has fallen into a curious mis¬ 
take in using His own symbol: if tHe six carbon-atoms of the prism 
be numbered so that eacH shall correspond with tHe carbon-atom 
bearing tHe same number in Keknle’s symbol, it will be evident that 
tHe above formula represents the ortho- dihydroxy-derivative of etbylic 
terepHtHalate, wHereas it is tHe poro-diHydroxy-compound which 
yields etHylic succinosuccinate. 

If the attempt be made to represent the change from a para- 
diHydroxy-derivative of etHyKc terepHtHalate into etHylic succino- 
succanate, employing tHe prism formula, an isomeric change must be 
assumed to occur. 


hc*£ 

hA*- 


gOOEt 


fjOOH 




6 OOI 


+ 2H ■ 


’COOEt 


COOEt 

Hj^30 
oA OHj 

Yh 

COOEt 


This change appears at first sight somewhat complicated, and 
therefore perhaps improbable; but on closer examination it will be 
found to be no more complicated than that involved in the reaction 
as represented by Baeyer, the most important difference being that 
Baeyer’s equation indicates a migration of hydrogen-atoms, whilst 
according to the above an atom of oxygen migrates from position 6 
to position 2. But it must be borne in mind that in the prism 
formula the carbon-atoms 6 and 2 are directly united, and tha t fofa 
migration of oxygen is simply from one carbon-atom to an adjacent 
carbon-atom; and, further, that since the molecule must be assumed 
to be changing form, that is, from a prism to a closed c hain , this 
migration is necessary if the figure (originally sy mm etrical) is to 
retain its symmetry.* 

* In connection, with the question of symmetry, it may be pointed oat that nearly 
all synthetical reactions involving the formation of benzene-derivatives from non- 
aromatie substances yield symmetrical products j the following examples may be 
mentioned in illustration of this: synthesis of mesitylene from acetone or from 
aJlylenej uvitio acid from pyruvic acid j 1:3:5 tribromobenzene by the action of 
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The change which Baeyer assumes to take place in the case of 
phloroglucol-derivatives in passing from the secondary to the tertiary 
form, may be represented in the same way:— 


CO 

HjO^CHs 
oi (DO 


OH 

.A 


HO-I 

HOO-I 


^H 

-OOH 




I do not offer this explanation in defence of the prism formula, but 
merely as one which might perhaps be brought forward as a last 
resource by the defenders of this symbol.* 

III. In the third section of his paper, Baeyer brings forward his 
one argument against the prism formula. As the prism consists of 
two triangles united as in Fig. 1, it is evident that if in the forma- 


Fig. 1. 



iion of additive compounds two of the three jpam-linos of union— 
5 : 2,1: 4, 3 : 6—can be severed, a derivative of ditrimothylene will 
be obtained, which on further reduction cannot possibly yield a 
derivative of hexamethylene. 

If two elements present in the prism in the para-position to one 
another are also to occupy the positions 1:4 in the corresponding 
hexamethylene-derivative, the 1 : 4 union must vanish. If the same 
argument be applied to a second pair of J para-atoms, a second para- 
union must go, and the product will no longer be capable of yielding 
a hexamethylene-derivative, Fig. 2. This is Baeyer’s argument; and 

light on bromacetylene j trimesic acid from propargylic add 5 quinol or hydroquinone 
by the distillation of succinates; and lastly the syntheses of ethylic sucoinosuooinate 
and of etkylio phlomglucoltricarboxylate. Reactions involving the employment of 
high temperatures or of very powerful reagents cannot of course be included. 

* In the number of the JBerichte (20, p. 62) which has come to hfttifl since 
paper was read, this argument has actually been brought forward by Ladenburg. 
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if he could cite a single case in which two atoms of hydrogen (or of 
any other monad radicle) could he introduced into a benzene compound, 
so that they take up the positions 1: 4, and then repeat the procoss 
so that the second pair should take up the positions 2 : 5 or 3 : 0, he 


Btg. 3. 



would be able to clearly disprove the prism formula. The only 
reaction, however, which he mentions in support of his argument, is 
the reduction of ethylic dihydroxyterephthalate to ethylic succino- 
succinate, and this certainly does not fulfil the conditions mentioned. 
Only one pair of hydrogen-atoms is added, the rest of the reaction 
being a molecular change, which can scarcely be regarded as sup¬ 
porting either view, throwing no light whatever on the positions of 
the “ latent bonds.” 

IV. Undoubtedly the most valuable section of tbe paper under 
discussion is the fourth, as it contains many new and interesting 
facts; but these for the most part cannot be regarded as throwing 
any light on the constitution of benzene. There is, howevor, one 
experiment to he noticed, which, according to Baeyer, proves the 
existence of at least one pair of double bonds in bonzene. Com-' 
mencing with terephthalic acid, he converts this by the action of 
nascent hydrogen into tetraliydroterephthalic acid, which readily 
takes up two atoms of bromine, yielding dibroinohoxahydrotoro- 
phthalic acid. The problem is then to determine the positions of the 
two bromine-atoms; if it can be proved that these occupy the ortho¬ 
position to one another, it will also be proved that the two carbon- 
atoms to which the bromine-atoms are attached were doubly linked 
before the addition of the bromine, thus proving the presence of at 
least one pair of double bonds in benzene. This is Baeyer’s arg ument , 
and it evidently takes for granted the non-existence of free affi nities. 
In order to determine the position of the bromine-atoms, the com¬ 
pound was treated with silver oxide, and hydroxyl substituted for 
the bromine-atoms. On concentrating the solution, a syrup was left 
which would not crystallise, and his attempts to obtain a crystalline 
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salt were equally unsuccessful. Having failed to get any results 
with, the compound supposed to he dihydroxyhoxahydroterophthalic 
acid, he tried the action of bromine on it; this gave a substance, the 
aqueous solution of which yielded a blue coloration with feme 
chloride. He does not mention any other property of the substance, 
neither does he say whether ho analysed it, but apparently he did 
not. He simply states that it was tetrabromocatechol, and concludes 
from this that there is at least one double union in benzene. 

Even granting that the product in question is tetrabromocatechol, 
and granting also the non-existence of free affinities, the production 
of such a compound is only an argument in favour of, and no proof of, 
the existence of the donble bond. Baeyer simply states that he 
treated the dihydroxy-acid with bromine, bnt does not say how he did 
this, or at what temperature; the reaction can scarcely be regarded 
as a normal one, and if this be admitted the reaction proves nothing. 

It may also be pointed out that the same reactions are brought 
forward as proofs of propositions Nos. I, II, and III, and that they 
are only two in number, so that unless it is perfectly clear how the 
reactions take place, a single error in the explanation of either may 
upset three arguments out of four. 

The last part of the research, that is, the examination of the addi¬ 
tive compounds of benzene and its derivatives, can scarcely fail to 
yield results of considerable theoretical interest, but it is difficult to 
avoid the conclusion that the research loavos the question of the con¬ 
stitution of benzene just where it was before. 

Julius Thomsen (Ber., 19, 2944) has also recently contributed to 
the discussion on the constitution of benzene. In the symbol which 
he proposes, the six carbon-atoms represent the points of a regular 
octahedron. The arrangement of the bonds is host seen from tho 
figure, in which the white linos indicate tho way in which tho carbon- 

Fia. 4. 
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atoms are united, the dotted lines being added to complete the octa¬ 
hedron. The projection of this figure is a hexagon with diagonals, 
but Thomsen points out that his symbol differs from the ordinary 
diagonal formula, in that it is the projection of a solid figure, the 
essentials of which are the diagonal bonds, and these cannot be 
severed without the destruction of the molecule. The formation of 
additive compounds is explained by the severance of one, two, or 
three of the peripheral bonds, so that the nucleus of hexamothylene 
will be— 

Fie. 5. 



Thomsen’s benzene symbol is, as he states, a symmetrical figure, 
which renders possible three and only three isomeric disubstitution- 
derivatives, namely, 1:2,1: 3, and 1: 4, the positions 2 and 6, also 
3 and 5, being identical in their relation to 1. These are the chief 
points which Thomsen brings forward in recommendation of his 
formula.* There are, however, some other points of interest in 
connection with this symbol, and which I think are of importance in 
connection with the subject of the constitution of benzene. Thomsen’s 
formula differs from Kekul6’s formula and from the prism formula, 
in that it renders possible four disubstitution-derivatives of hoxa- 
methylene, whilst three only are possible according to the other two 
symbols, assuming in each case that the substituents are attached to 
different carbon-atoms. Another difference is that quinono cannot 
be represented as a diketone, the formulas— 



being alone possible. The greatest difficulty, however, is perhaps tho 

* It may be mentioned that the representation of the diagonal symbol as a 
regular octahedron is not new, and will be found in Laubenhouner’s text-book 
(1884), where the above symbol for the hexamethylene nucleus is also given. 






GRIFFITHS: AGRICULTURAL EXPERIMENTS. 215 

representation of certain synthetical reactions, as for example, the 
synthesis of ethylic succinosuccinate, which is so readily shown l>y 
the symbols at present in use. 

COOEt 
OH 

oobH, 

I I 

HaO CO 

S bH 

COOEt, 

Symbol generally employed. 

Indeed the difficulties presented by this formula outweigh the 
advantages claimed for it by its author, and on this account it may be 
doubted whether it will commend itself to chemists. 

City and Guilds of London Institute , 

Central Institution . 


COOEt 

CH 



COOEt 

Thomsen’s symbol. 


XXIII .—Agricultural Experiments with Iron Sulphate as a Manure 

during 1886. 

By A. B. Griffiths, Ph.D., F.R.S.E., Principal and Locturor on 
Chemistry, School of Science, Lincoln, late Lecturer on Chemistry, 
Technical School, Manchester, &c. 

Tins paper rocords a continuation of my experiments on the use of 
ferrous sulphate as a manure. 

(1.) Meadow JEIoaj Crop. 

On referring to my last year’s experiments (Trans., 1886, 117)* 
it will be observed that grass land was improved by tho use of iron 
sulphate. This year T have experimented with iron sulphate to see 
the quality and quantity of hay produced by tho use of ibis manure. 
Two plots of land (of similar chemical and mechanical composition) 
were chosen of the same size aud exposed to tho same atmospheric 
influences (sunshine and rainfall). Both were manurod first of all 
with farmyard manure (tho same quantity on oach plot). Upon each 
plot of land 16 lbs. of ordinary grass seed were used por acre. After 
the grass had made its appearance above ground, cwt. of iron 
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sulphate -was used ou one plot as a top-dressing, but the other plot did 
not receive any iron sulphate or other artificial manure. Very soon 
it was noticed that the grass manured with iron sulphate was 
growing far more rapidly than the grass not treated with the iron 
manure, and was of a beautiful green colour. At the ond of the 
season, the harvest yielded the following results :— 


Meadow Hay . 



Grown with iron sul- 

Grown without iron 


pliate. 

sulphate. 

Yield of meadow hay (dry) . 

6962 lbs. 

3496 lbs. 


There is a difference, therefore, due to the addition of iron sul¬ 
phate. The one manured with iron sulphate yielded 3 tons 2 cwts. 
of hay, and the land not treated with the iron manure only 1J* tons of 
hay. 

Fair samples of hay from each plot of land were submitted to 
analysis, when the following results were obtained:— 


Meadow Hay (dried at 100°). 



Grown with iron sul¬ 
phate. 

Grown without iron 
sulphate. 

Albuminoids . 

13*01 

9*68 

Soluble carbohydrates.... 

48*29 

46-21 

Woody fibre... 

27*49 

83-07 

Fat. 

3*30 

3-10 

Ash. 

7 90 

7-31 


99*99 

100*00 


From the above, it will be seen that there is a considerable increase 
in the percentage of albuminoids and soluble carbohydrates in the 
hay grown with the iron manure. The table following gives the 
results of the analyses of the ash of each crop of hay:— 
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Ash of Meadow Kay. 



Grown mtk FeS0 4 . 

Grown without FeS0 4 . 


4*46 

1*22 

VjO..... 

18*21 

21 *92 


1*92 

2*00 

"f iVpflft CaO ...r*. .. 

18*24 

18 *31 

TVfgO -T-.*. 

7*62 

7*64 

fjlfliftfl.j Si0 3 ... 

36*43 

37*89 

JPhosphone oxide, PgOj .......... 

7*67 

5*36 

fliilnVinrifl mrid A SO... 

3*54 

2*89 

Clllo^Tl^_ r . . 

1*90 

2*75 



99-99 

99*98 


It will bo noticed from tho above that in the ash of meadow hay 
grown with ferrous sulphate the percentage of iron oxide is greatly 
increased and so is the phosp" ,Oric oxide. It will bo remembered 
that in my experiment 7 st year it was found that the iron sulphate 
destroyed moss that infects grass land (Trans., 1886,117). 

(2.) Mangel-wurzel Crops. 

The variety known as “ Orange Globe” was used in the following 
experiments. Two plots of well-drainod land wero used, each of equal 
size, and exposed to the same atmosphoric influences. Each plot was 
manured in the winter with 10 tons of farmyard manure. In the 
spring (April), the following mixture was applied broadcast on each 
plot of land (each plot receiving tho following quantities 

r 1 cwt. kainit, 

I 1 „ nitrate soda, 

| 4 cwts. superphosphate lime, 

12 „ common salt, 

per acre). On each plot of land, 5 lbs. of seeds wore employed. When 
tho young plants wore ready they were “ singled,” the distance 
between plant and plant being about 12 inchos. A month after 
“singling” a top-dressing of 1 cwt. of nitrato of soda and J- cwt. of 
ferrous sulphate was applied to one plot A, whilst 1 cwt. of nitrato of 
soda only was usod on plot B. At ihe end of the harvost (October), 
the following results were obtained:— 


VOL. Ll. 


Q 
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Mangel-vnvrzels, 



Grown with FoS0 4 . 

Grown without FoSO h 

Weight when gathered (root + 
leaf). 

97,682 lbs. 

78,369 lbu. 



The two crops grew under like conditions as far as composition of 
soil, manures used, and atmospheric influences ; except that one 
received a top-dressing of J cwt. of iron sulphate per acre, and the 
other crop had no dressing of the iron manure. The crop grown with 
the iron sulphate yielded 32 tons of roots, and the crop grown with¬ 
out iron sulphate yielded 26 tons of roots; there was, therefore, 
6 tons in favour of the use of iron sulphate as a manure for mangel- 
wurzel crops. The next table gives the composition of the two 


crops :— 

Mangel-wun els . 



Grown with FoS0 4 . 

Grown until out FeS0 4 . 

Albuminoids.. 

2*89 

1-90 

Soluble carbohydrates. 

11 *21 

9*32 

Woody fibre. 

1*98 

2*05 

Eat. 

0*25 

0*21 

Ash. 

1*52 

1*00 

Water . 

82*15 

85*51 


100 00 

99*99 


From the above, it appears that the albuminoids and soluble carbo¬ 
hydrates are increased in the crop grown with iron sulphate. The 
next table gives the analyses of the ashes of mangels from each 
plot:— 


Ash of Mangel-wurzel 'Roois . 



Grown with FoS0 4 . 

Grown without FeSO t . 

Iron oxide, Fe 2 0 4 ... 

■ 

212 

Potash, K 2 0. 


10 *09 

Soda, Na*0. 

■ 1 ■ - Tim 

8*43 

Lime, CaO. 

12 *99 

13*62 

Magnesia, MgO. 

4-00 

4* 90 

Silica, Si0 2 . 

8*24 

8*91 

Phosphoric oxide , P 3 0 5 .. 

Sulphuric oxide, S0 4 . 

12 21 

9*96 

2*92 

1*02 

Chlorine... 

3*14 

4*05 


100*00 

100*00 
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Ash of the Leaves (Mangels) gave, as far as the ferric oxide is con¬ 
cerned, the following results :— 



Grown with FeSO t 

Grown without FeS0 4 . 

FfttO.... 

5 *42 per cent. 

3 *29 per cent. 

. 


(3.) Beam, Grops (Yicia faba). 

This year I have for the third time tried the value of iron sulphate 
on bean crops. Two plots of land of equal size were chosen. Both 
plots received the same weight of farmyard manure, and upon each 
plot of land was sown the same number of bean seeds. After the 
plants were about 6 inches above ground, one plot was treated with 
^ cwt. of commercial iron sulphate to the acre, and the other received 
no top-dressing. 

The results obtained at the harvest were as follows:— 


Bean Crop, 



Grown with FeS0 4 . 

Grown mthouf FeSO*. 


Weight when 

Weight when 

Weight when 

Weight when 


gathered. 

dry. 

gathered. 

dry. 

Total weight of crop (gram 
+ straw). 

7016 lbs. 

5920 lbs. 

1 

sioa lbs. 

4720 lbs. 


The crops of beans grown with a top-dressing of ferrous sulphate 
yielded 50 bushels, whilst the crop grown without iron sulphate gave 
only 30 bushels. The next two tables give the composition of each 
crop of beans (seeds and straw) - 


limn Hmh. 



Grown with FeSO t . 

Grown without FoS0 4 . 

Albuminoids ., . 

2S *82 

20*22 

Soluble carbohydrates. 

47-00 

41 63 

Woody fibre... 

8*10 

10-21 

Fat..... 

1*34 

2-03 

Ash . 

4*25 

3-80 

Water . 

10*4.8 

13*11 


09*99 

100-00 































220 GRIFFITHS: AGRICULTURAL EXPERIMENTS WITH 


Bean Strmv. 



Grown with FeS0 4 . 

Grown without FoS0 4 . 

Albuminoids . 

1-42 

6-40 

Soluble carbohydrates. 

38'26 

86-25 

Woody fibre. 

85-41 

86*01 

Fat.... 

2*14 

1-62 

Ash.* 

4-10 

3-90 

Water. 

12 67 

15-80 


99-99 

99-98 


From tie above tables, it is evident that the albuminoids, soluble 
carbohydrates, and ash are increased in the crop grown with a top- 
dressing of iron sulphate. The next table shows the produce of three 
years’ crops of beans. 


Bean Crops. 




1883 crops. 

1884 crops. 

1886 cropB. 



Grown 

Grown 

d 

C3 

Grown 

Grown 

i 

Grown 

Grown 

i 



with 

without 

1 

Q 

with 

without 

1 

with 

without 

$* 



FeS0 4 . 

FeS0 4 . 

FeS0 4 . 

FcS0 4 . 


FeSO*. 

FcS0 4 . 

§ 

Bushels 

of 










grain.. 

**• 

56 

35 

21 

44 

28 

16 

50 

80 

20 


The following table shows the difference in the percentage of ferric 
and phosphoric oxides in the ashes of each crop:— 


In Ashes of Entire Plants. 



1883 crops. 

1884 crops. 

1886 oropH. 


Grown 

with 

FeS0 4 . 

Grown 

without 

FeS0 4 . 

Difference. 

Grown 

with 

FeS0 4 . 

Grown 

without 

FeS0 4 . 

d 

1 

§ 

Grown 

with 

FeS0 4 . 

Grown 
without 
Fe S0 4 . 

6 

jj 

PeA 

4-221 

1-063 

3*158 

4-910 


3-908 

4-824 

1-099 

3-723 

PA- 

41-902 

37-941 

3-961 

40-831 

87 814 

3-017 

40-651 

37-424 

3-227 
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The conclusions to be drawn are, that the iron sulphate has 
increased the yield of the three years’ crops of beans (the crops each 
year grew under like conditions). The three years* crops of beans all 
indicate an increase of ferric oxide in the ashes of those plants grown 
with ferrous sulphate. Throughout all my experiments the iron 
oxide is increased in the ash by the use of the iron# manure. This 
increase of iron in the plant increases the quantity of chlorophyll in 
the leaves (Trans., 1885, 46—55, “ Estimation of Chlorophyll in the 
leaves of my crops,” by Dr. W. J. Russell, F.R.S.). By increasing 
the chlorophyll, it is possible that the carbohydrates, albuminoids, &c., 
are increased as in the results obtained in this year’s crops. It is 
well-known that chlorophyll is the active agent in plant-life which 
gives rise in the first instance to starch, and from this the various 
carbohydrates take their origin. 

I have always recommended £ cwt. of ferrous sulphate to the acre. 
Sir J. B. Lawes, F.R.S., kindly wrote mo that he found the 1J cwt. 
•of iron sulphate per acre u was rather too much , although it did not kill 
the plants” 


(4). Horticultural Experiments. 

It will be remembered that in my last paper on this subject before 
the Chemical Society, I stated that I found that ferrous sulphate was 
M a good manure for rose-trees.” 

I have also tried the iron manure this year with great success on 
palms and india-rubber trees. I had palms and india-rubber trees 
growing in the window of a room, and no direct sunlight ever came 
into that room. These plants struggled on through the winter. I 
made the following comparative experiments: one palm and one 
india-rubber tree were treated with ferrous sulphate, and one of each 
plant was not treated with the iron manure. The india-rubber tree 
treated with ferrous sulphate produced very large loaves of a dark 
green colour (oven under the above unfavourable condition for plant- 
life) ; and the palm also produced a large quantity of leaves. The 
two plants not treated with ferrous sulphate lost nearly all their 
leaves; and the leaves that persisted through the winter were of a 
much lighter green colour than those treated with the iron manure. 

On submitting the ashes of those leaves to analysis, the following 
percentage of ferric oxide was obtained in each case:— 
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Ashes of Palm (Chamaerops hnmilis) and India-) ubbir Plant (Ficus* 

elastioa). 


1 

1 

Grown with iron sulphate. 

Grown without iron sulphate. 


Palm. 

India-rubber plant 

Palm. 

India-rubber plant. 

Fe 3 O s 

4*68 per cent 

5 *12 per cent* 

2 99 per cent 

2 87 per cent. 


(5). Antiseptic Powers of Ferrous Sulphate. 

I have already found that iron sulphate is an antiseptic agent of 
great value, destroying completely certain parasitic micro-organisms, 
which attack our crops (Trans., 1886, 119; and, more fully, tho 
Oh&m News, 53, 255). 

(6). Ferrous Sulphate bei'sus Kauut. 

It -will be observed in all my published papers on this subject that 
in the ashes of those plants grown with ferrous sulphate tho potash 
(K 2 0) is chiefly lessened, and not the other constituents. 

This year I have tried experiments in connection with this point. 
Two plots of land of the same size (an acre), and exposed to the 
same atmospheric influences, were each manured with 15 tons of 
farmyard manure in the autumn. Upon each plot was sown 6 cwts. 
of potato tubers . When the plants were fairly above ground, ono plot, 
A, received a top-dressing of £ cwt. of ferrous sulphate to tho aero, 
and plot B 2 cwts. of kainit (containing 16 per cent, potash). At the* 
end of the harvest, the following results were obtained:— 


Potato Crops* 


A. 

B. 

Tubers .. 

20,160 lbs. per acre 

6,881 

13,440 lbs per acre. 

A Q/SO 

fftaiTm ... r .. T1tt 



Total weight of crop.. 

26,991 

17,802 



I'rom the above, the crop grown with a dressing of iron sulphate 
(£ owt.) yielded 9 tons of tubers, and the other crop treated with 
2 cwts. of kainit yielded only 6 tons of tubers. I do not attribato 
this great increase solely to the direct manorial value of ferrous 
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sulphate. It will be remembered that in last year’s paper it was 
proved that ferrous sulphate was a retentive agent for ammonia and 
phosphoric acid (Trans., 1886, 121); hence it may be that some of 
the properties of the farmyard manure were retained to a greater 
extent in the land treated with iron sulphate than in the land 
manured with kainit. 

On submitting these crops to analysis, the following results were 
obtained:— 

Potato Crops. 



A. 

B. 

Albuminoids. 

3*92 

2*24 

Soluble carbohydrates. 

24*00 

21-36 

Woody fibre. 

1*61 

1*00 

Fat . 

0*29 

0 21 

Ash. 

1*50 

1*23 

Water... 

08*68 

73*97 


100*00 

99 99 


It will be noticed that the albuminoids and soluble carbohydrates 
(soluble in dilute acids) are increased in the crop grown with ferrous 
sulphate as compared with the crop grown with the potash manure. 

The next table shows the percentage of ferine and phosphoric 
oxides in the ashes of the two camps, and also the potash. 


From Ashes of Potato Tubers . 



A. 

B. 

Iron oxide, legOj... 

7 *24 per cent. 
18*31 

6-22 per mt. 
16-64 „ 

63-66 ,, 

Phosphoric oxide, P5O5... 

Potash, K*0... 

61*00 


w w >> 


From Ash of Potato Haulm* 



A. 

B. 

Iron oxide, Pe^Os.. 

4 *62 per cent. 
10*19 

1*69 percent. 

8*46 „ 

28 *96 

Phosphoric oxide, Pj0 6 .. 

Potash, K s O .. ... 

a 

26 63 


wv J> 

w " u >6 


From these results, it appears that the iron does replace the potash 
in this crop (potato), and also, judging from this investigation, the 
iron sulphate is a better manure than the kainit. 
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The crop treated with iron sulphate entirely resisted the attack of 
Peronospora infestans , whereas there were signs of disease in tho crop 
manured with kainit. It may he that potash mannros u holp to fostoi 
the development and growth of parasitic fungi 99 (seo tho author’s 
paper, Oh&m. News, 53, 256). Professor Jamieson (Ohem. News, 52, 
287) hftfl shown that in certain cases potassium chloride acts as a 
“plant poison” Jamieson’s experiments have been confirmed to a 
certain extent by Dr. Munro (Ghem. News, 53, 2). 

(7.) The Size of the Expev imental Plots . 

The area of each plot of land in all the above experiments was an 
acre. Therefore the yield in each case is so many lbs. per acre. 

Tr> conclusion, I wish to tender my best thanks to Sir Richard 
Owen, K.C.B., F.R.S., Sir J. B. Lawes, F.R S., Professor J. P. Cooke, 
LL.D. (Harvard University, U.S.A), and many other scientific 
friends for their kind letters and suggestions relating to this piece of 
research. 


XXIY .—The Action of Triphenylmethyl Bromide on Ethylic Sotiio - 

malonafp. 

By GL G. Henderson, M.A., B.Sc., Assistant to the Professor of 
Chemistry, University of Glasgow. 

At the suggestion of Professor Wislicenus, I began some months ago 
the investigation described in this paper, with the object of ascertain¬ 
ing if triphenylmethyl bromide acts on ethylio sodiomalonate, and of 
comparing the products of any action which might take place with 
those described by Allen and Kollicker (Annalen, 227, 107) us 
resulting from the action of the former substance on ethyhc soclio- 
acetoacetate. 

Both triphenylmethyl bromide and ethylic sodiomalonato can bo 
prepared with ease. The former is obtained by adding bromine drop 
by drop to triphenylmethane at a temperature of 130—150°, pouring 
out the fused mass into a flat porcelain dish, dissolving it when cold 
in carbon bisulphide, and allowing it to crystallise out slowly in a 
current of dry air (Allen and Koltioker, he. oit ). The yield of pure 
triphenylmethyl bromide is very satisfactory. Ethylic sodiomalonate 
1 prepared by adding the requisite quantity of sodium in fine wire to 
a solution of ethylio malonate in absolute ether. The reaction goes on 



BROMIDE ON ETHYLIC SODIOMALONATE, 225 

slowly of itself, and is completed by tho application of heat for a short 
time. 


Preparation of Ethy lie Triphenylmethylmalotiate. 

Bthylic sodiomalonate, obtained as above, suspended in absolute ether, 
was added in small portions at a time to a solution of triphenylmethyl 
bromide in absolute ether, contained in a flask attached to a reflux 
condenser, molecular proportions of the substances being used. The 
reaction which ensued began spontaneously, and was aided by gentle 
heating, being allowed to complete itself before each fresh addition 
of ethyl sodiomalonate. Finally the solution, which gradually 
assumed a reddish-yellow colour, was boiled for about an hour until 
its reaction was neutral to test-paper, and then filtered off from the 
precipitated sodium bromide, which was afterwards washed with 
other. The washings were added to the original solution, and the 
ether was then distilled off. The thick, syrupy, orange-coloured liquid 
which remained was mixed with about an equal volume of absolute 
aloohol, when, after a short time, colourless crystals separated. These 
were redissolved in boiling absolute alcohol, and crystallised out on 
cooling in small shining colourless prisms; these melt at 133° and are 
sparingly soluble in cold alcohol, but more readily in ether and in 
boiling alcohol. Analysis of the crystals dried at 110° gave the 
following results:— 

I. 0*25075 gram substance gave 0*7130 gram of CO* and 0*1490 
gram of H 2 0. 

II. 0*2765 gram substance gave 0*7840 gram of C0 2 and 0*1620 
gram of H a O. 

From these numbers, tho following porcontagos aro obtained:— 


Calculated for 

I. II. o„h m o 4 . 

0 . 77*56 77*39 77*61 

H .. 6*58 6*51 6*47 

O . — 15*92 


100*00 

The composition of the crystals, therefore, corresponds with that 
calculated for ethyUc triphmylmethylmalonatei 

(COOCaHa)aOH*C(C fl Hfi) 8 , 

and the formation of this substanoe may be represented by the 
following equation:— 

(OOOOaH^OHNa + (CeH^CBr « NaBr + (OOOOiH # )iOH*C(0 6 H.>. 
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This reaction is not exactly similar to that which occurs when ethylie 
sodioacetoacetate is used, for in the latter case, whilst a substituted 
acetic acid is obtained, one half of the ethylie sodioacetoacetate is at the 
same time retransformed into ethylie acetoacetato (Allen and Kolliokcr, 
loo. cit .). On the other hand, I found that thoro was practically no 
ethylie malonate formed. 

Preparation of /?- Triphenylpyopionic Acid . 

To effect the hydrolysis of the ethereal salt just described, one part 
of the salt was heated on the water-bath for some time with about 
four parts of alcoholic potash; the solution was then evaporated to 
dryness, and the crystalline residue dissolved in a small quantity of 
water. 

On adding hydrochloric acid, a white flocculent prccipit** _ was 
formed, which was filtered off, washed, dried in bibulous paper, and 
then dissolved in boiling alcohol. On cooling, small colourless 
prismatic crystals separated; these melt at 177° and dissolve readily 
in alcohol and very readily in ether. Analysis of the crystals dried 
at 110° gave the following results:— 

I. 0*1780 gram substance gave 0*5455 gram of C0 2 and 0*0085 
gram of H 2 0. 

II. 0*1570 gram substance gave 0*4790 gram of C0 2 and 0*0805 
gram of H a O. 

From these results, the following percentages are obtained:— 

Calculated for 

II- QsiHvA. 

83*21 83*44 

6*12 5*96 

— 10*60 

W0*00 

It appears therefore that during hydrolysis the ethylie triphony 1- 
methylmalonate is partly decomposed, 1 mol of C0 2 being eliminated, 
and that, instead of a substituted malonio acid, B-triphenylprovionic 
acid, C(C«H a ) 3 *CH 2 *COOH, is obtained. 

The reaction may he represented thus:— 

(C000 2 H 5 ) 2 CH*0(08H a ) 8 + 3KOH COOK'CH 2 -C(C a H a ) 8 

4- K 2 C0 3 + BOJMJBL 

It may be noted that the presence of potassium carbonate as one of 
the products of the reaction was proved. 

Attempts to obtain a substituted malonic acid by hydrolysis of tho 


X. 

0 . 83*42 

H. 6*14 

O . — 
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ethereal salt with cold aqueous and with alcoholic potash have hitheito 
been unsuccessful. 

Potamum triphenyIpropionate, C 2 iH 17 0*K + H a O, crystallises in 
colourless prisms, readily soluble in water and in alcohol. 

Sodium friphavylpropioMtic, 0 2 iH 17 0 3 Na + H a O, crystallises in tufts 
of delicate colourless interlacing needles, which dissolve very easily in 
water and readily in alcohol. 0 2260 gram of the salt, dried over 
sulphuric acid, gave on analysis 0*0120 gram = 5*31 per cent, of H a O, 
and 0 0465 gram of Na^SO* = 6*66 per cent, of Na. For the formula 
given, the calculated numbers are 5-26 per cent, of H*0 and 6 72 per 
cent, of Na. 

Barium triphenylpropio?iate , (O a iHi 7 O a ) a Ba + H*0, is obtained as 
a white crystalline precipitate which is only sparingly soluble m 
boiling water. In boiling alcohol, it dissolves pretty readily, and 
separates out on cooling in clusters of small white crystals. 0*1720 
gram of the crystals, dried over sulphuric acid, gave on analysis 
0*0040 gram = 2*4 per cent, of 11*0, and 0*0525 gram of JBaSO* = 
17*95 per cent, of Ba. Calculated for the formula given, E a O =s 
2*37 per cent., Ba = 18 09 per cent. 

Silver ti iphenylpropionate, C^HnOjAg, is obtained as a white 
microcrystallino precipitate, which gradually turns pink when 
exposed to the air. It is insoluble in water, but dissolves in a laige 
quantity of boiling alcohol, from which it separates on cooling m 
small, feathery, whitish crystals; those also become dark pink by 
degiees. Analyses of the salt dried at 110° gave the following 
numbors:— 

I. 0*1770 gram substance gavo 0*3990 gram of CO a , 0*0685 gram 
of H*0, and 0*0465 gram of Ag. 

II. 0*2495 gram substance gave 0*5610 gram of CO*, 0*0987 gram 
of H a O, and 0*0655 gram of Ag. 

From these results, the following percentages aro obtained:— 


Calculated for 

t. 11. O sl H 17 O a Ag. 

0 . 63*47 61*32 61*61 

H. 4*30 4*39 4*16 

Ag. 26*27 26*25 26*41 

O . — — 7*82 


100*00 

The load and copper salts are obtained as white and blue precipitates 
respectively, and are insoluble in water. 

Ethylio tripTienylpropionate, C«Hxt0 a *0*H5, is easily obtained by 
suspending the silver salt in alcohol, adding the necessary quantity of 
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ethylic iodide, and boiling for some time. The solution is filtered hot 
from the precipitated silver iodide, and as it cools colourless prismatic 
crystals separate. These, when purified by recrystallisalion from 
alcohol, in which they are readily soluble, melt at 81°; they dissolve 
also very readily in ether. Analyses of the orystals, dried in, mem 
over sulphuric acid, gave the following results :— 

I. 0*1965 gram substance gave 0*6010 gram of 00* and 0*1179 
gram of H a O. 

II. 0T850 gram substance gave 0*5665 gram of CO* and 0*1132 
gram of H s 0. 

From these figures, the following percentages are calculated: — 


Calculated for 

I. II. CfcHsA 

O . 83*39 83*51 8363 

H. 6*66 6*80 666 

O. — — 9*71 


100*00 

At present I am engaged in further investigation of the derivatives 
of ethylic triphenylmethylmalonate, and hope to be able to com¬ 
municate the results to the Society before long. 

I take this opportunity of expressing my best thanks to Professor 
Wislicenus for the kind advice and assistance ho gave me during the 
progress of this work. 


XXV .—The Synthetical Formation of Closed Carbon-chains. Part II, 
continued. Some JDerwatiues of Tetrameihylene. 

By H. Q-. Colman, B.Sc., and W. H. Parkin, Jun., Ph.D, 

In a former communication to this Journal on the tetramothylene- 
derivatives (Perkin, this vol., p. 1), it was shown that substances 
of this nature are obtained when the sodium compound of ethyl 
malonate is heated with trimethylene bromide, thus:— 

2CHXa(COOC 2 H fi )2 + CHJBr-CH 3 -CH 2 Br 

= c&<r c ^n^ 0000 * H « -l nir /COOCA , oxr ~ 
OJ±s <OH a >C <GOOC a H 6 + OHs <COOO*H 5 + 2NaBr * 

The ethyl tetramethylenedicarboxylate uhus formed on hydrolysis 
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yields the corresponding acid, which, when distilled, splits up into 
totramethylonomonocarboxylic acid and 1 mol. C0 2 :— 

OHl <cS>°<OOOH = CHi <OH> CH -COOH + 00, 


The proof that this acid really has the constitution here assigned to 
it, was discussed in the above-mentioned paper. 

In order to accomplish, however, the chief end of this research, 
namely, the formation of totramethyleno itself, it was now necessary 
to eliminate another mol. of C0 2 . 

The first method which suggestod itself is the dry distillation of 
calcium tetramethylenemonocarboxylate with lime:— 

(OHj<Qg’>CH , COO)jCa + Ca(OH), = 2CH S <°J>CH J 

+ 2CaC0, 

We have therefore carefully studied this reaction, and found, con¬ 
trary to our expectation*, that no totramethyleno is formed in this way. 
The examination of the products of this decomposition has led, how¬ 
ever, to the isolation of some interesting derivatives of totramothyleno, 
a short account of which we wish to bring before the Society. 

When calcium tetramethylenemonocarboxylate is distilled with lime, 
gas is evolved, and nt tho samo time a light brown oil distils over. 
The gas px*oved on analysis to bo a mixture of ethylene, hydrogen, 
marsh-gas, and carbonic oxide, and tho oil was found to contain two 
new ketones, namely, ditotramethylcne kotono and mouhyltetra- 
methylene kotono. 

The first of those two ketones is evidontly formed by tho decompo¬ 
sition of the calcinm salt alone, according to tho equation— 

(OH s <Q^>CH-000)iCa = (01T a <gJ£>0H) 4 CO + CaOO* 

a reaction exactly similar to tho formation of bonzophenono by the 
dry distillation of calcium benzoate. 

The socoud of these compounds, that is, methyltetramethylen© 
OH 

ketone, OH 2 ’CO*CH<q^>CH 2 , is evidently formed by a much more 

complicated reaction, in which one tetrametbyleno-group must in 
some way be reduced to methyl. 

At first sight the formation of this compound soems somewhat 
singular, bub several similar cases have been noticed in the fatty series. 
Thus calcium butyrate gives on distillation not only butyrone or 
dipropyl ketone, but also methylpropyl ketoue (Friedel, Amalm, 
108, 125). Calcium isobutyrate, in like manner, gives a mixture of 
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diisopropyl ketone and methylisopropyl ketone (Barbaglia and Gucci, 
Her., 13, 1572). 

Daring these experiments, it was thought necessary, for reasons 
which will be stated later on, to prepare tetramethylene aldehyde. 

This substance is obtained in the usual way by the distillation of a 
mixture of calcium tetramethylenemonocarboxylate with calcium 
formate— 

CHj <CH“ >CH ' OO ‘ O ' Oa ' O ‘ CO ' CH <0H^>° Hi! + H-COO >0a 
= 20H i <^>CH-C0H + 2Ca00j. 

The following is a detailed description of the experiments per¬ 
formed during this investigation. 

The distillation of the calcium tetramethylenemonocarboxylate and 
lime was carried out as follows:— 

The calcium salt and the lime were well ground up together and 
filled into a hroad piece of combustion tubing, which was closed at 
one end. This was then heated in an ordinary combustion furnace, 
beginning from the sealed end. 

After a short time, and long before the tube had become red hot, a 
considerable amount of gas came off, which, after passing through a 
cooled flask, in order to collect the oil, was led into an apparatus 
described below. As a preliminary examination of a small quantity 
of the gas showed that it was a mixture, part of which was absorbed 
by bromine, a special apparatus was constructed, so as to subject the 
gas to the action of bromine until nothing further should bo dis¬ 
solved. 

The accompanying figure shows the arrangement of this apparatus, 
and the following are the details of construction. 

A and B are two Woulffe’s bottles of 5 litres capacity, each 
having two necks. Through one neck of each passes a tube a to 
which, just above the india-rubber stopper, a side tubo is fused, tho 
latter being bent down as shown, and connected by india-rubber 
tubing with a glass tube reaching down below the bottom of tho 
Woulffe’s bottle. At the india-rubber joints are scrow piuclicoeks, b 
and o. The tubes a a 1 are connected by bent glass tubes to the 
Y-tube d, and thus to the vessel 0. The india-rubber joints at the 
ends of this Y-tube are closed by pinchcoeks e and /. The vessel 0 
is always kept full of water. 

In the second mouth of each Woulffe’s bottle is another tube, bent 
at right angles, connected with a bulb tube, < 7 , and each of these bulb 
tubes is connected by the other end to the tube h, which is 80 cm. long, 
and nearly filled with broken glass and bromine (50 grams). In each 
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of the bulb tubes is placed a small quantity of water, so tbat they serve 
to indicate the speed at wbicb tlio gas is passing, and also to keep back 
to some extent the bromine vapour carried along with the gas. 



In the second mouth of the bottle A is another tube, by means of 
which the gas to be oxamined is passed into the apparatus. When 
not in use this is closed by tlio india-rubber tube and pinchcock l\ 

All the india-rubber joints are carefully wired, and those which 
have at any time to bo in contact with bromine vapour aro previously 
soaked in paraffin. 

Before using the apparatus, it is necessary to drive out the air. 
The vessels A and B, and tubes a a\ and all connections aro filled 
with water, carbonic anhydride is then passed in through fr, the 
pinchcock b being opened to allow water to siphon out as fast as gas 
comos in. When A is about half full of gas, k and b are closed, 
the pinchcock e is opened, and wator thus passes into A, and forces 
the gas through tho indicator g, over tho bromine, into the Wonlffe’e 
bottle, B. The pinchcock c is also opened, so that as gas comes into 
B water siphons out. When as much gas as possible has been driven 
from A to B, e and o are closed, and / opened, and one of the india- 
rubber stoppers in B slightly loosened, by which means the gas is 
forced out into the air. When all is out the stopper is forced tightly 
in again, and this series of operations repeated four or five times, by 
which time all the air has been driven out and replaced by carbonic 
anhydride. 
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In order to pass the gas from the distillation tube into tho appa¬ 
ratus, the tube leading from the condensing flask is connected with 
one end of a T-joint, a second end being connected to tho WoulflVs 
bottle, A, by the tube Zj, and the third connected to a tube dipping 
under mercury, and closed by a pinchcock. When the tubo is heated 
the latter pinchcock is opened, and the gas ovolvod collected over 
mercury until it is found to be free from air, when h is opened, and 
the other pinchcock closed. The gas then passes into A, and b is 
opened to allow water to siphon out. When the gas coasos to como 
off, h and b are closed, and e and c opened, and the gas forced from A 
to B. When A is empty, e and e are closed, and / and b oponed. 
Water thus runs into B, and siphons out of A, so that the gas is 
forced back from B over the bromine again into A; f and b are then 
closed, and e and c opened, and this cycle of operations repeated as 
often as required. 

The apparatus worked in a way which left nothing to be desirod, 
never causing the slightest trouble after it had once been put together. 
The operation of reversing only takes a quarter of a minute, and, as 
will be seen, simply consists in closing two pinohcocks and opening 
two others. By using screw pinohcocks the flow of the gas can bo 
regulated very exactly. To keep the vessel 0 full of water, it was 
connected with the water-tap by an india-rubber tube. 

On passing the gas over the bromine for tho first time, tho volume 
was reduced to about one-third. A further very slight absorption 
took place the second time, but although it was passed over four 
times more, no further absorption took place. 

During the operation, a small quantity of bromino vapour is carried 
along with the gas, though the water in tlie indicators servos to 
retain the greater part. 

To disconnect the tube Z&, containing tho bromino ami absorbed gas, 
the india-rubber tube between the indicator nearest A and iho tulx) h 
is closed by a pinchcock, the gas having previously boon passed into 
A. The tube h can then be taken away, and tho uuabsorbod gas is 
thus prevented from escaping, and no air can got into it, When any 
of the gas is required for analysis, it can be taken out through tho 
tube Tc. 


Nature of the Absorbed Gas. 

In order to deteimine as far as possible the nature oE that part of 
the gas which was absorbed by the bromine, the contents of the tube, 
which still contained a considerable excess of bromine, were treated 
with sodium thiosulphate solution, until an almost colourless heavy oil 
remained. This was extracted with ether, tho ethereal solution dried 
over calcium chloride, filtered, and the ether distilled off. Nearly 
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20 grams of a brownish oil were thus obtained, which the subsequent 
examination showed to be almost pure ethylene bromide. 

At the first distillation, the whole went over between 125° and 135°, 
and on redistillation 10 grams of oil were easily obtained, boiling 
constantly at 131*5°. 

A bromine determination made by Carina’ method gave the 
following numbers:— 

Substance, 0*4576; AgBr, 0*9061; Ag, 0*0044. 

Calculated for 

BrCHs’OHjBr. Found. 

Br. 85*11 84*96 

That the oil really was ethylene bromide was also shown by heating 
it with alcoholic potash, when a gas was evolved with the character¬ 
istic odour of acetylene, which gave a reddish-Tbrown precipitate with 
ammoniacal cuprous chloride. 

The formation of ethylene, nnaccompanied by other unsaturated 
hydrocarbons, by the diy distillation of calcium tetramethylonomono- 
carboxylate with lime, is interesting, inasmuch as it is probably a 
product of decomposition of the tetramethyleno first formod, thus:— 

CH*—CH 2 CH 2 CHa 
CH S —OH, ~ Uh, + cW 

It is, however, remarkable that this decomposition should take 
place at so low a temporaturo. 

Examination of the Oa$ nnabsorbed by Bromine. 

A preliminary examination was made in order to determine approxi¬ 
mately the constituents of this gas, and for this purpose it was 
subjected to the action of various absorbing agonts. After the 
absorption of carbonic anhydride by caustic potash, iho gas was 
found to be acted on by ammoniacal cuprous chlorido, showing the 
presence of carbonic oxide, and to bo absorbod in a very marked 
manner by spongy palladium, indicating the presonce of hydrogen. 

Quantitative experiments wore then made with the following 
results:— 

I. 76*3 c.c. wore reduced after absorption by potash to 74*9 c.c. 

This 74*9 c.c., on treatment with ammoniacal cuprous chlorido, 

lost further 1*1 c.c. 

38*4 c.c. of residue when passed over spongy palladium were reduced 
to 7*2 c.c. 

II. A second determination of tho carbonic anhydride and carbonic 
oxide was made with the following results 

VOL. LI. 
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72*6 c.c. were reduced after absorption by potaslx to 71*6 c.c. 

This 71*6 c.c., on treatment with ammoniacal cuprous chloride, lost 
further 1*2 c.c. 

The composition of the gas found from these analyses was as 
follows:— 



I. 

n. 

00 ,. 

.. 1-83 

1-38 

00 . 

.. 1*44 

1-65 

H. 

.. 78 84 

— 

Unabsorbed.... 

... 18-14 

— 


100-25 

— 


The unabsorbed part of the gas, as will be seen later on, was 
methane, together with a certain amount of air introduced from the 
tap-water. 

From these experiments, it seems that no tetramothylone was 
formed. 

It next appeared necessary to repeat these experiments with a 
sample of gas prepared at as low a temperature as possible; for this 
purpose, a mixture of 5 grams of calcium tetramethylonomonocarb- 
oxylate with 10 grams of slaked lime was very gently heated in a 
combustion furnace, and the gas evolved collected in tubes. A plug 
of lime in the front of the tube, which was; not heated, served to 
absorb the oil formed. 



Volume. 

Pressure. 

Temp. 

VoL at (f 
and 1 
procure. 

Original pas employed .. 

U4*12 
384'42 
364, *13 
349*95 

144-27 
413 11 
377-80 
371-30 

KHHH 

o © © o 

Ob bi h* 

16-82 

153-IB 
130-62 
128-00 

After addition of air and oxygen.. 
After explosion ................ 

Affcor absorption of CO^......... 



n. 



Volume. 

Pressure. 

Temp. 

Vol. at 0° 
and 1M. 
pressure. 

Original gas employed.. 

118*53 

139 *42 

13*3 

15-70 

After addition of air and oxygen.. 

385*37 

403*94 

33*8 

148-63 

After explosion. 

354*64 

372-06 

14 8 

126-81 

After absorption of C0 2 . 

348*52 

369*56 

13*1 

122-91 
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Into these tubes, a eoko bullet, saturated with bromine, was then 
passod, in order to absorb the ethylene, and it was found that the 
volume was reduced to one-third. After the removal of the excess of 
bromine by a potash bullet, tho gas was analysed by Bunsen’s method 
with the result given in tho preceding tables. 

Analysis I was made from a sample taken at the beginning, and 
Analysis II from a sample taken at the end of the operation. 

In calculating the results, it was thought that the very laborious 
after-explosions with hydrogen might be avoided by directly deter¬ 
mining the amount of carbonic oxide by absorption, and then 
subtracting this from the volume of gas employed, making corre¬ 
sponding corrections in the above numbers. 

The amount of 00 in several samples was found to vary from 1*5 
to 1*6 per cent. 

The gas used in Analysis I was found to contain 3*C per cent, of 
air, the amount being determined by absorption of tho oxygen by 
pyrogallol. 

Allowing for these corrections, the following is tho result of the 
two analyses:— 



I. 

II. 

Air. 

.. 360 

fc- — 

Hydrogen .... 

.. 84 08 

84-4 

Methano. 

.. 10-84 

13-3 

Carbonic oxide 

.. 1-60 

1-6 


100-12 

09-3 


It appears therefore that, even with these precautions, no tetra- 
methylene is formed. 

JSmmwato'on of the Oil . 

The oil formed hy tho dry distillation was now carefully examined. 

In order to free it from water, it was first dissolved in a little other, 
the excess of water separated by a separating funnel, and tho ethereal 
solution dried over calcium chloride. After filtering and distilling 
off the ether, about 20 grams of a dark brownish oil remained; this 
was submitted to fractional distillation, whou nearly tho whole went 
over between 100° and 250° as a colourless oil, which possessed in a 
marked mauner the pungent odour of peppermint. On refrac¬ 
tionating, a small quantity of a limpid oil, smelling somewhat like 
petroleum, came over below 120°; the quantity was unfortunately 
too small for examination. On further distillation, it was noticed 
that the thermomoter remained for a short timo fairly constant at 
about 185°, and then again at about 200°, and for this reason two 
chief fractions, 120—150° and 180—210° woro collected. 
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The fraction boiling from 180° to 210°, which weighed about 8 gmms, 
was first examined. After twice refractionating, by far the greater 
part passed over between 200 and 210°, and on repeated distillation an 
oil was at last obtained which boiled constantly at 204—205°. On 
analysis, this gave the following numbers:— 

I. Substance, 0*1497 gram; 00 2 , 0*4283 gram; Hi O, 0*1394 
gram. 

IT. Substance, 0*1045 gram; C0 2 , 0*2990 gram; H®0, 0*0980 
gram. 

Calculated for 

CHa-CH- CO CH- CH 8 Foun d. 

CH/CH 2 oiIj-ch 3 ' £ * i?. 


C. 78-26 78-03 78-03 

H. 10-14 10-34 10-42 


Tt thus appears that this compound is ditetramethylono kotone, 
which would be the normal product of the dry distillation of calcium 
tt'iramethylenemonocarboxylate alone. 

(CH 4 <°g>CH-COO),Ca = (CH J <^ 3 >CH) 1 CO + CaOO,. 

This ketone is a colourless oil, with a pungent peppormint-liko 
odour, boiling at 204—205°. It combines easily with sodiutn hydrogen 
sulphite, forming a white, beautifully crystalline compound, which is 
fairly soluble in water, and instantly decomposed by acids. The 
formation of this compound is rather remarkable, as usually only 
methyl ketones combine with sodium hydrogen sulphite. 

With acetate of phenylhydrazine, tho diluto alcoholic solution or 
the ketone gives a yellow oily precipitate, which is probably the 
hydrazine compound, but as it did not crystallise it was not furtlior 
examined. It has often been noticed in such cases that when tho 
hydrazine compound is an oil, the hydroxylamine-clerivative can bo 
used with advantage. In order to test this, a solution of 1 gram ot 
the ketone (b. p. 202—208°) in dilute alcohol was allowed to stand 
with an excess of hydroxylamine solution for eight days. Water and 
a few drops of dilute hydrochloric acid wore then added, and tho oil 
which separated extracted two or throe times with ether. 

After washing with water, drying over calcium chloride, and 
distilling off the ether, a colourless syrup was obtained, which did 
not crystallise until it bad stood for four weeks over sulphuric acid in 
a vacuum. It was purified by spreading it out on a porous plate, and 
was then obtained as a white crystalline solid, melting at 51°. The 
following results were obtained on analysis 

Substance, 0 2066; C0 2 , 0*5341; H 2 0, 01881. 
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For nitrogen: substance, 0*3200; 3N = 24*5 c.c.; temp. = 8-5°; 
bar,, 758 mm,* 

Calculated for 

CjjIIibNO. Found. 


0. 70 59 70 50 

H. 9*80 10*11 

N. 9*15 9*19 


Ditetramethylene ketone is isomeric with the following com¬ 
pounds :— 

Phorone, b. p. 196°. 

Isophorono, b. p. 208—212°. 

Oampborphorone, b. p. 202—205°. 

Diallylacetone, b. p. 175°. 

Bromine reacts easily with ditetramethylene ketone, but always 
with, evolution of hydrogen bromide, a proof that it really contains 
two tetramethylene-rings, and is not an unsaturated compound. 

Ditetramethylene ketone is interesting as being that derivative of 
tetramethj lone which corresponds with benzophenone in the benzene 
series. 

CH 2 -CH 3 CHz:CH—CH 

(!h 3 -Ah. rn _ ch=ch-A' 

CH*—CH ;>l ' u ” CHzrCH—C >ua 
CH S —Aa CH=CH—CH 

Ditotramothjlene ketone. Benzophenone. 

The fraction of the original oil boiling at 120—150° was next 
examinod. 

This fraction being mneb smaller than that of the fraction 
180—210°, considerable difficulty was experienced in obtaining from 
it a substance having a coustant boiling point. After repeated 
rofractioning, however, an oil was finally isolated boiling at 136— 
137°, possessing in an oven more marked degree than the ditetra¬ 
methylene ketone the odour of peppermint. On analysing it the 
following numbers were obtained:— 

I. Substance, 0*1084 gram; CO*, 0*2888 gram; HjO, 0*0981 
gram. 

II. Substance, 0*1374 gram; CO*, 0*3661 gram; H*0, 0*1262 
gram. 


* The nitrogen determination was mado with a portion which had remained for 
:our days over sulphuric add in a vacuum, but which had not then crystallised. 
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0 

H 


Calculated for 


CHy-OHs 

OH*—(^H-CO-OHj* 
.... 73-47 

.... 10-20 


OHj—CHa ' 


C'Ha-Oir-OOH 

71-43 

9-52 


Found. 



72*(>(> 72-CG 

10*20 10*05 


Although these numbers are not so good as could be desired, there 
can be no doubt that this substance is methyl tetramethylono ketone, 
or acetyltetramethylene. 

The only substance which has an analogous constitution is totra- 
methylene aldehyde, and in order to prove that those wore really 
different tetraxnethylene aldehyde was prepared and examined, os will 
be shown in the next section. 

Tetramethylene ketone combines very easily with sodium hydrogen 
sulphite, forming a beautifully crystalline substance, easily soluble in 
water. When treated with phenylhydrazine, a yellow compound is 
produced, which is probably the hydrazine compound. An oxime is 
also easily produced when the alcoholic solution of the ketone is 
treated with hydroxylamine, but as this could not be obtainod in a 
crystalline condition it was not further examined. 


Tetrametliylene Aldehyde, CH 2 <^>CH-COH. 

In order to prepare this compound, equal parts of calcium totra- 
methylenemonocarboxylafce and calcium formate were finely pow¬ 
dered, intimately mixed, and filled into a combustion-tube drawn out 
at one end. The tube was then carefully heated, when a light oil 
distilled over, which was collected in a flask inserted in a freezing 
mixture. 

The following equation represents the formation of the aldehyde:— 
(CH s <Qg®>0H , 0OO) 4 0a + (H-COO) 2 Ca 

= 2CH J <°gj>CH-COII + 2CaCOj. 

During the distillation, a quantity of gas was evolved, and, par¬ 
ticularly towards the end of the operation, a heavy brownish oil 
distilled over, accompanied by thick white fumes. 

In fractioning the product, it was easily separated into two portions, 
one boiling between 100° and 130° and the other between 130° and 230°. 
The fraction boiling between 100° and 130° was thon well shaken 
with sodium hydrogen sulphite, when in a short time almost the 
whole solidified to a mass of crystals. These were pressed, dried on 
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a porous plato, and washed with a little alcohol, when a "beautiful, 
silky crystalline mass was left. This compound was next dissolved in 
a little water, and mixed with an excess of sodium hydrogen car¬ 
bonate solution, which caused decomposition and precipitation of 
the aldehyde. The latter was extracted with ether, and the ethereal 
solution rapidly dried over calcium chloride; the ether distilled off, 
and the residual oil fractioned. 

In this way a colourless oil was obtained possessing the charac¬ 
teristic pungent odour of the aldehydes; on twice refractioning, it 
boiled at 115—117°. The following is the result of an analysis:— 

Substance, 0*1417; C0 2 , 0*3696; H 2 0, 0*1256, 

Calculated for 

C. 71-43 

H. 9-53 

The odour of tetramothylene aldehyde closely resembles that of 
isobutylaldehyde. It possesses all the usual properties of an aldehyde. 
When shaken with a solution of rosaniline hydrochloride which has 
been decolorised by sulphur dioxide, a purple coloration is produced. 
It reduces ammoniacal silver nitrate with great ease, and combines 
readily with phenylliydrazine and hydroxylamine. When heated 
with alcoholic potash, it scorns to behave more like an aromatic than 
a fatty aldehyde. A small quantity of the substance, when heated 
in this way, was transformed into a neutral compound and an oily 
acid; the latter possessed unmistakably the odour of tetrametliylene- 
monocarboxylic acid. 

The reaction is therefore probably the following:— 

2CH,<5^>CH*COH + KOH = CH s <^“>OH-CH,OH + 

0Hi <cS> 0H ' 000K - 

Owing to the small amount of material at our disposal, it was, 
unfortunately, not possible to oxidise this aldehyde, and thus obtain 
betramethyleneraonoeaiboxylic acid in quantity sufficient to prove its 
identity; but from the above there would appear to he no grounds for 
ioubfcing that this substance is really tetramethylene aldehyde. 


Found. 

71*13 

9*86 





240 


XXVI,— The Synthetical Formation of Closed Oarlon-chains. Part III. 
Some Derivatives of Pentamethylene. 

By W. H. Pejrot, Jan., PLD. 


In Part II of this research, (this vol., p. 1), I showed that when tho 
sodium compound of ethylic malonate is treated with trimethyleno 
bromide, ethylic tetramethylenedicarboxylate (1,1) is formed thus 

20HXa(COOO,H5)i + BrCH 2 -0H 2 -CH,Br = 

OH,<o|“>C(COOC,H s ) 2 + 0Hj(0000 2 H s )i + 2FaJBr. 

I also mentioned that this substance was not the only product of tho 
reaction, a high boiling oil being also formed which always remained 
behind in the retort on distilling off the ethylic tetramethyleno- 
dicarboxylate. 

The further examination of this oil has shown that it is ethylic 
pentane-w 2 fiti 2 -tetracarboxylate, the product of the direct action of 
1 mol. of tnmethylene bromide on 2 mols. of tho sodium compound of 
ethylic malonate; thus:— 

20HXa(C000 8 H fi )3 + BrCH 3 «CH 2 -Cff 3 Br =* 

(COOaHsJiCH-CC^s-OHCGOOO^^ + 21STaBr. 

Ethylic pentane-^cuj-tefcracarboxylate. 

This substance on hydrolysis is easily converted into tho freo 
pentanetetracarboxylic acid, and on heating the latter at 20U°, it is 
resolved into normal pimelic acid and 2 mols. CO;; thus:— 

(COOH)2CH*(CH s ) 8 -CH(COOH)2 = COOH-(CH*VCOOII + 200;. 

Pentane-Wiw r tetracai boxyho acid. Pimolic at id 

The formation of normal pimelic acid by this simple decomposition 
shows at once that ethylic pent&ne-w^w^-teirac&i boxy la to must have 
the constitution assigned to it above. 

If this substance be now mixed with a solution of Rodic othylato in 
ether, a disodium compound is formed, which, when treated with 
bro m i n e, is directly converted into othylic peniamothylouoi oi ra- 
carboxyl ate (1,1, 2, 2). This simple change takes place according 
to the following equation:— 


(C000 8 H 6 ) 8 ONa-(CH 8 ) 3 -CNa(0000 3 H 8 ) a + Br 3 a 

Ethylic pentane-oij<w r tetWM}arboxylate. 

^CHa—C(COO 0 3 H 8 )j 




’0000sHj)i 


+ 2NaBr. 


SJthylio pentamethylenetatraearboiylato (1, X, 8, 3 ). 



SYNTHETICAL FORMATION OF CLOSED CARBON-CHAINS. 241 

On hydrolysis, this substance yields the fi-ce pontametbylono totra- 
carboxylie acid (l, 1, 2, 2), which in its turn is easily converted 
(when heated at 200°) into penfcamothylcnedicarboxylic acid (1, 2) and 
2 mols. COij thus:— 

y OHs—C(OOOH) 2 .CH^CH-COOH 

OH/ | = CH/ | + 2CO a . 

X CH a —C(COOH) 2 x CHr-CH-COOH 

Bentametliylenetetracorboxyhe Pentamethylcnodiearboxjlie 
acid (1,1, 2, 2). acid (l, 2). 

This acid is the orthodicarboxylic acid of peulamethylene, cor¬ 
responding with phthalic acid of the benzene series, and is therefore 
easily split np on heating into its anhydrido and water, thns:— 

CH a —CH’OOOH y CHa—CH*CO. 

CH./ | = HiO + CH/ | >. 

CH-COOH N}Hi—OH-CO/ 

Anhydride of pcntamotln lenedicaabotylic 
aad (1, 2). 

Ethylic penta w^tetracarboxylate, 

(00002^) aOH-(OHa)j‘OH(COOCaH) a . 

In order to prepare this substanco, the following method has been 
found to give the host results 

22 grams of sodium arc dissolved in 250 grams of absolute alcohol, 
and when cool a mixture of 150 grams of othyhc malonate and 
96 grams of tnmoihylouo bromide are slowly added, care being 
taken that the temperature doos not line above 30°. On allowing this 
mixturo to stand, a rood ion soon sots in and is generally accompanied 
by evolution of heat sufficient to cause the alcohol to boil; as soon as 
this has subsided and the whole cooled dowu again, the decomposition 
is generally finished. Ou adding water and a lew drops of dilute 
sulphuric acid, an oil is precipitated which is separated from the 
aqueous solution by extraction with other, The etkor is then 
distilled off* and the residue subjected to & rapid distillation in a 
cunont of steam, as long as oily drops come over with the condensed 
water. 

In this way, any unchanged trimethylone bromide and ethylic 
malonate, as well as the ethylic tetramethylenedicarboxylate formed 
in the reaction, are almost completely separated from the ethylic 
pentanetotracarboxylate, which at the end of the operation remains 
behind in the retort os a thick oily mass. This is next extracted 
with ether, the ethereal solution washed with a littlo dilute sodio 
carbonate, dried over calcic chloride, and the ether distilled off. 

The residue, which iB a slightly yellowish oil, usually weighing 
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about 70 grams, is then further purified by fractioning under reduced 
pressure (100 mm.)- By the first distillation nearly the wholo distils 
over between 220° and 300°, and after repeated fractioning an oil is 
obtained boiling constantly at 259—262° (100 mm.). Tho analysis 
gave the following results:— 


I. 0'170fi gram substance gave 0 3529 gram COj and 0‘1.200 grain 
HaO. 

n . 0-1525 gram substance gave 0-8166 gram 00, and 0-1068 gram 
HA 


Found. 


Theory. V— 

(COOC 2 F 6 ) 2 CH>(CH 3 ), OH(COOC 2 E 5 )2- I- 
O.• 56*67 per cent. 56*42 

H. 7*78 „ 7*81 

O. 35*55 „ 35*77 


56*62 per cont. 
7*78 „ 

35*60 „ 


Ethylic pentane-wg^-tetracarboxylate is a thick, colourless oil, 
which does not solidify at 0°. When quite puro, it can bo distilled 
under ordinary pressure, with only very slight decomposition. 


Pentane-UiWrtetracarboxylic Acid and Pimelic Acid 9 
COOH-(OH a )6-COOH. 

The next step was to endeavour to obtain from this ethereal salt tlio 
free peutanetetracarboxylic acid, and from this, pimelic acid by tlio 
splitting off of carbonic anhydride. For this purpose, 10 grams of tho 
pure ethereal salt was mixed with an alcoholic solution of potash 
(containing 10 grams of KOH), and after the violenoe of the roaction 
had subsided, the whole was heated with a reflux oondonsor for six 
hours to boiling, at the end of which time hydrolysis was complete. 
In order to isolate the product, water was now added and tho clear 
solution evaporated almost to dryness on a wator-balh. Tho residue 
was then mixed with an excess of dilute sulphuric acid, and extracted 
at least 20 times with pure ether. 

This ethereal solution, after drying over calcio chlorido and 
evaporating, deposited a slightly brownish-coloured oily acid, which is 
probably pentanetetracarboxylic acid, as it is easily decomposed on 
heating into 2 mols. C0 2 and pimelic acid, as shown in the introduc¬ 
tion. This change is best effected by heating the crude totra- 
carboxylic add in an oil or metal bath at 200° until the ovolution of 
carbonic anhydride ceases, and then dissolving the residue in water. 
This solution is then filtered from a small quantity of insoluble 
resinous matter, and extracted five or six times with pure other. The 
ethereal solution after drying and evaporating, deposits the crude 
pimelic add as a nearly colourless oil, which solidifies almost oom- 
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pletoly on standing for some dnys over sulphuric acid in a -vacuum. 
This crude substance was first roughly purified by spreading out on a 
porous plate and then re crystal libed from water. The following results 
woro obtained on analysis :— 

0*1092 gram substance gavo 0*2100 gram C0 2 and 0*0730 gram 

H,0. 

Theory* 

coon* (C1I>) 0 -COOH. Found. 


O.. 52 50 per cent. 52’ 44 per cent. 

H. 7*50 „ 7-52 „ 

0. 40*00 „ 40*04 


This acid melts at 100—102°, and is undoubtedly identical with the 
pimelic acid obtainod by Baoyer (I1er. } 10, 1358) by the reduction of 
iuronic acid witli hydriodic acid and phosphorus. Schorlemmor and 
Dale ( Annalen , 119,147) also prepared the same acid by the oxidation 
of suberone with concentrated nitric acid. 


Disodic Derivative of Dthjlic Dentanetetracarboxylafe, 

(0OO0 4 H 5 ) 2 CNa*(CH,) 3 -0Na(0OOaH 6 ) 8 . 

If ethylic pentanetotracarboxylatc, 

CCOOO,H a ) # OH-(On 2 ) 3 CH(COOC,H 5 ) a , 
is treated with excess of sodic othylato, the two hydrogen-atoms of 
the Oil-groups ai*o displaced by sodium, forming the disodium 
compound, (COOC 2 ll5)ONa-(OIl,) ;J ONa(COOC J lI a ) 2 . Tn order to 
prepare this substanco for analysis, a weighed quantity of ethylic 
pontanotcirocarhoxylaio was dissolved in a little puro other and 
mixed with an othoroai solution of sodic othylaio (2 mols.). The 
clear solution soon begins to deposit iho disodic compound, and in a 
short time tho whole becomes filled with a thick white precipitate. 
This is quickly collected, washed once or twice with a mixture of 
1 pt. alcohol and 2 pis. other and dried over sulphuric acid in a 
vacuum. Analysis:— 

0 3754 gram substance gavo 0*1364 gram Na»S0 4 . 

Tlioory. 

Found. 0 ir Ii w O 8 No2. 

Na. 11*76 per cont. 11*38 per cent. 

This disodic compound is a white apparently amorphous powder, 
which is vory easily soluble in water. On the addition of an acid, it 
is at once decomposed, an oil being precipitated which is probably 
regenerated ethylic pentanetotracarboxylatc. 
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ch 2 -ch-cootl 

P&itamethylenedicarloxijlic Acid (1, 2), CH^ I 

XJHi—CH-OOOH. 

The disodium compound of ethylic p entane- »j/a r fee trn car bo vy ] ate 
when treated with bromine is converted quantitatively into ethylic 
pentamethyleneietracar boxy late, as shown in tho introduction. In 
carrying out this synthesis, the following method hab boon found to 
give the best results:— 

18 grams of ethylic pentanetetracarboxylate are dissolved in about 
50 grams of pure dry ether, and then an etheroal solution (this 
vol., p. 21) of sodic ethylate, containing 2*3 grams of sodium is 
slowly poured in, both ingredients being carefully cooled before 
mixing. After standing for about a minute to allow the sodium com¬ 
pound to separate out, 8 grams of dry bromine aro added slowly 
through a dropping funnel, the mixture being woll agitated and 
cooled during the operation. Tho colour of the bromiuo disappears 
instantly on coming in contact with the sodium compound, but tho 
last drop should impart to the solution a pale yellow tint. As soon as 
all the bromine has been added, the product is allowed to stand for 
about an hour, then mixed with an equal volume of wator, and the 
ethereal layer separated from the aqueous solution by means of a 
separating funnel. 

After once washing with water and distilling off the other, an 
almost colourless oil is obtained, which is crude ethylic pcntumdliyl- 
enetetracarboxylate. This was not analysed, but converted direclly 
into the free acid by hydrolysis, and this then into the peniameth)]- 
enedicarboxylic acid (I, 2), which, as it is a beautifully crystalline 
substance, could easily be obtained pure for analysis. For this par- 
pose, the crude ethylic pontamethylenototraoarboxylato was mixed 
with a solution of 15 grams of pure potash dissolvod in a lilt Jo alcohol, 
and heated for six hours to boiling on a water-bath, Tho mass w m 
then dissolved in water, evaporated to expel the alcohol, tho residue 
treated with an excess of dilate sulphuric acid, and extruded at least 
20 times with pure ether.* 

The ethereal solution is now very carefully dried over calcic 
chloride, filtered, and the ether distilled off, whon tho crude pent a- 
methylenetetracarboxylic acid remains behind as a thick brownish 
s>rup To convert this into the dicarboxylic acid, it is now heated 
at 200—220° until the evolution of carbonic anhydride ceases, which 

* Or the acid maybe isolated by means of the lead salt, as described under 
“ Tetrametbylenetetracarboxylio Acid” (this vol., p. 22). This method is, how. 
ever, not to be recommended if large quantities are operated on, os the lead salt is 
very difficult to filter and wash well. 
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is nanally the case in about half an hour. Tlio crude vesiduo can 
then bo purified‘by dissolving it in water and decolorising with 
animal charcoal, as described in tho llei ichtv (18, 3250); the following 
method, however, has since boon found to give better results. 

Tho impure substance is mixed with about three times its volume 
of absolute alcohol, thoroughly saturated with hydrogen chloride, 
and allowed to stand for throe or four hours. Water is then added, 
and the whole extracted two or three times with other. The ethereal 
solution is well washed with sodic carbonate solution, dried over 
carbonate of potash, and tho other distilled off. Tho residue is crude 
cthylic pentamothylenedicarhoxylato. This is first roughly purified 
by distillation under reduced pressure (200 mm.), and thon by 
fractionation under ordinary pressure. 

Afier two fractionings, by for the greater part distils over between 
245° and 255°. A sample of othylic pentameihylenodicarboxylate 
boiling at 241)—252° gave the following results on analysis 

0*1370 gram substance gave 0*3090 gram CO* and 0*1043 gram 
HA 

Calculated for 

Cfill^COOOjirj)-. Found. 


C. 01*08 per cent. 61*51 per cent. 

H. 8*41 „ 8*46 „ 

0 . 29*90 „ 30-03 „ 


Ethylic pentametliylenodicarboxylato (1, 2) is a colourless oil of 
disagreeable odour. 

In preparing free pentamotliylenedicarboxylio acid it is not noces- 
sary to use tho pure othylic salt; the fraction boiling at 245—255° 
was found to answer equally well. The hydrolysis was carried oat as 
usual, by boiling tho ethereal salt with a slight oxcoss of alcoholic 
potash for throo hours on a waier-bath, and then ovaporaiing to 
dryness, Tho vosicluo was dissolved in a small quantity of water, 
acidified with diluto sulphuric acid, and allowed to stand in a cool 
place for 24 hours. 

At tho ond of this time, tho acid had almost entirely crystallised 
out, forming a hard cako at tho bottom of tho boakcr; this was 
collected, washod with wator, and roorystallisod twice from water. 
It was thus obtained in curious nodular masses, which, after drying 
at 100°, gave tho following numbors on analysis:— 

I. 01750 gram substance gavo 0*1004 gram H*0 and 0*8410 gram 

OO a . 

II. 0*1508 gram substance gavo 0*0874 gram H*0 and 0*2941 gram 

00 *. 

III. 0*2318 gram substanoo gavo 0*1380 gram H*0 and 0*4484 gram 
CO s . 
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Theory. 

C B H 8 (C00n) a . 

C.... 53*16 per ceut. 

H. . •. 6*33 9} 

O.... 40*51 

Pentamethylenedicarboxylic acid (1, 2) melts at 160°. Tt is easily 
soluble in hot water, alcohol, and ethyl acotato, sparingly in cold 
water, ether, benzene, chloroform, and light petroleum. 

The silver salt was prepared by precipitating the neutral solution 
of the ammonium salt with silver nitrate. It is a heavy, white, 
apparently amorphous precipitate, almost insoluble in water. For 
analysis, it was dried over sulphuric acid in a vacuum. 

I. 0*2551 gram substance gave 0*0501 gram HjO, 0*2096 gram 
CO«, and 0*1473 gram Ag. 

II. 0*1812 gram substance gave 0*1050 gram Ag. 

Theory. 

c B n 8 (cooAg) 2 . 

O. 22 - 58 per cent. 

H. 215 „ 

M . 58-07 „ 

On adding cupric sulphate to a neutral solution of the ammonium 
salt of pentamethylenedicarboxylic acid, the copper salt is precipitated 
as a beautiful green amorphous mass, which is sparingly soluble in 
water. 

Plumbic acetate gives with a cold solution of tho ammonium salt a 
white amorphous precipitate. If, however, tho solutions aro mixed 
boiling, tho load salt is precipitated as a white crystalline mass. This, 
on examining it with a microscope, is found to consist of transparent 
plates, grouped together like rosettes. 

The most characteristic salt of pontamothylonodicarboxylic acid is 
the calcium salt . If calcic chloride solution is added to tho cold 
solution of the ammonium salt, no precipitate is formed; on heating 
slowly to boiling, however, a colourless crystalline precipitate 
gradually separates out, which does not redissolvo on cooling. This 
precipitate, when examined under the microscope, is found to con¬ 
sist of a mass of perfectly formed octahedrons, interspersed with 
examples of the combination 0. ooQoo. In. those latter tho surfaces 
ooOoo are very small, but very clearly defined, and easily soon when 
examined with a fairly high power. This precipitate is remarkable as 
consisting only of single crystals, each of which is perfectly formed. 


Found. 

£ * ff. 

22*41 — 

2*17 — 

57*74 57*94 per cent. 


Found. 

t - A -» 

I. TI. 11T. 

53*14 53*19 53*15 per cent. 

6*37 6*43 6*33 

40*49 40*38 4052 
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Several experiments have "been made with the object of obtaining 
a compound of the formula— 

OH a —OCOQH 

GE C il 

^CH— O-COOH 

by removing 4 hydrogen-atoms from pentamethylenedicarboxylic 
acid, but as yet without result. Oxidising agents split up this acid 
completely, oxalic acid being formed. 

The action of bromine on pentamethylenedicarboxylic acid was 
therefore studied, as it was thought that in this way better results 
might be obtained, more especially as similar experiments to these 
have already been made by Hofmann, who thus succeeded in converting 
piperidine into pyridmo. In the first experiment, 1 gram of pure 
pentamethylenedicarboxylic acid was heated in a sealed tube with 
2 grams of bromine for two hours at 100°. On taking out the tube, 
no change was perceptible, and the same was the case after heating for 
two honrs at 150°, but on heating at 180° for four hours tho acid was 
completely decomposed, abundance of hydrogen bromide being formed 
and a mass of charcoal being left behind in the tube. In experiment 
II, the same quantities were used, the only difference being that the 
acid was first dissolved in a small quantity of water. In this case, 
also no action took place until a comparatively high temperature had 
beeu reached, when total decomposition into hydrogen bromide and 
charcoal took place. It is hoped that by changing the conditions in 
the above experiment, better results may be obtained. 

Anhydride of Pentamethylenedicarloxylic Aoid , 1, 2, 

0H 8 —CH*CO v 
OH/ | >0. 

^CHj—OH*C(/ 

Poniamothylenodicarboxylic acid is an extremely stable compound 
which, if rapidly heated, can bo distilled in small quantities almost 
without decomposition. If, however, it bo kept at a temperature of 
300°, it gradually loses wator and is converted into its anhydride. 
In ordor to proparo this substanco for analysis, 2 grams of the pure 
acid wore heated in a very small rotort at 800° for half an hour, and 
the product then distilled as rapidly as possible over the naked flame. 
In this way an almost colourless oil condensed in the neck of the 
retort, which, on cooling, completely solidified to a hard ciystalline 
mass. This was carefully ground in an agate mortar, washed with 
small quantities of ether, and dried first on a porous plate and then 
over sulphuric acid in a vacuum. The following numbers were 
obtained on analysis 
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I. 0*1567 gram substance gave 0*0809 gram HjO and 0 3438 gram 
C0 2 . 

II. 0*1700 gram substance gave 0 0871 gram H 2 0 and 0*3716 gram 
C0 2 . 

Found. 

Theory. C 7 H,O s - I. IT - 


C. 60*00 per cent. 69*83 69*61 per cent. 

H. 6*71 „ 6*73 5*69 

O. 34*29 „ 34*44 34*70 


The anhydride of pentamethylenedioarboxylie acid thus prepared 
melts at 64—67°. It is fairly easily soluble in ether, benzene, chloro¬ 
form, and alcohol, but only sparingly in light petroloum and bisulphide 
of carbon. It is almost insoluble in carbonate of soda solution at 
ordinary temperatures, but is more rapidly converted into tho acid on 
heating. 

If this anhydride is warmed with resorcinol and a few drops of 
sulphuric acid, and the melt treated with ammonia, a most beautifully 
fluorescing solution is produced. 

Pentamethylenedioarboxylie acid and its anhydride form tho Hurd 
member in the series of orthodicarboxylic acids of closed carbon- 
chains which have been obtained synthetically, thus:— 


Trimethylenedi- *] CH*COOH 

carboxylic acid >OH 2 <f | 

(i, 2>*.J Ndh*cooh 

(M. p. 137°). 


Tetramethylcnedi-1 CH a —OH-OOOH 
carboxvlic acid > | | 

(1, 2jf. J CH 2 ~CH*COOH 

(M. p. 130°). 


CH-OO. 

CH/ 1 \ o . 

XJH-CCK 
Anliyd. (m. p. 57°). 


0E 2 —CH-CO, 
l I >0. 

(!II 2 —CH-0CK 
Auliyd. (m. p. 7(>—7H"). 


1 


carboxylic 

( 1 . 2 ) 


CHj—CH'OOOH 


acid I 

....J n '0H 2 —OH’OOOH 

(M. p. 160°). 


.OTt-(JIKJO v 
OH/ I >0. 

Anliyd. (m. p. 04—07"), 


* Conrad Gutlizeit, Ser., 17,118S. 


t TIub toI., pp. 22—26. 
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XXVH— Absorption of Oases by Garbon. 

By Charles J. Baker, B.A., Demonstrator of Chemistry, University 
Museum, Oxford. 

Although the extent to which charcoal absorbs various gases and 
vapours has been thoroughly examined, notably by J*. Hunter (Jour. 
Ohem . Soc., 1865, 285; 1867, 160; 1868,186; and Phil Mag . [4], 25, 
and 29), yet the composition of the gas obtained on attempting to 
remove them by the application of hoat has been but little studied. 
In an abstract of a paper by Angus Smith ( Proc . Umj. Soc., 1863,424), 
it is stated that when it is sought to remove by the agency of 
heat the oxygen absorbed by charcoal, carbon dioxide is obtained. 
Reichardt (J. pr . Ghrm., 98, 418), while noting the same fact, also 
observed that the quantity of gas that could bo expelled by heat 
varied with the degree of moisture. In this paper experiments are 
described, which were undertaken with the object of ascertaining the 
nature of the gases produced on heating carbon which has absorbed 
oxygen, the tubes in which the absorption was conducted being 
exhausted by the mercury pump before the heating was commenced. 

It was determined to examine the nature of the gases evolved 
when carbon which had absorbed oxygen was subsequently heated to 
various temperatures. 

1. To 0°. 

2. To tho ordinary temperature of the atmosphere. 

3. To 100°. 

4. To temperatures above 100°. 

The temperature of absorption in tho first three cases was con¬ 
siderably below zero, and in tho fourth case was at 12°. In view also 
of the fact that the presence of moisture has an influence on the 
extent to which carbon undergoes combustion in an atmosphere of 
■oxygen (H. Brereton Baker, Trans., 1885, p. 349), it was resolved to 
conduct the experiments, when desirable, in duplicate; in one series 
the absorbed oxygen was dried, and in the second series, saturated 
with moisture. 


Mode of Experimenting. 

Each experiment may be considered as having been performed in 
two stages. First, into a hard glass tube sealed at one end and drawn 
out at the other to the diameter of a quill, a quantity of purified carbon 
was introduced. By means to be subsequently described, the carbon * 

VOL. LI. s 



250 


BAKER: ABSORPTION OP GASES BY CARBON, 


and the tube were freed from absorbed and free gases and moisture- 
as far as possible, and the tubes sealed. The vacuous tube containing 
the carbon was then opened in the particular gas that was to be 
absorbed, the time, temperature, and pressure under which absorption 
took place being noted. After exhausting the tube of all gas not 
retained by the carbon, it was sealed. Secondly, the tube, now con¬ 
taining the carbon and the gas absorbed within it, was heated, and at 
the end of a noted time it was exhausted of any gas that had been 
given out by the carbon, the temperature being kept constant till tho 
exhaustion was complete. The gas obtained was collected, analysed, 
and the percentage composition calculated. 

The more important details of the experiment are as follows:— 
Well cleansed pieces of the hardest glass tnbing from one-quarter to 
one-third of an inch in internal diameter, were sealed at one end, 0 (seo 
p. 251), and at a distance of about 2J inches drawn out into a quill 
tube. Pings of phosphorus pentoxide occupied some two or three 
inches of the tube at D; finally, the tube was drawn out to E. In 
order to introduce the carbon into C the tube was cut at B. Before 
sealing on again at B the piece of tnbing now containing carbon, the 
upper part of C was heated in order to burn away any adhering 
carbon. It will be obvious that the whole of the carbon should be 
concentrated at one point. To remove the air and moisture from the 
-tube and carbon, the end E was attached to a Sprengel pump, and then 
the end 0 was heated to the highest temperature of the Bunsen flame. 
This heat was maintained for half an hour after the last trace of gas 
had been given off. The temperature to which the carbon was thus 
raised was very much higher than that to which it was subsequently 
subjected. It was attempted to remove the last trace of moisiuro by 
heating the carbon at 150—200° for three or four days. A set of 
tubes of this form, sealed off at E, was prepared and employed for 
the absorption of dried gases. Another set prepared in a similar 
manner, except that the last traces of moisture woro allowed to 
remain, was used for the absorption of moist gases, the tubes being 
sealed at E vacuous. 

The absorption itself was conducted in the following manner. In 
the first place it will he well to describe the way in which the process 
was carried out when no moisture was present. The particular gas, 
dried by passing over phosphorus pentoxide, was collected in a gas 
pipette. The carbon tube CDE was attached to the pipette by moans 
of caoutchouc and glass tubing (as shown in the figure). Before, 
however, the end E was introduced into the caoutchouc connection, 
gas was allowed to drive out air and fill the parts above the tap. The 
caoutchouc joinings were wired on and covered with melted paraffin. 
The end E, lastly, was broken and the tap partially, afterwards fully, 
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turned on. Thus tho exhausted and dried carbon was brought into 
contact with the dry gas. The carbon was allowed to remain in 
contact with the gas for a time far in excess of that during which any 



absorption could be observed to take place. The pressure of the gas 
was readily preserved at *760 mm. by raising or lowering the mercury 
reservoir, according as the barometer stood below or above this point. 
The part of the tube marked CB remained in a vessel of water, or a 
freezing mixture, according as the absorption was to take place at 
the ordinary temperature, or below zero. Tho tune for absorption 
having elapsed, tho tubo was sealed near E and exhausted by a 
Sprengel pump of all gas not retained by the carbon. Tubes thus 
prepared were then heated in tho way to bo subsequently described. 

If the experiment was to bo mado with moist instead of dry carbon, 
the method of working adopted was very similar. Tho carbon tube, 
however, was of the form ABO, and before attachment to tho caout¬ 
chouc a globulo of water was introduced into the glass tube about 
some point F. When the end A had been brokon, an d^ the tap turned 
on, the water was gently heated and became condensed in proximity 
to the carbon. 

Of the materials employed little need be said. As regards the 
carbon, that from boxwood and animal charcoal was selected. The 
initial experiments were made with boxwood charcoal, but from the 
small volume of gas obtained on exhaustion compared with that from 
animal charcoal, the latter was used throughout. It was purified 
as follows:—The finely dividod charcoal was digested repeatedly 















252 


BAKER: ABSORPTION OP OASES BY CARBON. 


with, hydrochloric acid, and washed by decantation. When found 
to be quite free from phosphate, a quantity was ignited at a 
strong heat, in a furnace, in a current of chlorino for some eight 
hours. To free the carbon from at any rate the greater part of tho 
chlorine, it was gently warmed in the air, "then boiled with hydro¬ 
chloric acid to remove the bases present, and subsequently introduced 
into a tube of the shape shown in the figure, short sticks of potassium 
hydrate being placed at D. After being strongly heated in a vacuum, 
the last traces of chlorine were removed, and a stock of purified carbon 
thus obtained. 

Pure oxygen and carbon dioxide were prepared in the usual manner: 
the one from recrystallised potassium chlorate, and tho other from 
ealespar. 

If an experiment with a dry gas was to bo made, the gas was 
passed through sulphuric acid and over phosphorus pentoxide, and 
stored in gas pipettes over mercury. 

In experiments with moist gases, these were collected directly in 
gas pipettes after washing with water. In each case tho gas was 
analysed before use, and its purity assured. 


J Exhaustion of Carbon which had absorbed Oxygen at —15°, the 
Temperature being subsequently raised to 0°. 

Two of the prepared tubes containing carbon, exhausted and in a 
vacuum, were opened in contact with moist oxygen from the pipotte. 
The end of the tube containing the carbon was immersed in a freezing 
mixture, the temperature not being allowed to rise above —15° during 
the hour that the carbon and oxygen were in contact. Tho carbon 
was shaken up at times to ensure the absorption being as complete as 
possible. At the end of the hour, the caoutchouc connection was 
firmly clamped and attached to tho mercury pump. Tho lattor having 
been freed from air the clamp was opened, and the unabsorbod oxygen 
removed from above the carbon. The tube was now sealed oil and 
the temperature of the carbon which had remained at —15° during 
exhaustion was raised to 0°. After remaining for an hour at this 
point, the mbe was opened in connection with a vacuous Sprengol 
pump, when it was found that no gas had been given up by tho 
carbon. It bad been thought that the temperature might be too low 
for the combination, and that free oxygen would be evolved. The 
result obtained is of some interest taken in conjunction with sub¬ 
sequent deductions. 

The two tubes were again sealed and allowed to rise in temperature 
to that of the atmosphere, at which they were kept for three months; 
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at the end of this time they were found still to be vacuous. After 
a further period of three months, it was ascertained that even then 
the carbon had not evolved any gas. 


Absorption of (i) Oxygen and Water Vapour; (ii) of Oxygen ; 

(iii) of Water Vapour, and subsequent Exhaustion at 100°. 

It was from the results of preliminary experiments that the inves¬ 
tigation of the absorption of more or less dried oxygen and exhaustion 
at 100° took the form indicated above. It was determined to examine 
the composition of the gases found on exhaustion of carbon which 
has absorbed— 

i. Oxygen saturated with moisture. 

ii. Oxygen freed as fax* as possible from moisture, 

iii. Water vapour alone. 

(i.) Three of the sealed tubes of the form ABO were taken 
containing about one, two, and three grams of exhausted carbon 
respectively. After having been connected with tho gas pipette, tho 
end containing the carbon was introduced into a freezing mixture, 
the temperature of which was below —12°. After a short time, the 
end A was broken, and oxygen saturated with moisture was admitted. 
The absorption was apparently completed after the lapse of a few 
minutes: nevertheless, it was allowed to continue for an hour. The 
caoutchouc connection of A was next tightly clamped, and the tube 
still resting in the freezing mixture was exhausted and sealed at —12°. 
The temperature had been maintained during absorption as nearly as 
possible at tliis point. Tho gas thus obtained on exhaustion was 
analysed, but no carbon monoxide or dioxide was presont. It was 
simply pure oxygen. 

The tube was next placed in a water-bath and kept at 100° for 
seven days; it was then exhausted at this temperature. The weight 
of the carbon employed was ascertained in each case, and from the 
sp. gr. (which was specially determined, and in the case of the 
animal charcoal used was found to bo 1*64) the volume was calculated. 
From the tabulated results (p. 254), it will be seen that under tho 
conditions of the experiment carbon yields on exhaustion at 100® 
nearly seven times its volume of carbon dioxide. 

(ii.) Three tubes were treated in a manner similar to the above, 
dry oxygen being employed instead of the moist gas. It was found 
that the tubes after seven days* digestion at 100° remained vacuous. 

(iii.) In order to ascertain whether water vapour digested with 
carbon at 100° for seven days would give rise to the production of 
any free oxide or oxides of carbon, three tubes were prepared con- 
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taining about 2 grams of carbon each, and a drop of water in the 
drawn-out part used for connecting with the Sprengel pump. After 
strong ignition to remove absorbed gases, the tubes were sealed. 
The water was evaporated by heat, and brought in the vaporous state 
in contact with the carbon. On exhaustion after a lapse of seven days 
no carbon monoxide or dioxide was found. The tubes contained water 
vapour only. 

These results show the extent to which carbon combines with 
moist oxygen absorbed within it, and also indicate the influence which 
water has in bringing about the combination. 

Further, it is seen that when the attempt is made to remove moist 
oxygen, absorbed in carbon at —12°, and held by it after the experi¬ 
mental tube is rendered vacuous, by raising the temperature to 100°, 
carbon dioxide is produced. If dry, no free gas is obtained. 

It may be added that when the oxygen is neither specially dry nor 
specially moist and the temperature raised to a dull red heat, no 
oxygen was obtained on exhaustion, but a mixture of carbon monoxide 
and dioxide. 


Exhaustion of Absorbed dried Oxygen from dried Carbon . 

It has already been seen that on attempting to remove the dried 
■oxygen retained by carbon by a digestion extending over seven days 
at 100°, no gas was obtained. This suggested the point as to whether 
in the first place dried oxygen is absorbed by dried carbon at all; 
and in the second place, if absorption does take place, whether on 
raising the temperature the absorbed gas would be given up as 
oxygen, as carbon monoxide, or as carbon dioxide. 

Five of the tubes specially prepared for the absorption of dried 
gases and containing dried carbon wore allowod to absorb dry oxygen 
at 12°. After exhausting at this temperature, the tubes were scaled. 
In order to removo the last traces of moisture, the parts of the tubes 
containing carbon were heated in air-baths at about 150° for a week. 
Two of the number were further set apart for two months in a place 
having a temperature of 35—40°. One of the remaining three tubes 
was now attached to a vacuous Sprengel pump and opened in con¬ 
nection with it. Only a trace of carbon dioxide was obtained. The 
temperature was raised to 350° by stages of 50° at a time, but still 
only traces of carbon monoxide and dioxide were produced. The 
time during which the applications of heat extended lasted from 
25 hours to two days. The small bubbles of gas, when obtained, 
were always produced immediately on raising the temperature. 

On raising the temperature to 450°, however, a slow but regular 
evolution of gas took place; the heating was continued for two hours. 
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Tbe temperature of 450° was estimated by simultaneously heating* 
comparison tubes containing salts of known melting points. Silver 
chloride (fusion point 451°) was melted by tbe beat required for tbe 
evolution of tbe absorbed gas. When tbe evolution bad ceased, tbe 
carbon was raised to full redness, but no more gas was given out. 
Nearly 5 c.c. of gas were thus obtained for analysis; tbe traces of 
carbon monoxide and carbon dioxide produced by tbe gradual increase 
of temperature amounted only to 0*2 c.c. 

Tbe two remaining tubes of this set of three were then raised in 
temperature to about 450°, and evolved gas. Tbe analysis showed 
that carbon monoxide was the main constituent and that no free 
oxygen was evolved. 

Tbe two tubes which bad remained at 35—40° for two months 
were examined, but one failed. On exhausting at about 450°, it 
showed that tbe oxygen bad almost entirely combined with tbe carbon 
to produce carbon monoxide (this is marked I on tbe table). 


Exhaustion of dried Oxygen from dried Carlo a. 


Dried 
for j 

i 

1 

1 

Time of 
absorp¬ 
tion. 

1 

Temp. | 

Pressure. 

Temp. 

of 

exhaus¬ 

tion. 

Percentage 
obtained of 


Of absorption. 

CO. 

COj. 

i 

2 months.. 

|l 

10 hours 

12° 

760 

450° 

98'91 


"N 

About 
^ 0*6 ac. oC 
carbon 
used. 

1 week.... 2 

99 

99 

99 

— 

88*C5 

11*28 

lweek.... 3 

99 

99 



82*76 

17-a 

lireek.... 4 

1 

39 


39 j 

99 




Tbe results taken as a whole indicate that absorbed dried oxygon 
can only be removed from dried carbon as carbon monoxide by tho 
application of beat. It would, however, be a premature assumption 
to state that tbe carbon bad been directly burned by tbe oxygen to* 
carbon monoxide. It is within tbe range of possibility that carbon 
dioxide is first produced, and that in passing over and through tlio 
heated carbon it is reduced to monoxide. To ascertain whether this 
is tbe case, it was only necessary to repeat tbe above experiments* 
employing dried carbon dioxide for absorption instead of oxygen. 

Exhaustion of dried Carbon Dioxide from dried Carbon. 

ffour tubes containing exhausted dried carbon in a vacuum, and 
with tbe phosphorus pentoxide tube attached, were allowed to absorb 
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dried carbon dioxide and then sealed. In order to remove moisture, 
the carbon in two of the tubes was boated at about 150° in an air- 
batb for soven days; two wore boated for throe days. They were 
then allowod to cool to 12°, and left at this temperature for some 
three hours in order that the carbon dioxide might again be taken up 
by the carbon. After removing any unabsorbed carbon dioxide the 
carbon was raised in each tube to 450°, and tho gases evolved collected 
by the mercury-pump, and analysed. Those are the results:— 


Dried for 

Duration 

of 

absorp¬ 

tion. 

Temp 

Pressure 


Percentage ob¬ 
tained of 

Of absorption. 

00, 

CO. 

lweok . 

1 hour 

12° 

7CO 

about 450° 


23*6 

1 week. 

» 

a 

a 

» 


25*8 

3 days. 

» 

a 

a 

>7 

52-7 

47-S 

3 days.. 

a 

it 

» 

it 

50.6 

49-4 


From the foregoing it will bo observed that the drier the substances 
are the larger tho proportion of carbon dioxide produced; or, to put it 
in another way, tho less tho reduction of carbon dioxide to monoxide. 
Hence, the dried oxygen retained by carbon, when removed by 
heating it at 450°, doubtless burns the carbon to monoxide direct. 


Summary of ltraiills. 

The conclusions arrived at aro— 

1. —That moist oxygen which is absorbed androtained by carbon in 
a vacuum, the absorption being for an hour at —15°, is not givon out 
cither free or combinod by raising tho temperature to 0°; that, 
further, the same being raised in temperature to about 12°, and kept 
at that temperature oven for prolonged poriods, yields no free gas. 

2. —(a.) That tho water vapour and oxygen similarly absorbed, if 
kept at 100° for a week, give rise to the production of carbon dioxide 
only, the volume of gas obtainod being nearly seven times the volume 
of the carbon employed, 

(p.) Water vapour and carbon digested for a week at 100° produce 
no free carbon dioxide; and 

(*y.) There is no production of free oxygen or oxide of carbon 































258 ARMSTRONG: LAWS WHICH GOVERN SUBSTITUTION 


when carbon and oxygen freed from moisture are digested at the same 
-temperature for the same time. 

3.—(*.) That a temperature of 450° is required to remove the 
•dried oxygen retained by carbon, and that carbon monoxide is the 
main product formed. 

(j 8 .) The more free from moisture the substances employed are, the 
less does the carbon bum in the carbon dioxide which it absorbs; and 
hence 

( 7 .) Carbon is burned directly to carbon monoxide by the absorbed 
and firmly retained oxygen. 


XXVIII .—An Explanation of the Laws which govern Substitution in 
the case of Benzmoid Compounds. 

By Henry E. Armstrong. 

It is well known that certain mono-derivatives of benzene yield a 
mixture of para- and ortho- di- derivative in proportions which appa¬ 
rently are much affected by the conditions under which substitution 
takes place, the me to-di-derivative being formed in relatively very 
small proportion, if at all; whereas other mono-derivatives chiefly 
yield the mefo-di-derivative. A very noteworthy illustration of the 
manner in which the radicle first introduced exercises a specific 
influence on the subsequent displacement of a second hydrogon-atom 
is afforded by the production of a mixture of ortho - and jparc-nitro- 
bromobenzene on nitrating bromobenzene, but of wfobromonitro- 
benzene on bromination of nitrobenzene in presence of ferric chlorido 
( Annalen , 231,158), I am not aware that up to the present time 
any explanation of the remarkable difference in behaviour of mono- 
derivatives of benzene here referred to has been even hinted at. 

To afford an opportunity of contrasting the behaviour of the 
various mono-derivatives of benzene, the accompanying tables (I and 
II) have been arranged, showing the nature of the radicle R' con¬ 
tained in the mono-derivative and the position which the radicle X' 
assumes relatively to R'. Whenever possible, the position of X' in 
the chief product is indicated by printing the figure in thick typo; 
the position which it assumes in the product which is obtained in 
very small amount is indicated by underlining the figure; where no 
distinction is made, it is either because the proportions vary with the 
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conditions, or nfore often because exact information on tlxis point is 
wanting. Table I illustrates what may be termed the para-ortho- 
law ; Table II the meta-law. 

Table I .—Illustrating Para-cn tho-law. 


Position of X' relatively to R'. 


R'. 

CL 

Br. 

L 

N0 2 

SO,H. 

CH a . 

2,4 

2,4,3 

—— 

2,4,3 

2,4 


4 

— 

— 

4 


OHCl* . 

4 

— 

— 

3 

— 

Od3. 

4 

— 

— 

3 

— 

Cl. 

2,4 

2,4 

— 

2,4 

4 

Br. 


2,4 

— 

2,4 

4 

I. 

— 


4 

2,4 

4 

OH. 

2,4 

*4,3 00 

2, 4, 3 ( p ) 

2,4 

2,4 

NH-Ac. 

2,4 

2,4 

4 

2,4 

— 

NH*’S0 4 H 8 . 



— 

2, 4 8 

4 

OHo-OOOH. 

2,4 

4 

— 

2, 4 

— 

CH CH-COOH. 


— 


2,4 j 



Table IE .—Illustrating Meta-law. 


Position of X' relatively to R'. 


R'. 

01 

Br 

I. 

NO>. 

sojrc. 

NO*. 

3 

8 

, f - 

3, 2,4 

3,2,4 

ON. 

— 

— 


3 


OOH. 


— 

- 

3 

- 

CO-CH 8 . 

- 

— 

—- j 

3,2 


OO-OII,Br. 

- 

— 

— 

3 

— 

co-c 8 h*. 

OO-OH. 

— 

— 

— 


4 

3 

3 

3 

8, 2,4 

3,2,4 

SO a *OH. 

- - 

3 

- 

3,2,4 

3,4 

S0 8 0 6 H 8 . 




3 

3 

, 


Now, on careful study of tbo examples collected in these tables, it 
will be noted that R' in all compounds which obey the para-ortho¬ 
law is either a monad simple radicle or a compound radicle in which 
the grouping element of the radicle is combined with one or more 
monad radicles; whereas in compounds subservient to the meta-law 
the grouping element of the radicle R' is associated with one or more 
polyad atoms—with N in ON, with 0 in NO*, OOH, OO-OH* and 
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COOH. The double influence exercised by OHCls and CCI3 is 
remarkable. 

Before attempting to make use of these facts, it will bo desirable 
to consider what conception is to be attached to the term “ substitu¬ 
tion in what way is substitution effected? Obviously, equations 
such as are commonly used—for example: C 6 H G + Br 2 = OtHgBr + 
HBr—afford no information regarding the course of change, but 
serve merely to indicate the relative quantities concerned in the 
interaction; and text-books are all but silent on such matters. There 
would appear, however, to be floating in the minds of most of those 
who have been at the pains to consider this question at all a more 
or less clearly defined idea that in some way or other dissociation 
precedes substitution; that simplification is the antocodent of com¬ 
plication. Williamson, as far back as 1851, in his celebrated paper 
on the “Theory of Etherification,” clearly expresses this view in 
words which leave no doubt ( Quart . Joum. Ghem. Soc., 4,110). To 
quote but a few of his sentences, he says: “ We are thus forced to 
admit that in an aggregate of molecules of any compound there is an 
exchange constantly going on between the elements which are con¬ 
tained in it. For instance, a drop of hydrochloric acid being supposed 
to be made up of a great number of molecules of the composition 
C1H, the proposition at which we have just arrived would lead us to 
believe that each atom of hydrogen does not remain quietly in juxta¬ 
position with the atom of chlorine with which it first united; but, on 
the contrary, is constantly changing places with other atoms of 
hydrogen, or, what is the same thing, changing ehlorino. Of course, 
this change is not directly sensible to us, because one atom of hydro¬ 
chloric acid is like another; but suppose we mix with the hydro¬ 
chloric acid some sulphate of copper (of which the component atoms 


are undergoing a similar change of place).the hydrogen 

does not merely move from one atom of chlorine to another, but in 
its turn also replaces an atom of copper.Thus it is that at 


any moment of time in which we examine the mixture), the bases are 

divided between the acids.Such is the general process of 

chemical decomposition.” 

These views necessarily derived much support from the researches 
of Deville and his pupils on dissociation; and it can scarcely bo 
doubted that their acceptance at the present day is mainly attribut¬ 
able to Deville’s discoveries. The classical research which led to their 
conception cannot now be said to afford any very cogent argument 
either for or against them. 

I have elsewhere ventured to express my doubts concerning the 
universal occurrence of dissociation in the case of “atomic” com¬ 
pounds, and will here only add that the more I consider the evidence 
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the more I am led to think that our views on this subject need 
modification in not unimportant particulars. Be this as it may, my 
obj'ect now is to advocate the view that in the formation of substitu¬ 
tion-products—in reactions of so-called double decomposition—an 
additive compound is first formed by the union of the interacting 
substances. The conviction that this is the case has grown upon me 
during several years past, although I cannot say in what it originated; 
looking up the question recently, however, I find that Kekuld in his 
Lehrbuch der organischen Chemie (Erlangen, 1867) takes this view in 
the most decided manner possible, speaking of it, in fact, as “Dio 
oinfachste und auf alle Falle anwondbare Vorstellung;” he even goes 
so far as to express the idea graphically in the following manner:— 


to b 



Before decomposition. During decomposition. After decomposition. 

The two quotations serve to show that even authorities differ as to 
the interpretation which is to be given of the course of chemical 
change. 

The formation of additive compounds has boen obsorvod in so 
many cases, that the possibility of their being formed from carbon 
compounds generally, excepting the paraffins, will scarcely be 
questioned, I imagine ;* it is therefore permissible at onco to pass to 
llio consideration of tho process involved in the production of the 
additive compound and its subsequent rosolution into tho substitution 
derivative. 

To take tho simplest case possible afforded by a bonzenoid com¬ 
pound—the conversion of bonzotie into bromobonzeue: according to 
tho view advocated in this communication, tho initial stage would be 
tho addition of a molecule of bromine to owe of tho m carbon-atoms; 
tho hydrogen-atom attacliod to this carbon-atom would thus find 
itself in tho immediate presence of an olemont for which it has 
a strong affinity, and a very slight disturbance would lead to its 
separation with ono of the atoms of bromine, whereupon the other 
bromine-atom would assume the place of the hydrogen-atom thus 
removed. A procisely similar explanation of the formation of mono- 

* I may, perhaps, with advantage direct attention to Schramm’s observations on 
the brommation of benzene (Her., 18, 607); to an important investigation on the 
chlorination of toluene by SeaLig {Amahn, 287,169) ,* and to a papor'Tjy Jetrati 
{Am. Ohim. J?hys. [6], 6, 367). 
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derivatives generally may be given. It is here supposed that the 
formation of the additive compound does not involve the separation 
and distribution of the bromine-atoms; this is not a necessary 
assum ption, however: indeed it is well known that the first visible 
product of the action of bromine on anthracene and also on phen- 
anthrene is a comparatively stable dibromide in which apparently 
the bromine-atoms are distributed, and it is therefore possible that 
similar compounds are formed in other cases but escape detection 
owing to their instability. But in the case of anthracene and phen- 
anthrene it is easy to account for the formation of dibromides; the 
compound bearing a corresponding relation to the hydrocarbon is 
in the case of naphthalene a tetrabromide, and in the case of benzene 
a hexabromide: a tetrachloride, but not a tetrabromide, is actually 
producible from naphthalene, and a hexabromide and hexachloride of 
benzene are known, but there is no evidence of the production of 
intermediate compounds similar to these: so that it does not appear 
improbable that distribution only occurs when opportunity is given 
for complete saturation of the elements of the carbon ring. In con¬ 
nexion with this question, the experiments of Ador and Bdlliet aro of 
special interest (Her., 8, 1286). These chemists added a relatively 
small quantity of bromine to very carefully cooled benzene, and after 
well washing and drying the solution, submitted it to the action of 
zinc ethyl. The product was then oxidised; and they obtained benzoic, 
meta- and para-bromobenzoic, meta- and para-phthalio acids, but not 
a trace either of orthobromobenzoic or of phthalic acid. Unfor¬ 
tunately the oxidation was effected by means of chromic mixture 
by which oitho-compounds are known to he destroyed; otherwiso 
these results would serve to place it beyond doubt that in the forma¬ 
tion of the additive compound the bromine-atoms do not become 
separated and attached to contiguous carbon-atoms* 

Frequently it is advantageous, if not essential, to add a so-called 
carrier in order to effect the production of haloid derivatives; iho 
use of iodine for this purpose was first made known by Hugo Mtillcr, 
in 1862, but of late years many metallic chlorides have been found to 
possess the property of facilitating the displacement of hydrogen by 
chlorine and bromine to a much greater extent than iodine. Aceoid- 
ing to a recent statement by Seelig (Annalen, 237,169), if toluene 

* It may be suggested in explanation of Ador and RiUiet’s rosults, that an addi¬ 
tive compound of 2 mols of benzene with 2 mols. of bromine is formed $ and that 
the carbon-atoms affected are relatively in para-position 5 that the zinc otliyl acts 
initially by inducing the withdrawal of HBr, the place of the H atom withdrawn 
bemg at once taken by ethyl 5 and that by a repetition of this process either a para- 
or a m^fca-derivative is formed according as the second hydrogen-atom withdrawn 
as HBr is para- or meta- relatively to that first displaced. 
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cooled to 0° "be saturated with, chlorine and anhydrous fenic chloride 
he then added, a vigorous effervescence will at once take place owing 
to the escape of hydrogen chloride. It would therefore seem that the 
function of such “ carriers ” is to induce the separation of haloid 
hydride from the additive compound. This explanation of the action 
of “ carriers 99 appears the more probable as it is now well known that 
metallic chlorides such as are used for the purpose combine more or 
less readily with hydrogen chloride, forming unstable chlorhydrides.* 

Passing now to the consideration of the formation of di-derivatives, 
I may at once point out that the difference under discussion in the 
behaviour of fhe two classes of mono-derivatives is, in my opinion* 
attributable to the different manner in which they form additive 
compounds. In the case of those which furnish the ortho- and para- 
derivative, it may be held that the additive compound results from 
the union of the reacting molecule with tho carbon-atom to which tho 
radicle R' is attached. 

The formation of an ortho-di-derivative from an additive compound 
thus constituted would appear to follow as a matter of course, 
involving as it does merely the separation and displacement of the 
hydrogen-atom attached to the carbon-atom contiguous to that with 
which the radicle R/ is associated; but as a matter of fact, although 
in some cases the ortho-derivative preponderates—Seelig states that 
about twice as much ortho- as para-chlorotolueno is formed on 
chlorinating toluene—in the majority of cases tho para-derivative is 
the chief product. In order to account for tho preponderating 
influence which apparently is exercised npon the para-position, more 
than one attempt has been made to devise a symbol for benzene in 
which the carbon-atoms relatively in pai-a-positions are exhibited as 
in direct connexion (see especially Kornor, this Journal) ; but 
these cannot be regarded as successful. Moreover if tho influence 
which certain radicles exorcise npon the para-position were hold to 
necessitate the assumption of a direct connexion between carbon- 
atoms which aro relatively in para-positions, the influence which 
certain other radicles exorcise in causing tho production of mota- 
derivatives must consistently he held in like mannorto afford evidence 
of the existence of a direct connexion between carbon-atoms which 
are relatively in meta-positions. My own opinion is that there is no 
such connexion,f and that the production of para-derivativos must 

* Tho influence of iodine is probably asoribablo to tho readiness with which 
iodine chloride and bromide unite with othor bodies. 

t I may bo allowed to quote here tho following passage from a recent paper of 
mine on the u determination of the constitution of carbon compounds from thermo- 
chemical data” (JPM. Mag,, February, 1887;)— * _ 

“ Thomsen ........ maintains that the six atoms of carbon 19 this (benzeno) 
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be regarded as tbe result of a kind of isomeric or intramolecular 
change, which probably takes place owing to the existence in closed 
chain compounds of a tendency to form symmetrical di-derivatives. 
An even simpler explanation of the formation of para-derivatives 
would be afforded by the assumption that the additive compound 
results from the union of the reacting molecule not with the carbon- 
atom to which the radicle B/ is attached but with that which 
occupies the para-position relatively to R'. For example, the 

hydrocarbon are linked together by nine e single bonds,* and not, in the manner 
indicated by Rekule’s well-known formula, by three single and three double bonds. 
Although of opinion that we cannot at present accept so absolute an interpretation 
of the thermochemieal data, I yet think that Thomsen’s results, taken together with 
all that is known of benzene, must be held to prove that benzene is in no sense a 
compound of the same order as an olefine; and that Kekul^’s formula, if used at all, 
must be literally interpreted as indicating that the carbon-atoms are held together 
by nine affinities, there being abundant evidence to show that in the olefines the 
carbon-atoms are not held together by double bonds. In other words, if we employ 
Kekule’s benzene formula, we are bound to abandon the use of the conventional 
formula for olefines. From this point of view I see little difference between Kekul6’s 
symbol and the prism formula or the modification of the latter quite recently advo¬ 
cated by Thomsen (J3er. } 19, 2944). Objections have, however, been urged against 
the prism formula which appear to be justified; the symbol advocated by Thomsen 
can scarcely be regarded as marking any particular advance; and Kekul6*s symbol 
is open to tbe oft-raised objection that it indicates the existence of four distinct di¬ 
derivatives. I venture to think that a symbol free from all objections may be based 
on the assumption that of the twenty-four affinities of the six carbon-atoms twelve 
are engaged in the formation of the six-carbon ring and six in retaining the six 
hydrogen-atoms, in the manner ordinarily supposed j while the remaining six react 
upon each other,—acting towards a centre as it were, so that the * affinity ’ may be 
said to be uniformly and symmetrically distributed. I would, in feci, make use of 
the following symbol:— 



H E 


The only difference between this symbol and those employed hitherto arises from 
the fact that I do not consider that, apart from its connexion with the other carbon- 
atoms owing to their association in a ring, any one carbon-atom is directly connected 
with any other atom not contiguous to it in the ring; my opinion being that each 
individual carbon-atom exercises an influence upon each and every other carbon- 
atom.*’ It should be added that this symbol is not directly applicable to benzene- 
derivatives. The introduction of a radiate doubtless involves an altered distribution 
■of the “affinity,” much as the distribution of the electric charge in a body is altered 
by bringing it near to another body. 
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observation that potassium phenyl sulphate, on heating, becomes 
potassium phenol parasulphonate (Baumann), or that the nitrosamine 
C 6 H fi *NMe(NO) is converted by digestion with an alcoholic solution 
of hydrogen chloride into jparaw^rosomethylaniline (Ber., 19, 2991), 
is sufficient to show that such an assumption is not necessary, 
however. 

It remains but to add that there is abundant evidence to show that 
the proportions in which the para- and ortho-derivative are formed 
depend both on the nature of the reacting substances and the condi¬ 
tions at the time of change. Thus on heating sodium phenyl 
carbonate, sodium salicylate is formed, but potassium phenyl carbonate 
yields potassium parhydroxybenzoato; and whereas, according to 
Rosenstiehl, paranitrotoluene is the main product when a large excess 
of acid is used to nitrate toluene and the temperature is relatively high, 
orthonitrotoluene is chiefly formed if a small proportion of acid be 
used at a low temperature. In the case of phenol, however, Komer 
states that paranitrophenol is the chief product of nitration at a low 
temperature, And that orthonitrophenol is formed in larger quantity 
if the action takes place at higher temperatures. 

Attention has already been directed to the difference between the 
radicle R' in compounds which obey the para-ortho-law and in those 
which obey the meta-law. Now it is to bo noted that radicles such as 
ON, N0 2 , CO, S0 2 , the presence of which favours the production of 
meta-derivatives, are admittedly capable of uniting with a variety of 
compounds, the explanation usually given being that combination 
takes place owing to the conversion, by the addition of the elements 
of the molecule X' Y', of the radicle AB—in which both constituents 


f X' 

are polyad atoms—into the group A | as ma y> the 

radicles in questions are essentially different both in constitution and 
function from those whoso presence favours the formation of ortho- 
and para-derivatives. Herein, I would suggest, lies the explanation 
of the meta-law, my opinion being that the additive compound which 
generates the meta-derivative is formed by the combination of the 
reacting molecule with the radicle JR! of the mono-derivative, and not 
with the carbon-atom which carries that radiole. 

Why an additive compound thus constituted should yield a meta- 
instead of an ortho- or para-derivative is a question to which no 
sufficient answer can be given at present; and we cannot hope to 
solve such a problem until the dynamics of the changes involved in 
the production of isomers have been thoroughly investigated. It 
is conceivable that the side-chain produced by the addition of the 
reacting molecule to the radiole R' extends outwards sufficiently 
far to bring the added molecule into intimate connection with the 
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carbon-atom and its associated hydrogen-atom in the meta-position; 
the conception is a purely mechanical one, but I do not think this 
a sufficient reason to reject it altogether from consideration, the 
tendency of modem investigation being to show that the occurrence 
of a particular change more often than not depends on the formation 
of a system of a particular configuration, as in the production of 
the lactones, for example. The formation of a parachloro-, but of a 
metanitro-derivative from benzal chloride and benzotrichloride would 
appear to favour this explanation. 

The production of a small proportion of meta-di-derivative from 
mono-derivatives which in the main obey the para-ortho-law may be 
accounted for by the assumption that the radicle R' in these has also 
the power of combining with the reacting molecule; and it is note¬ 
worthy that the production of the meta-derivative appears to take 
place especially in those cases in which R' contains a polyad atom; 
thus chloro- and bromo-benzene do not appear to furnish any meta¬ 
derivative, but a small proportion of meta-nitrotoluene is formed on 
nitrating toluene, and phenol is said to yield meta-bromo- and 
metiodo-phenol; and it is to be remarked that whereas acetanilide 
famishes only the ortho- and para-derivative on nitration, aniline 
sulphate yields a small amount of meta-nitraniline also (Hiibner). 

In addition to the examples of compounds which obey the para- 
ortho- and meta-laws respectively given in Tables I and II, there are 
many others which are in complete agreement with them. So far as 
I am aware, there are only two apparent exceptions to be noted : the 
production of metaxylene from toluene and methyl chloride in 
presence of aluminium chloride, and the formation of a pnrasulphonic 
acid from benzophenone (Staedel). With regard to the former, 
although metaxylene is the chief product of the reaction in question 
according to Ador and Rilliet, it has since been stated by Jacobsen 
that orthoxylene is produced in by far the largest proportion; with 
regard to the latter, the exception is an interesting one, and it will 
be important to inquire into it, and to further study the behaviour of 
benzophenone. 

The foregoing remarks have direct reference to benzene-derivatives 
proper; but it is desirable also to briefly point out that the considera¬ 
tion of the behaviour of benzenoid hydrocarbons generally is of the 
highest importance in any attempt to solve the problem involved 
even in the case of benzene itself. In a recent report to tho British 
Association (comp. Chem. News, 54, 326), I have summarised the 
results hitherto obtained by investigators of naphthalene-derivatives, 
and have especially dwelt on the fact that the preponderating ten¬ 
dency is to form a-derivatives; now this meets with an explanation 
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on the assumption that an additive compound is first forme 1. 
According to my view, the carbon-atoms common to the two nuclei 
are centres of attraction, and the additive compounds result from the 
attachment of the reacting molecule to one or other of these; the 
formation of an a-derivative from an additive compound thus con¬ 
stituted would appear to be almost a matter of necessity. In the 
conversion of the mono-derivative into a di-derivative, according to 
the nature of the radicle R' and also of the reacting molecule, the 
additive compound will be formed by the attachment of the reacting 
molecule either to the central carbon-atom contiguous to the radicle 
R»' or to that which is uninfluenced by a contiguous radicle; or a 
mixture of the two possible additive compounds may result: and on 
subsequent decomposition of the additive compound, either a homo- 
nucleal or heteronucleal derivative will be formed according to 
circumstances. The behaviour of ^-derivatives of naphthalene is in 
many respects noteworthy, and I would point to the conversion of 
betanaphthyl sulphate into Schaefer’s botanaphtholsulphonic acid by 
mere warming (Her., 1882, 203) as being a most interesting case of 
isomeric change, especially if considered in connexion with the sug¬ 
gestion previously advanced in explanation of the production of 
para-di-derivatives of benzene; Schaefer’s acid is most probably a 
jS^-derivative, and its relation to the isomeric sulphate is accordingly 
represented by the symbols— 



Betanaphthyl aulpliatc. 



Schaefer’s betanaplitliolsulphonic acid. 


Even those who are of opinion that para-carbon-atoms in benzene are 
to be regarded as directly connected will scttrcely be willing to admit 
the existence of any direct connexion between the carbon- 

atoms in naphthalene. 

The production of haloid derivatives from paraffins may be held to 
negative the hypothesis advocated in this paper that the formation of 
additive compounds precedes that of substitution derivatives.’ I am 
of opinion, however, that this is not the case, and that even the 
paraffins are to a certain extent unsaiurated bodies: it is because they 
are so nearly saturated, I believe, that the lowest terms especially axe 
so slowly acted upon, and it is perhaps noteworthy that nitric and 
sulphuric acids, which appear to manifest less tendency than do the 
halogens to form additive compounds, act less readily on paraffins than 
do chlorine or bromine. But the view here advocated finds its chief 
support in the behaviour of the mono-baloid-derivatives of paraffins: 
these, it is well known, are far more readily attacked by halogens than 

T 2 
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are the paraffins, and thus afford a strong argument in favour of my 
assumption that negative elements especially tend to attract each 
other. Without here entering into a full discussion of the subject, I 
may point out that the laws of addition and substitution generally are 
for the most part capable of explanation by means of this principle: 
for example, it is an established rule that in the formation of additive 
compounds from compounds of the olefine type, the negative radicle 
of the reacting molecule usually attached itself to the least hydro- 
genised carbon-atom, propylene, for instance, CHs'CB>OH 2 , forming 
isopropyl iodide, CH 3 *CH1*CH 3 , not propyl iodide, CH 3 4 CH 2 *CH 2 I : but 
the less hydrogenised is of necessity the more negative carbon-atom. 
Again, it is well known that negative radicles tend to accumulate: 
ethyl chloride, for example, yielding on chlorination as chief product 
not ethylene but ethylidene chloride, CH 3 *CHC1 2 ; alcohol yielding on 
oxidation aldehydrol, CH 3 -CH(OH) 2 , not glycol, CH 2 (OH)-CH 2 (OH). 

I have thought it advisable thus to direct attention to a possible 
explanation of the laws of substitution, because it appears to me that 
of late years the subject has not received that amount of consideration 
which from its importance it deserves—perhaps for want of a guiding 
principle. As yet but a mere rough survey of this field of inquiry has 
been effected; true it is that this has enabled us to outline its 
characteristic features, but the accurate measurement of details which 
will enable us to draw the finished picture has yet to be accomplished, 
and will involve patient and prolonged investigation. It is more than 
probable that I may exaggerate its importance, but it appears to me 
that the doctrine of “ Residual Affinity ” of which 1 have ventured to 
become the exponent (Proc. Boy . Boo., 1886, 40, 268), will be of 
service as a guide in these inquiries. 

City and Guilds of London Institute, 

Central Institution. 


XXEX. The Action of CKlorime on Organic Thiocyanatec. 
Part I. Methyl Thiocyanate. 

By J. William James, Ph.D., F.C.S., University College of South 
Wales, Cardiff. 

Thb action of chlorine on methyl thiocyanate was first investigated 
by Cahours (Annalen, 61, 96), who found that cyanuric chloride 
and a heavy oil were formed; some time later, in 1854, Biche studied 
the reaction more closely (Armalen, 92, 357). 
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In continuation of my work with ethylene chlorothiocyanate, I was 
led to examine the action of chlorine on methyl and ethyl thio¬ 
cyanates, in the hope originally, of obtaining chlorinated thiocyanates 
as substitution products ; but as I have already shown in a short notice 
(J. pr. Ohem. 30, 316) the thiocyanate group is at once attacked by 
the chlorine, the whole of the cyanogen combining with it to form 
cyanuric chloride. 

The result of Riche’s work with methyl thiocyanate is tho forma¬ 
tion of cyanuric chloride, and a liquid boiling from 70° to 200°, from 
which he separated two main products; the one boiling below 86°, 
stated to be a mixture of sulphur dichloride with carbon tetra¬ 
chloride, and the other boiling from 140° io 170°, which after shaking 
with potassium hydroxide, and drying over calcium chloride, boiled 
at 160° to 160°; this had the composition C 2 S01g. 

100 grams of pure methyl thiocyanate was placed in a flask 
surrounded by cold water, and a slow stream of dry chlorine passed 
in, in diffused light. At first very little hydrogen chloride was given 
off, the chlorine being completely absorbed. The colourless liquid 
became yellow, and at last deep orange. In about two boars hydrogen 
chloride is evolved in large quantities, and this continues throughout 
the reaction, but there is very little rise of temperature. After 
chlorine had been passed in for five hours, the flask was allowed to 
stand in a cool place during the night, when a quantity of largo, 
colourless, well-formed monoclinic crystals separated. The super¬ 
natant liquid was poured off, and again troated with chlorine to 
complete saturation, finally in sunlight, and until hydrogen chloride 
ceased to be evolved, this liquid on standing deposited a fresh 
quantity of the crystals. 

Examination of the Crystals .—These were freed from adhering liquid 
by pressing them between filter-paper, and further purified by standing 
over sulphuric acid and lime. A melting point determination gave 
146°, and their other properties showed them to be pure cyanuric 
chloride. Some of the crystals were so largo and well formed that it 
was my intention to have them measured; but this has already been 
done by Hofmann in his recent work on cyanuric ethers (Iter., 19, 
2063), while these experiments were in progress. 

Prom 100 grams of methyl thiocyanate, I have obtained on an 
average 65 to 70 grams of pure cyanuric chloride, the calculated 
quantity being 84 grams, so that this is a most advantageous method 
for preparing this important substance. 

Examination of the Liquid .—The orange-coloured liquid on fractional 
distillation yielded three fractions: one boiling from 70° to 75°, 
another distilling from 148° to 150°, and the third, in small quantity, 
above 20U°. Prom the last fraction 1 hare, in spite of several different 
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experiments, been unable to obtain any definite result. It contains 
varying quanities of cyannric chloride, and this cannot be removed by 
distillation, as the substance is gradually decomposed into a liquid 
which begins to boil at 70°. 

fraction 70—75°. This is of a deep orange colour, with rod vapour. 
An analysis showed it to consist of a mixture of thiocarbonyl chloride 
and carbon tetrachloride, very nearly in the proportion of 2 mols. of 
the former to one of the latter: 2 OSCI 2 + OCI 4 . It is not imme¬ 
diately acted on by water; it may in fact be shaken with it without 
showing any sign of decomposition, and this proves sulphur dichloride 
to be absent. It fumes strongly in air, its vapour causes a copious 
flow of tears, and acts most violently upon the respiratory organs. I 
obtained as much as 50 grams of this liquid from 100 of methyl thio¬ 
cyanate, and endeavoured to separate it into thiocarbonyl chloride 
and carbon tetrachloride by further fractional distillation, but this 
cannot be done to any extent by observing the thermometer. If, 
however, the first portion of the distillate b9 again and again dis¬ 
tilled slowly, until about one-fourth has been collected, it will be 
found to consist almost entirely of thiocarbonyl chloride. One 
sample prepared in this way weighed 10 grams, and gave the fol¬ 
lowing numbers on analysis:— 

1. 0*2856 gram substance, after oxidation with concentrated nitric 
acid at 200° in a sealed tube, prodneed 0*541 gram BaSO* 
= 26*01 per cent, sulphur. 

II- 0*2025 gram substance burnt with lime gave 0*531 gram AgOl 
= 64*85 per cent, chlorine. 

Oalctdated 
for CSGL. 


0. 12 10*43 

S. 32 27*83 26*01 — 

Cl*. 71 61*74 — 64*85 


115 100*00 

The liquid was preserved in a small stoppered cylinder, and after 
standing a few days, large well-formed rhombic crystals had sepa¬ 
rated; these were pressed between filter-paper, dried over lime, and 
analysed. They melted at 115°. 

0*2355 gram substance burnt with CuO and PbCrO*gave 0*004 gram 
H a O and 0*0905 gram CO*. 

0*2735 gram substance oxidised with concentrated nitric acid at 
200° gave 0*5600 gram BaSO*. 
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Calculated for 
(OSClj),. 


0. 12 1043 

S. 32 27-83 

Cl 2 . 71 61*74 


Found. 



10*48 


28*12 


115 100 00 

In tlie Awmlen , 167, 180, B. Rathke describes a polymeric modi¬ 
fication of thiocarbonyl chloride, which, he obtained by the action of 
chlorine on carbon bisulphide, and with which these crystals are 
undoubtedly identical. The properties and reactions have been fully 
described by Rathke, and I will only add that they sublime slowly if 
kept in a stoppered cylinder, forming extremely well formed, strongly 
refractive crystals; if heated in a bulb-tube, they vaporise readily, 
condensing to a beautifully crystalline mass. They are insoluble in 
water, sparingly soluble in alcohol, and easily dissolved by ether. I 
have found their melting point to be 114—115°, at which tempe¬ 
rature they sublime; Rathke gives 112 5°. He also states in his 
memoir that “ the formation of these crystals seems to depend on the 
action of light.” I have not found this to be the case. Several 
small cylinders containing thiocarbonyl chloride were exposed to 
light for several days, but no crystals formed. On opening each of 
them, crystals immediately made their appearance. A cylinder con¬ 
taining both crystals and liquid was exposed to sunlight, the crystals 
disappeared, and did not again form, even after an interval of three 
weeks. On opening and shaking, they immediately reappeared. 

Fraction 148—150° (uncorr.). A pale-yellow liquid obtained in 
much larger quantity than that of low boiling point, which on 
analysis was found to have the formula CSCl*. 

I. 0*3690 gram substance on combustion with OuO and PbCr 04 
gave 0*0855 gram CO s . 

II. 0*3185 gram substance gave 0*4375 gram BaS0 4 after oxidation 
by concentrated HK0 3 at 200°. 

III. After rectifying again— 

0*154 gram substance produced 0*2115 gram BaSO*. 

1Y. 0*2075 gram on ignition with lime gave 0*6350 gram AgCl. 


O . 
B., 
Ok 


Calculated for 
thiocarbonyl tefcra- 


chloride, CS01 4 . 

t 

12 

6-45 

6*31 

32 

17-20 

— 

142 

76-35 

— 

186 

100-00 



Found. 

h. in. y. 

18*86 18*83 — 

— — 75*76 
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The substance probably* contains very small quantities of sulphur 
monochloride, b.p. 138°, and this accounts for the sulphur estimations 
coming out too high. 

This liquid proves to be identical with that which Rathke 
(Annalen, 167, 180) obtained by the action of chlorine on carbon 
bisulphide in presence of a small quantity of iodine, and named by 
Tifm perchhromethyl mercaptan from its supposed analogy to methyl 
mercaptan, with its hydrogen substituted by chlorine, C CVS Cl. 
This formula is unsupported experimentally, and tho substance might, 
I think, be more conveniently termed thiocarbonyl tetrachloride , thus 
bringing out its analogy to thiocarbonyl chloride, CSC1 3> * the 
constitution of which is also an open question. 

From 100 grams of methyl thiocyanate, 83 grams of thiocarbonyl 
tetrachloride were obtained, after acting on the liquid of low boiling 
point* with chlorine in order to obtain a maximum yield. 

The chief reaction which takes place with methyl thiocyanate and 
dry chlorine is consequently the following:— 

3CHVSCK + 11C1* = C1s(CN) 3 + 2CSC1* + CSCl* + 9HC1. 

Ko satisfactory results can be obtained on fractional distillation 
unless chlorine be passed in, in sunlight, towards the end of the 
reaction, so as to displace all the hydrogen; as the intermediate pro¬ 
ducts CHsSCl, CHjSClfc <fcc., cannot be separated in a sufficiently pure 
condition. 

It seems to me not improbable that the cyanogen-group is attacked 
first of all, and that the residue (OHsS) acts just as moth} 
disulphide, (CHs)aS 2 , would. I hope shortly to study tho action oi 
chlorine on this substance, and it may possibly prove to bo a fruitful 
method for preparing thiocarbonyl chloride, CS01 3 , in quantity. 

Action of Chlorine on Thiocarbonyl Chloride , CSC1*. Formation oj 
Thiocarbonyl Tetrachloride , CSCl*. 

The conversion of thiocarbonyl chloride into thiocarbonyl tetra¬ 
chloride by assimilation of two atoms of chlorine takes placo at 
ordinary temperatures with the greatest ease. 

A slow stream of dry chlorine was passed into a cylinder surrounded 
by cold water and containing 5 grams of thiocarbonyl chloride. The 
chlorine is completely absorbed, and in a very short time the liquid 
changes colour from deep orange to light yellow. On distillation, it 

* See below ** Action of Oblorine on Thiocarbonyl chloride,”^ 
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was found to pass over almost entirely between 148° and 150° (uncorr.). 
An estimation of the chlorine gave the following numbers:— 

0*2775 gram substance ignited with lime, finally produced 0*8520 
gram AgOl. 

Calculated for CSCI 4 . Found. 

Cl . 76’35 per cent, 75*95 

A few drops of a dark red liquid distilled over first of all; this 
was not unaltered thiocarbonyl chloride but proved to be mainly 
sulphur dichloride. It was immediately decomposed by water, 
becoming coated with a film of sulphur; in odour too, it differed 
characteristically from thiocarbonyl chloride. 

It will be clear from this reaction, that chlorine must be passed into 
that portion of the liquid of low boiling point obtained in the first 
rectification, if a Tnfl.YiTmrm yield of thiocarbonyl tetrachloride be 
required. 


Action of OJilorine on Thiocarbonyl Tetrachloride . 

The formation of sulphur dichloride in the previous reaction 
seemed to indicate a decomposition of thiocarbonyl tetrachloride, and 
this has been proved to be the case. 

Chlorine was passed into a flask surrounded by warm water, 
containing 5 grams of pure thiocarbonyl tetrachloride, for one hour. 
At the end of this time, there was no perceptible difference in the 
colour of the liquid, but on distillation about one-third passed over 
between 60° and 120°, and this consisted mainly of sulphur dichloride 
and carbon tetrachloride. The presence of the former was easily 
established by its reaction with water, and after distilling with excess 
of sodium hydroxide in a current of steam, a liquid was obtained 
boiling at 78—80°, and having all the properties of carbon tetra¬ 
chloride. It was evident, then, that the following reaction had 
taken place:— 

CSCU + Cl* = ecu + SCI*. 

The well-known fact that carbon bisulphide is decomposed by dry 
chlorine almost entirely into sulphur dichloride and carbon tetra¬ 
chloride, seems in view of these experiments to be the final result of 
a series of reactions, viz.:— 

CS* + 201* = CSC1* + SOI*, 

CSC1* + 01* = CSCU, 

CSCU + 01* = ecu + SOU. 

Returning now to Riche’s work on this subject—it is to & large 
extent inaccurate—his supposed compound, O*S0U, was undoubtedly 
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a mixture of thiocarbonyl tetrachloride, CSCI 4 , with cyannric chloride, 
the latter being lost sight of in consequence of determining the per¬ 
centage of sulphur by difference and not directly, and assuming 
carbon, sulphur, and chlorine only to be present. Neither was the 
liquid of low boiling point analysed; had this been done, it is 
probable that Kolbe’s discovery of thiocarbonyl chloride would have 
been confirmed a few years after it was made. 

Action of Thiocarbonyl Tetrachloride on Alcohol, 

Rathke has assumed CSC1 4 (perchloromethyl mercaptan) to have 
the constitution CC1 A *S*C1, and this assumption is further borne out 
by its formation from methyl thiocyanate. I have endeavoured to 
obtain some confirmation of this formula by examining the action of 
alcohol on this compound. Those atoms of chlorine directly com¬ 
bined with carbon should not be attacked, whereas the group (SOI') 
would possibly yield S(OC 3 H 5 y, or, at any rate, be so acted on as to 
give some insight into its constitution. 

The action of alcohol, which I have not yet been able to complete, 
has produced quite an unexpected result. On mixing thiocarbonyl 
tetrachloride with twice its volume of absolute alcohol it is dissolved, 
and in a short time the temperature of the mixture rises very con¬ 
siderably. After digestion on the water-bath, a heavy, yellow oil 
separates; this cannot be distilled. It is very sparingly soluble in 
alcohol, insoluble in water, but soluble in ether. Analyses point to 
the formula CS 3 C1 8 ; probably C 2 (SC1)6. 

On fractioning the alcoholic liquid, a substance was isolated which 
is insoluble in water, and contains neither chlorine nor sulphur. After 
shaking with a saturated solution of calcium chloride to remove the 
last traces of alcohol, it boiled at 126°, and analyses indicated that 
its formula is CaUCh. 


XXX.— The Decomposition of Potassium Ohlorate and Perchlorate 

by Meat . 

By Percy F. Franklanp, Fh.D., B.Sc,, A.R.S.M., and John 

Dingwall. 

Some interesting points in connection with the decomposition of 
potassium chlorate by heat were raised by Teed in a paper, the 
abstract of which was published in the Proceedings of the Society 
(No. 12 , 1885-86). At the suggestion of Professor Thorpe, we 
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have submitted these points to further examination, and have also 
investigated the “behaviour of the perchlorate under the action of heat. 

In the first series of experiments brought before the Society by 
Dr. Teed, he pointed out that when potassium chlorate is heated it 
first undergoes decomposition according to the equation— 

IOKCIO 3 = 6 KCIO 4 + 4KC1 + 30* 
and not according to the commonly accepted one— 

2KC10 3 = KOIO 4 + KOI + 0 2 . 

In these experiments no special method of heating the chlorate 
was adopted with a view to maintain a constant temperature, and 
only the loss (calculated as oxygen evolved) and the chloride formed 
were determined. 

In repeating these experiments, we have not only determined the 
loss and the chloride formed, but also the chlorate remaining un¬ 
changed, and we have adopted special precautions to prevent any 
loss through spurting by plugging the tube in which the decomposition 
was effected with glass-wool. In some experiments, we have also 
preseiwed a constant temperature during the decomposition by 
placing the tube in the vapour of boiling sulphur instead of heating 
it with a naked flame. 

The potassium chlorate remaining undecomposed after the operation 
was determined by reducing it with the zinc-copper couple in the 
manner described by Thorpe ( Ohem . Soc. Jowm ., 1882, 547), and 
then determining the increase in chloride by titration with deci- 
normal silver nitrate, using potassium chromate as indicator. 

In these experiments, the following results were obtained (see 
Table I, p. 276). 

In the case of the first two of the experiments recorded above, it 
will be seen that although very different quantities of oxygen were 
driven off in the two cases, yet the proportion on the potassium 
chlorate actually decomposed is almost exactly the same. Moreover, 
in the quantity of oxygen liberated, and in the chloride and per¬ 
chlorate formed, the decomposition in each case coincides very closely 
with the requirements of the equation— 

8 KCIO 3 « 5K010* + 3K01 + 20* 

the coincidence with this equation is far greater than with the more 
complex equation suggested by Teed— 

lOKClO, = 6 KCIO 4 + 4K01 + 30*. 

In the third experiment, however, in which a larger quantity 



276 FRANKLAND AND DINGWALL: THE DECOMPOSITION OP 


I. Potassium Chlorate heated over Naked Flame . 


On KC10 3 actually decomposed. 


Percentage of oxygen evolved 
on weight of KCIO 3 taken. 

Percentage 
of oxygen 
evolved. 

KC 1 
formed 
(per cent.). 

mo 4 

formed 
(per cent.). 

Proportion 
of oxygen 
evolved to 
74*57 parts 
of KOI 
formed. 

So. 1. 2-66 . 

6*30 

22-48 

71-22 

20-87 

No. 2. 5*19 . 

6-27 

22*43 

71-30 

20*84 

No. 8 . 6-417 . 

7*09 

23-68 

69*23 

22*32 

Equation— 

IOKCIOs - 6 KCIO 4 + 4KC1 + 





30 s requires.. 

7-83 

24*34 

67*83 

24*00 

8KC10 s *5EC10 4 +3KC1+20 s 





requires. 

6-58 

22*81 

70*66 

21*33 

2 KCIO 3 -ECIO 4 +kci+o 2 





requires .. 

13-05 

30*42 

56*53 

82*00 


of oxygen was driven off, the results fall intermediate between 
the SKClOs and the IOKCIO 3 equations. 

It thus appears that the equation representing the decomposition 
■varies as the latter is more or less complete. 

As in the above experiments, as well as in those of Teed’s, there is 
no guarantee that the reaction is not complicated through the furthor 
decomposition by the naked flame of perchlorate at first formed, it 
appeared to us desirable to ascertain the nature of the decomposition 
taking place at a temperature below that at which potassium per¬ 
chlorate is decomposed.* For this purpose we selected the tempe¬ 
rature of boiling sulphur. 

The piece of combustion-tubing containing the potassium chlorate 
was fitted by means of a cork into the tubulure of a retort in which 
a quantity of sulphur was kept in ebullition, so that the portion of 
the tnbe containing the chlorate was completely surrounded by the 
sulphur-vapour. 

In other cases we simply fitted, by means of glass-wool, the tube 
with chlorate into a boiling tube containing sulphur. 

* 4*8206 grams of potassium perchlorate, containing 1*35 per cent, of potassium 
chlorate (as indicated by the zinc-copper couple reaction), were heated for 50 hours 
in sulphur vapour, and found to lose only 0*0149 gram or 0*3 per cent. 
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Two of these experiments were carried on simultaneously, the 
tubes being weighed daily in order to ascertain whether decomposition 
was still proceeding. The decomposition, which at first was compara¬ 
tively active, gradually became very sluggish indeed. Thus in the 
two parallel experiments, in one case 5’334»5 grams of chlorate were 
exposed to the heat of the sulphur-bath for 98 hours, and during the 
first five hours the loss amounted to 0*1166 gram (2*18 per cent.), 
whilst in the last five hours the loss amounted to only 8 mgrms., 
and in the other case 2*5149 grams of chlorate were heated for 
79 hours, and lost during the first seven hours 0*0686 gram (2*72 per 
cent.), and during the last five hours only 0*2 mgrm. 

The residues were treated as before described in the case of the 
naked flame experiments, and the following results were obtained*:— 

IL Potassium Chlorate heated in Sulphur-vapour. 


On KC10 3 actually decomposed. 


B 

Percentage 
of oxygen 
evolved. 

KOI 
formed 
(per cent.). 

KCIO 4 
formed 
(per cent.). 

Proportion 
of oxygen 
evolved to 

74 *57 parts 
of KOI 
formed. 

No 1 6*89 . 

8*14 

8*76 

25*44 

66*42 

65*21 

23*88 

25*10 

No. 2. 6*78 . 

26*03 

No. 3. (KCIO 3 mixed with 
powdered glass) 14*30. 

15*34 

83*55 

51*11 

34*10 


In all three cases, the decomposition of the chlorate was incomplete, 
for in each case the residue contained unchanged chlorate as well as 
the chloride and perchlorate formed by the decomposition of the 
original salt. 

It will be soen that in experiments Nos. 1 and 2 the decomposition 
had gone further than is indicated by the 8KCIO3 equation, No. 1 
agreeing fairly well wish the IOKCIOs equation, whilst in No, 2 the 
decomposition had gone even beyond that. 

It is especially noteworthy that when the chlorate was mixed with 
half its weight of powdered glass the decomposition of the ohlorate 
was almost complete, and that it took place more nearly according to 
the old equation, 2KC10 8 = KCIO* = KOI + 0 3 . 

It would appear, therefore, that when potassium chlorate is 
partially decomposed by heat, the decomposition takes place accord¬ 
ing to equations of the type 8 KCIO 3 = 20 * + 5K010 4 + 3KC1, and 
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that the more complete the decomposition is the more does it 
approximate to that indicated by the equation 

2KC10* = KCIO4 + KC1 + o 2 . 

Decomposition of Potassium Perchlorate . 

In Dr. Teed’s second communication on potassium chlorate (Proc., 
1885-86, p. 141), he incidentally mentions that, in the decomposi¬ 
tion of potassium perchlorate by heat, potassium chlorate is at first 
formed. This point appeared to us of particular interest as being 
opposed to Berthelou’s “ principe du travail maximum ” ( JEssai de 
Mecanique Ghimique , fonde sur la thermochimie, 2, 421, 1879), which 
asserts tha t every chemical change taking place without the interven¬ 
tion of any foreign energy tends to the production of that body or 
system of bodies which generates the greatest amount of heat. Now, 
as is well known, in the production of potassium chlorate a large 
amount of heat is absorbed which is subsequently liberated in its 
decomposition. 

As the only evidence adduced by Teed in support of this produc¬ 
tion of potassium chlorate, was the liberation of a larger quantity of 
oxygen, in proportion to the potassium chloride formed, than is 
required by the equation 

KOlO* = KOI + 20 2 , 

it appeared to us desirable to place this interesting formation of 
potassium chlorate on a surer foundation. 

For this purpose the following experiments were undertaken:— 

The potassium perchlorate which we first employed, although tho 
purest commercially procurable, was found by means of tho zinc- 
copper couple reaction to contain 135 per cent, of potassium 
chlorate. 

Portions of this potassium perchlorate were heated over a naked 
flame in a piece of combustion-tube sealed at one end and loosely 
plugged with glass-wool at the other. The heating was continued so as 
to liberate a different proportion of oxygen in each experiment. In 
each case, the residue was dissolved in water, the chloride determined 
by means of decinormal silver nitrate in one portion, and in another 
the increase in chloride obtained by reduction with zinc-copper 
couple was ascertained and calculated as chlorate. In thiB manner, 
the following results were obtained (see table, p. 279). 

Excluding experiment No. 2, it will be seen that the results form a 
continuous series, the proportion of chlorate formed diminishing as 
the oxygen liberated increases, whilst the chloride formed increases 
with the proportion of oxygen evolved. The relationship between 
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Decomposition of Potassium Perchlorate . 


Results on potasbium perchlorate decomposed. 


Percentage of oxygen evolved 
on weight of K010 4 token. 

Oxygen 
evolved 
(per cent.). 

KOI 
formed 
(per cent.). 

KC10 S 
formed 
(per cent.). 

Oxygen to 
74*57 parts 
of KOI 
formed. 

No 1. 8*77. 

35-69 

39*46 

24*85 

67-44 

No. 2. 9 *76. 

37-37 

40*96 

21-67 

68*04 

No 3 10 m V7 . 

37 06 

41*48 

21*46 

66*61 

No 4 12 *53. 

38*84 

43-67 

17-49 

66 32 * 

No 5 22 *12 . 

41 76 

47-61 

10*63 

65*41 

No. 6 36 *81 . 

44*01 

50*72 

5*27 

64*71 

The equation— 

KC10 4 = KOI + 20 2 requires 

46*19 

53*81 


64*00 

No. 7. Potassium perclilorato 
and MnO a heated in sulphur 
vapour until of constant weight 
46*98..... 

46*98 

62*65 


66*54 




the three products of decomposition is rendered most apparent by- 
means of the accompanying diagram, in which the abscissae represent 
the percentages of oxygen evolved on the weight of perchlorate 
taken, whilst the ordinates serve to indicate respectively the propor¬ 
tions of potassium chlorate, chloride, and oxygen formed on the 
weight of perchlorate actually decomposed, as well as the proportion 
of oxygen liberated to 74*57 parts of potassium chloride formed. In 
experiment Ho. 7, a mixture o t potassium perchlorate and peroxide 
of manganese was heated in sulphur vapour until no further loss in 
weight took place. In this caso, tho decomposition of tho perchlorate 
to chloride and oxygen was complete, tho slight divergence from the 
requirements of the equation being due to the evolution of a lit! ie 
chlorine, the odour of which was distinctly perceptible at the com¬ 
mencement of the decomposition. On this account, the oxygen 
evolved (calculated directly from the loss in weight) is above the 
theoretical, the chloride bolow, and consequently the proportion of 
oxygen to chloride markedly above that indicated by the equation. 

As in the above experiments the evidence that potassium chlorate 
is formed was still somewhat indirect, being dependent on the differ¬ 
ential result obtained by the action of the zinc-oopper couple, we 
proceeded to prove its formation more directly by partially decor 
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posing a considerable quantity o£ the same perchlorate and then 
obtaining the chlorate from the residue by fractional crystallisation. 

3?or this parpose about 47 grams of potassium perchlorate (con¬ 
taining 1*35 per cent, of potassium chlorate) were heated in four 
separate portions so that each suffered a loss of about 10 per cent. 
The residues were then united, dissolved in water, and submitted to 
fractional crystallisation; eventually the following eight fractions 
were obtained, each of which was qualitatively tested for chloride 
with silver nitrate, and for chlorate with hydrochloric acid:— 

Fraction No. 1.— No perceptible chlorate reaction, but very sliglft 
opalescence with silver nitrate. 

Fraction No. 2.—No perceptible chlorate reaction, but distinct 
reaction with silver nitrate. 

Fraction No. 3.—Very decided chlorate reaction. 

Fraction No. 4.—Ditto. 

Fraction No. 5.—Ditto, but not quite so strong. 

Fraction No. 6.— No chlorate reaction, but copious precipitate with 
silver nitrate. 

Fraction No. 7.—Ditto. 

Fraction No. 8.—Ditto. 

Fractions Nos. 3, 4, and 5 were then submitted to analysis, with 
the following result:— 



No. 3. 

No. 4. 

No. 5. 

KCl.. 

... 2-60 

48-29 

82-62 

KClOj ... 

... 41-68 

42-91 

14-58 

KC10 4 ... 

... 55-72 

8-80 

2-80 


100-00 

100-00 

100-00 


These results leave absolutely no doubt as to the presonco of potas¬ 
sium chlorate in the residue from the partial decomposition of the 
perchlorate, and, moreover, assuming that the whole of the chlorate 
originally present in the perchlorate as an impurity had remained 
undecomposed during the heating, this would account for only 
0*6416 gram KG10 3 in the residue, whilst the total quantity of 
KClOs found in the above three fractions submitted to analysis 
amounted to 1*4771 gram, or to 3'1 per cent, of the potassium per¬ 
chlorate operated on. 

In order, however, to Tender the proof still more complete, we 
endeavoured to obtain some perchlorate practically free from chlorate 
altogether, and for this purpose we twice recrystallised the sample of 
perchlorate used in the former experiments. In order to test the 
freedom of this perchlorate, thus obtained, from chlorate, we evapo- 
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rated weighed quantities of it with dilute hydrochloric acid on the 
water-bath to dryness, then dissolved in water, and again took to 
dryness, and repeated this operation once more in order to ensure the 
expulsion of all the excess of hydrochloric acid. Since the per¬ 
chlorate was proved to be absolutely free from chloride in the first 
instance, any chloride now present must have been derived from the 
decomposition of chlorate by the hydrochloric acid added. Two 
gravimetric determinations of the chloride thus formed by evapora¬ 
tion with hydrochloric acid, showed the presence of potassium 
chlorate in the purified perchlorate to the extent of— 

I. II. 

KCIO 3 per cent. 0*29 0*21 

This perchlorate was thus practically free from chlorate. 

N.B.—The zinc-copper couple method was not employed for deter¬ 
mining this trace of chlorate for reasons which are apparent from the 
note appended to this paper. 

With this purified perchlorate, a series of decomposition experi¬ 
ments was made similar to that above described, with the exception 
that the chlorate was determined by evaporation with hydrochloric 
acid, instead of by means of the zinc-copper couple reaction. 

The following results were obtained:— 

Decomposition of Potassium Perchlorate (2nd Series ). 

On KCIO 4 decomposed. 


Oxygen KC1 KC 10 3 

evolved formed formed 

(per cont.). (per cent.), (per cent.). 


36*64 38*70 24*76 
36*63 38*79 24*68 
43*60 49*21 7*19 


36*29 38*44 26*27 

The results of experiments I and II agree very closely with the 
requirements of the equation 7K010 4 = 2KC10 S + 5KC1 + 110., 
whilst in No. Ill the decomposition had been carried very much 

VOL, LI. tt 


Oxygen 

evolved 

to 

74*67 parts 
of KOI 
formed 



Percentage of oxygen evolved 
on weight of K 010 4 taken. 


No. I. 6*34. 
No. 2 . 7*80, 

No. 3. 24*05. 


The equation— 

7K010 4 * 2K01O a +5KC1+110 s 
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further. These results substantiate those previously made with the 
less pure samples of perchlorate, and thus the formation of potassium 
chlorate is demonstrated beyond doubt. 

Note on the Action of the Zinc-copper Couple on Potassium 
Perchlorate . 

In attempting to estimate the small proportion of chlorate in the 
purified potassium perchlorate, the results of duplicate determina¬ 
tions were found to vary considerably. This could only be accounted 
for on the supposition that by the prolonged action of the zinc-copper 
couple on the perchlorate a small quantity of the latter had become 
decomposed. That this actually takes place was clearly proved by 
the following experiments:— 

I. A solution of 5*8057 grams of the purified perchlorate was 
boiled for one hour with the couple, then allowed to stand over 
night, the liquid being again heated up on the following morning, 
and the couple then filtered off. By gravimetric determination, a 
quantity of chloride was found corresponding to 0*77 per cent, of 
KClOs. 

IT. A solution of 8*2251 grams of the same perchlorate was boiled 
for two hours with the couple and then immediately filtered. Gravi¬ 
metric analysis showed the presence of chloride corresponding to 
0*65 per cent, of K010 s . 

III. A solution of 1*0422 grams of the same perchlorate was boiled 
with the couple for two hours, then allowed to stand over night, then 
heated up again on the following morning and filtered. The chloride 
found corresponded to 1*48 per cent, of KC10 a . 

17. A solution of 5*0447 grams of the same perchlorate was treated 
side by side with Ho. Ill in precisely the same way. The chloride 
found corresponded to 1*28 per cent. KCIO* 

Y.* A solution of 5 grams of the same perchlorate was boiled with 
the couple for about three hours on December 11th, 1880. The 
liquid was allowed to stand over till December 13th, when it was 
boiled for five hours with the same couple, the latter was then filtered 
off and a new couple added, with which the solution was again boiled. 
On December 14th it was again boiled all day with the same couple. 
On December 15th it was boiled with a new couple. On December 
16th the boiling with the same couple was continued. On December 
17th the solution was boiled with a new couple. On December 18th 
the boiling was continued with the same couple (the fourth), tho 
liquid was then filtered and the chloride grayimetrically determined, 
the latter corresponded to 2*49 per cent, of K010 3 . 

It thus appears that by the continued action of the couple, especially 
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when the latter is renewed, the perchlorate undergoes partial and 
very slow reduction to chloride. 

That this action has not materially affected the results recorded in 
this paper is clear from the fact that the second series of experiments 
made with the perchlorate substantiate the first, although in the 
second series the zinc-copper couple method was not resorted to for 
the determination of the chlorate, the proportion of the latter being 
ascertained by decomposition with hydrochloric acid, which has no 
action on potassium perchlorate. 


XXXI .—Potassium Chlorate and Perchlorate. 

By Frank L. Teed, D Sc. 

The results published in the preceding paper by Dr. Percy Frankland 
and Mr. Dingwall in the main corroborate those obtained by me. 
Short abstracts of my two papers on this subject appear in the “ Pro¬ 
ceedings 99 !Nos. 12 and 16 of 1885-86. 

Frankland and Dingwall give the equation 8KC10* = 5K.C10* 
4- 3K01 4 - 20* as representing the course of the reaction when 
potassium chlorate is heated over a naked flame, and point out that 
their results tally better with this equation than with the equation 
IOKCIOs = 6 KCIO 4 4 - 4KC1 4- 30 2j which I originally suggested. 
They omit, however, all reference to the equation proposed in my second 
paper (“Proceedings ” No. 16), 22K010, = 14X010* 4 - 8KC1 4- 50*, 
whereas if my two equations are added together, and the resulting 
equation reduced to its lowest terms (dividing by four), it gives the 
equation 8K010* 4 - 5KC10 4 4 - 3KC1 4- 20 2 , proposed by Frankland 
and Dingwall, which is merely one of an indefinite number of equations 
within the limits of my two. 

I may point out that when the decomposition is fairly brisk, tho 
results agree more nearly with the equation 10KC1O* =5 6KC10* 
4- 4KC1 4- 30*, and it is noteworthy that in this equation tho amount 
of oxygen that is evolved in the free state is equal to the amount that 
goes to form perchlorate. 

There seems to be an idea that in ordor to construct an equation 
representing the decomposition, data are required other than the 
determination of the evolved oxygen and of the potassium chloride 
produced, and that it is necessary to determine directly the per¬ 
chlorate formed, or at all events the undecomposed chlorate. This is 
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erroneous, for it is obvious that for every 74*5 parts of potassium, 
chloride formed, there must have been 122 5 parts of potassium 
chlorate decomposed, and of the 48 parts of oxygen thereby eliminated, 
w hat is not evolved in. the free state must have gone to form per¬ 
chlorate. Any direct determinations of the potassium chlorate and 
perchlorate are therefore unnecessary, but would form a most rigorous 
test of the accuracy of any process for determining chlorates in pre¬ 
sence of perchlorates. From this it will be seen that the data I 
employed are as sufficient for the determination of the perchlorate 
formed and of the remaining un decomposed chlorate as tho deter¬ 
mination of the oxygen lost when copper oxide is heated in hydrogen, 
and of the water formed, are for ascertaining the composition of 
water. To give the results in my second paper,* I found that when 
the chlorate was very gently heated, the products obtained agreed 
more nearly with the 22KC10 S equation, which demands 20 of oxygen 
to 74*5 of potassium chloride. In order to give some idea of what I 
mean by gentle heating, I may state that it took an hour and a quarter 
to evolve the 1*27 per cent, of oxygen in Experiment No. 2. 


No. 

KC10 3 taken, 
in grams. 

Oxygen evolved, 
per cent. 

KC1 formed, 
per cent. 

Amount of 
oxj- gen to 74*6 
of KOI. 

1. 

4-3782 

3*60 

11*58 

23 16 

2. 

6*865 

1-27 

4-73 

20*00 

3. 

9*291 

1*61 

6*00 

19-99 

4...... 

4-759 

1*60 

6*14 

19*41 

5. 

4*4905 

1 47 

4*84 

22*63 

G. 

6-050 

0'80 

2*18 

27-34 


In Experiment No. 6 the chlorate was heated strongly for a very 
short time, so as to demonstrate that the results varied according to 
the treatment rather than according to the amount of oxygen 
evolved. 

As Frankland and Dingwall thought that when the chlorate was 
heated over the naked flame, there was a considerable risk of 
decomposing the perchlorate foirned, they made experiments where 
the chlorate was heated in sulphur vapour; but under these 
circumstances they obtained less perchlorate than when the n a ked 

* The paper was not published in full, and the data do not appear in the 
Proceedings. 
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flame was employed. They also give the result of an experiment in 
which ar mixture of the chlorate with powdered glass was heated in 
sulphur vapour; this yielded much less perchlorate than in any other 
of their experiments. It is difficult to reconcile this with the stability 
of perchlorate under these particular conditions. 1 have shown that 
powdered glass does not affect the decomposition of the chlorate. In 
one experiment, I took 3 660 grams of potassium chlorate, mixed with 
1*697 grams of powdered glass, and heated the mixture until 4*29 per 
cent, oxygen was lost, and 12'49 per cent, of potassium chloride formed. 
By calculation, the resulting products were— 

KdO s . KC10 4 . KC1. O. 

50*67 32 55 12*49 4*29 = 100 

with a ratio of KOI: 0 = 74*5 : 25-59. 

I do not in the least dispute Frankland and Dingwall’s results as 
to the stability of the perchlorate heated per se in sulphur vapour, 
but in the light of my experiment with powdered glass I think their 
result tends to show that a solution of perchlorate in chlorate and 
chloride is decomposed at that temperature. 

In leaving the subject of the chlorate, I may repeat what I said in 
my former paper, that no equation can be given which represents the 
decomposition of potassium chloi*ate when heated, and only proposed 
the two I have submitted as marking the usual limits of the reaction. 

The results of the decomposition of the perchlorate by heat given 
in my second paper were— 


Ho. 

Amount of 
KOIO 4 taken, 
in grams. 

Oxygen evolved, 
per cent. 

KOI formed, 
per cent. 

Amount of 
oxygen to 74*5 
of KOI. 

1 . 

2'4355 

3-10 

2-97 

77‘76 

2 . 

3*8825 

4 - 4 lr 

4*41 

75-69 

8 . 

1-850 

7-30 

7' 82 

69-65 

4. 

1 - 21 ? 

35*21 

40-83 

65 04 


Frankland and Dingwall have lost the first high ratios of oxygen 
to potassium chloride by driving off too much oxygen, so that their 
results are incomplete. It is obvious that potassium perchlorate, if it 
loses more oxygen than is expressed by the equation KOIO4 = KC1 
4- 20 a , must be forming a lower oxide of potassium chloride (if I 
maybe allowed to use such an expression), and the only oxide possible 
under the circumstances is the chlorate. This, as I stated in the 
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discussion on the reading of my second paper (January 21st, 1886), 
was further corroborated by adding a drop of sulphuric acid to the 
product, neither perchlorate nor a mixture of perchlorate with chloride 
giving the peculiar yellow produced by the chlorate. No other expla¬ 
nation than the formation of chlorate being possible, and its presence 
being further demonstrated by this direct test, I consider that I fully 
proved its formation, Messrs. Frankland and Dingwall's experiments 
merely confirming the results I had already obtained. 

In my second paper I also showed that no chlorate was formed on 
heating perchlorate with manganese binoxide. The following arc 
the results:— 


KCI0 4 taken, 
grams. 

Mn0 3 taken, 
grams. 

Oxygen 
evolved, 
per cent. 

KOI formed, 
per cent. 

Amount of 
oxygen to 74*5 
of KCL 

1-2805 

1*409 

14-87 

17-22 

64-33 

1*841 

2*5985 

5*35 

6*24 

63-87 


In carrying out these experiments, I estimated the oxygen by loss 
of weight and the potassium chloride by standard silver nitrate solu¬ 
tion with potassium chromate as indicator, and used a small stoppered 
retort as the decomposing vessel, keeping hack all fumes hy a cotton¬ 
wool ping. I consider that it is far better to employ a retort than a 
tube, because with the former in experiments of this character, it is 
very easy to displace rapidly all the oxygen by air before weighing, 
whereas in a plugged tube a very appreciable time must be allowed to 
elapse before the oxygen can diffuse out.* 

* As the capacity of the tubes employed by Messrs. Erankland and Dingwall in 
their experiments was only about 10 c.e., the error introduced from imperfect 
remora! of the oxygen by diffusion would be inappreciable; even supposing there 
were no diffusion whatever, the increase in weight would not amount to more than 
0*0006 gram, when it is remembered that air must enter through the plug as the 
tube cools.— [Ejditoe.] 
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XXXII.— On the Formation of Ethylic Oyanaoetoacetate. 

By J. William Jambs, Ph.D., F.C.S., University College of South 
Wales, Cardiff. 

Fifty grains (1 mol.) of pure ethylic monochloracetoaeetafce boiling at 
195—197° were poured into a suitable flask containing 40 grams 
(2 mols.) of finely ground potassium cyanide and about 700 c.c. 
99*5 per cent, alcohol. As the action takes place slowly in the cold, 
it is advisable to allow the flask to stand a few hours with frequent 
shaking before completing the reaction by digesting for an hour or so 
on a wator-bath. The potassium cyanide is replaced by a dense 
precipitate of potassium chloride, which contains but traces of the 
former. 

The alcoholic solution, now deep-brown in colour, and smelling very 
strongly of hydrocyanic acid, was filtered from the potassium chloride, 
and the alcohol distilled off on a water-bath. The distillate contained 
large quantities of hydrocyanic acid, much larger than could be 
expected had the chlorine simply been displaced by cyanogen, and 
its occurrence due to decomposition or some secondary reaction. 

The residue in the retort deposited indistinct crystals on cooling; 
these were thoroughly freed from the mother-liquor by pressing them 
between filter-paper, washed with cold alcohol, which removed a good 
deal of the brown colouring matter, and twice recrystallised from 
strong alcohol. The substance was now free from chlorine and con¬ 
sisted of microscopic needles aggregated in nodular groups. 

A complete analysis of this compound, which was not perfectly 
white, yielded the results in I. 

After recrystallising six times, lastly from 90° per cent, alcohol, 
very long, slender needles were obtained, consisting of pure potaesio- 
cyanacetoacetate of ethyl (II). 

I. 0*172 gram substance burnt with CuO, PbOrO*, and copper 
spiral gave 0*067 gram H 2 0 and 0*2791 gram CO*. 

0*177 gram substance, after ignition and moistening with H4SO4, 
produced 0*0855 gram X2SO4. 

0*8055 gram substance burnt with CuO and copper spiral gave 
28*3 c.c. moist nitrogen at 24*5° and 742 mm. 

II. 0*1875 gram substance on combustion gave 0*0695 gram H a O 
and 0*2991 gram CO s . 

0*135 gram substance produced 0*0615 gram KaSO* 
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Calculated for 
CHs(CEN)'CO-OHK-COOEt. 


Found. 


~r?. 


c,. 

.. 84 

43-52 

He. 

.. 8 

4-14 

w. 

.. 14 

7-25 

Os. 

.. 48 

24-89 

K. 

.. 39 

20-20 


193 

100*00 

formation 

of this 

salt was < 


44-25 43 50 

4-32 4-11 

8-34 — 

21-65 20-41 


pTODSbDijr xaices place in xwu grogra ; jjlatsu, «ud ^- ~ 

potassio-monochloraceto acetate, with evolution of hydrocyanic acid, 
ethylic monochloracetoacetate having strongly acid properties; and 
then secondly, the ethylic potassio-monochloracetoacetate is acted 
on by another molecule of potassium cyanide, according to the follow¬ 
ing equations:— 


CH 2 Gl-C0*CH 2 *C00Et + KCN - = GH 2 Cl*CO*CHK-COOEt 4- HCN 
CH 2 Gh00*CHK*G00Et + KCff = CH 2 (C 15 r>CO*CHB:*COOEt 


in 

in ether and benzene; neither of these liquids remove the brown 
colouring matter from which it is very difficult to purify the salt. 

The yield is a very poor one; from 50 grams of ethylic monochlor¬ 
acetoacetate, one or two grams of pure salt can be obtained; in fact, 
it seems to decompose by simply dissolving in alcohol, in which it is 
moderately soluble, for the alcoholic solution always becomes brown, 
even if the salt be nearly colourless to begin with. 

Action of Dilute Adds on ’Ethylic Potassiocyanacetoacetate. 

Five grams of pure ethylic potassiocyanacetoacetate dissolved in 
cold water were acidified with dilute hydrochloric acid, and the 
colourless oil which separated was removed by shaking out with ether. 
After drying by calcium chloride, the ethereal solution was allowed to 
remain over sulphuric acid and lime in a vacuum until all ether and 
traces of hydrochloric acid were absorbed. A slightly yellow-coloured 
oil now remained, which is decomposed by distillation. 

An analysis showed it to he pure ethylic cyanacetoacetate . 

0*1685 gram substance after combustion with GuO and copper gave 
0*0915 gram H a O and 0*8335 gram 00 8 . 


long, colourless needles, which have a bitter taste. It is insoluble 
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* Calculated for 

CE‘ (J (CN)'CO*CH 2 *COOEt. Found. 


C. 54*19 53*97 

H. 5*80 6*03 


JEJthylic cyanacetoacetate is a colourless liquid which cannot he dis¬ 
tilled under the ordinary pressure. During the winter months, it 
solidified to a mass of fine, silky needles melting at 26*5°. Once 
melted, it will not resolidify, unless cooled to near the freezing point. 
A drop shaken with water and added to ferric chloride gives a red 
coloration. 

It is insoluble in water, but dissolves in alcohol and ether. The 
products of its decomposition with alkalis have not been thoroughly 
examined, but acetic acid is undoubtedly produced. 

Action of Potassium Cyanide on JEJthylic Dichloracetoacetate, 

Fifty grams of pure ethylic dichloracetoacetate were poured into a 
litre flask containing 50 grams of potassium cyanide and about 600 c.c. 
99*5 per cent alcohol. The reaction, just as with the monochloraceto- 
acetate, takes place slowly at the ordinary temperature; after standing 
some time with frequent shaking, the mixture was digested on the 
water-bath. Little or no potassium chloride separated, but on cooling 
a large quantity of a salt crystallised out in shining laminae, containing 
chlorine, but no nitrogen, and which gave no oily drops on acidifying 
with dilute hydrochloric acid. 

After twice recrystallising from strong alcohol, the substance gave 
the following analytical results:— 

I. 0*2280 gram substance burnt with CuO and PbCrO* gave 
0*0170 gram H*0 and 0*1180 gram CO*. 

II. 0*198 gram substance ignited with lime finally produced 0*3345 
gram AgOl. 

III. 0*278 gram substance, aftor ignition and treating with sulphuric 
acid, produced 0*1475 gram KjjSO*. 



Calculated for 

ohoi 3 -oook. 

r \ 


Found. 

.... A - 



f. 

II. 

Ilf. 

0* .... 

... 24 

14-37 

14-11 

_ 

— 

H. 

... i 

0-60 

0-82 

— 

— 

01,.... 

... 71 

42-51 

— 

42*8*2 

— 

O,. 

... 32 

19-17 

— 

— 

— 

K. 

... 39 

23-35 

— 

— 

23*78 


167 

100-00 





The salt was therefore potassium dichloracetate ; it agreed in proper¬ 
ties with Wallaces description of this salt (Ber., 1873,114). j 
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It was certainly to be expected th&fc potassium cyanide would 
behave towards ethylic dichlor&cetoacetate in a manner analogous to 
that which it did with the monochlorinated derivative—if not both 
atoms of chlorine, the displacement of at least one was expected—but 
no such action appears to have taken place, even to a small extent; 
this is borne out by the fact that the yield of potassium dichloracetate 
is almost the theoretical. 

The reaction which occurs maybe represented by the following 
equation:— 

0HCl 2 -0O-0H 2 -000Et + KCX + H a O = CHCl 2 -OOOK + 

HOST + CHVCOOEt. 


I am not aware that any such case as this has been previously 
described; that is, one in which two haloid derivatives of ethylic 
acetoacetate react with the same substance in such a widely different 
way. It would be interesting to ascertain whether other substances, 
sodium ethylate, for example, act similarly. 

It is necessary to state that the ethylic monochloraeetoacetate was 
prepared by passing chlorine into well-cooled ethylic acetoacotate 
until 100 grams had gained 30 grams in weight, the pnre substance 
being easily isolated by fractional distillation, after removing the 
dissolved hydrogen chloride by washing with water and desicca ting with 
calcium chloride. 

The ethylic dichloracetoacetate I employed was made by saturating 
ethylic acetoacetate with chlorine, the flask being kept cool; after* 
removing the hydrogen chloride as above, subsequent rectification 
yielded the pure substance, boiling at 205—210°. 


Geuther’s Laboratory, 

University of Jena, September, 1886. 


XXXII I.— The Influence of Temperature on the Seat of JDissolution of 

Salts . 

By Spencer TJmereville Pickering, MJL, Professor of Chemistry at 
Bedford College. 

In March last year, I brought before this Society the results of an 
iuvestigatiou on the influence of temperature on the heat of chemical 
combination (Trans., 1886, 260), which tended to show that the heat 
evolved or absorbed when a salt is dissolved in water does not vary 
continuously with an alteration in temperature, but that irregularities 
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occur at intervals only a few degrees apart, indicative of alterations in 
the complexity of the molecular groupings present, and indicating at 
the same time variations of a less marked character in the heat of 
combination of the solid salt with its water of crystallisation. These 
results were subsequently criticised and disputed by Professor Tilden 
(Proc., No. 24,198). The general fairness of this criticism I willingly 
admit, although I cannot agree with it in all its details. A worker 
is no doubt apt to be misled by having had for a long time too close 
and, perhaps, a one-sided view of his own work, but something must 
also be subtracted from the critic’s opinion, from the fact that he has 
not followed the work in the whole of its progress, especially so 
when he himself has performed work of a similar nature, but under 
totally different conditions, and with different and comparatively 
imperfect instruments. So far, however, as his general conclusions 
went, I must admit that I believe Professor Tilden was right, and my 
thanks are therefore due to him for exposing my error. The pecu¬ 
liarities which I noticed in the lines representing the heat of dis¬ 
solution, consisted of indentations occurring at various points, con¬ 
verting these lines into a series of curves: as to the existence of 
such indentations I now consider that I was quite wrong; they do not 
exist: but that changes more or less sudden do occur in these lines, 
and in the nature of the molecular aggregates of a salt in solution, 
the present work will, I trust, place beyond a doubt. I can scarcely 
attribute the errors into which I was led in the first instance to care¬ 
lessness or insufficient work, the multiplicity of the experiments and 
of the different instruments used in them might have been reasonably 
taken as a safeguard against error, and from want of other adequate 
causes I can only attribute the error which did occur to peculiarities 
in these instruments, and in thermometers in general, although there 
are various reasons which render such an explanation unsatisfactory. 

The objections which Professor Tilden raised against my work were 
three in number, First, that I trusted too much to mean results, 
independent of the value of the individual experiments constituting 
the mean. This, I hope, I have obviated in the present instance: all 
results which appeared exceptional were repeated, and such alterations 
iu the lines as exist depend, as will he found, on series of experi¬ 
ments extending over many degrees, and not on experiments at one 
particular temperature only; moreover, no alterations are insisted on 
unless they are clearly shown by at least two whole series of experi¬ 
ments performed with different instruments. 

The second objection raised was the difficulty of acurately ascertain¬ 
ing the correction for cooling (or heating) during the experiment. Here, 
[ think, Professor Tilden has been misled by his own experience derived 
from experiments in which thecorrection for cooling attained very much 
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larger proportions than in the present work. After the salt has been 
introduced and dissolved the thermometer was read at intervals of 
two minutes in order to determine the rate of cooling, and from it 
the corrected final temperature. The average cooling during these 
two-minute intervals amounted to less than 0 01°, and, as the rate 
given by the first two observations did not differ generally by more 
than 0*001°, the error in applying this correction cannot be very 
large. If the variation was greater than 0*001°, a larger number of 
observations were made. Owing to the rate of cooling being so small, 
it remains quite constant throughout the whole experiment. 

The last objection was a more subtle one. The rate of cooling may 
he determined with accuracy, Professor Tilden suggests, but while 
the salt is dissolving there is a period when the temperature is rising 
(or falling), and during this period the rate of cooling is uncertain ; 
this period, moreover, will vary in length as the temperature is higher 
or lower, and any errors in the correction applied for it may attain 
much greater dimensions at lower than at higher temperatures. It 
may he pointed out in the first place that such errors would not cause 
any sudden, hut only a gradual alteration in the results; Professor 
Tilden, however, greatly overestimates the difficulties of the case. It is 
true that the salts do take longer to dissolve at low temperatures than 
at high ones, but in the present instances this difference is quite inap¬ 
preciable. The time thus oocupied was ascertained in a few cases at 
widely different temperatures ; the moment the thermometer was read, 
the moment when the salt first touched the water, and the moment 
when the thermometer attained its maximum (or within 0T° of its 
final position), being noted with the help of an assistant. The results 
were as follows:— 


Anhydrous Strontium Chloride . 




At 24°. 


At 23°. 

Temperature read . 

Sec. 

Interval. 

Seo. 

_ „ 1 

Interval. 

. 0 


0 

Salt added. 

. 12 

14 

14 


Maximum attained. 


27 

13 


Mean interval 13*5 sec. 





At 5°. 


At 4°. 

Temperature read . 

Sec. 

Interval. 

SeeT 

Interval? 

. 0 


1 0 

Salt added. 

. 15 

11 

15 


Maxim nm. attained., 


31 

16 


Mean interval 13*5 sec. 
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Anhydrous Sodium, Acetate . 




At 24°. 


At 23°. 


Sec. 

Interval 

Sec. 

Interval. 

Temperature read .. 

_ 0 


0 


Salt added. 

. 16 

24 

16 


Maximum attained.. 

_ 40 

42 

26 


Mean interval 25 sec. 





At 6°. 

..A 


At 4°. 


Sec. 

Interval. 

Sec. 

Interval? 

Temperature read .. 

_ 0 


0 


Salt added. 

.... 17 

23 

15 

25 

Maximum attained.. 

.... 40 

40 


Mean interval 24*5 sec. 


Thus, although there is a difference of 20° between the two pairs 
of experiments in each case, the interval elapsing between the 
moment when the salt first touched the water and that when the 
thermometer reached its maximum is the same within one second. 
These two salts were selected owing to their being extreme cases in 
opposite directions; strontium chloride may be added to the water 
very quickly, whereas sodium acetate must be added more slowly, and 
floats some time on the surface of the water before sinking. The 
uncertain interval, therefore, during which the thermometer is rising 
may be taken to be on an average the moan of these two, namely, 
19 seconds, while tho average rate of cooling after the Tnn.YiTrmm i s 
attained is, as mentioned above, 0'045° por minute. During the un¬ 
certain interval, the rate of cooling is somewhere between that of 
the initial temperature (the rate there is nil ) and that of the final 
temperature; I assume that it is exactly intermediate between them; 
hence on an average the amount of cooling during this uncertain 

interval would be Q9 of =not much over^ 0'0005°, a quantity 

almost negligible: where, therefore, the total correction is so small, 
the error which it may contain is surely not worth consideration. 

Apparatus. 

In the present series of experiments, the apparatus employed was far 
more perfect than in the previous work. The contents of the calori¬ 
meter were stirred by means of a platinum rod with three blades 
arranged like a screw at the lower end; this was rotated by means 
of an electromotor. The results with this stirrer were found to be 
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very satisfactory when the motor was worked by a battery of some 
constancy; if, however, the battery is not constant the rate of cooling 
will be irregular. 

The thermometers were suspended immediately above the rotating 
arms, and were tapped on the npper end continuously by means of 
clockwork apparatus. They were read with a cathetometer, and 
hence, except to add the salt, the operator never approached the 
calorimeter. The salts were weighed out into test-tubes on feet, as in 
former experiments, and were left till they had attained the tempera¬ 
ture of the air of the laboratory, an hour and a half being found 
requisite for this, and were protected from draughts meanwhile by 
being surrounded with a water-jacket, similar to that of the calori¬ 
meter itBelf, but covered at the top; in this vessel, a delicate thermo¬ 
meter was suspended. The air was kept constant within 0*1° of the 
initial temperature of the experiments. A very simple arrangement 
was adopted after a time for preventing salts from splashing when 
shaken out into the calorimeter, consisting of a small piece of platinum 
gauze hanging on the edge of the calorimeter, and immersed about 
£-inch below the surface of the water. 

Thermometers . 

The thermometers employed in this work were two in number 
(Nos. 65108 and 65561, by Casella), both different from any used in 
the previous work. They were both made out of the same cane, and 
their bulbs contained 39 and 46 grams of mercury respectively. The 
value of 1 millimetre of the mercurial column was 0"0116° and 0*0097°, 
an estimation figure of 0*05 mm., corresponding, therefore, to about 
0*0005° 0. 

The production of these instruments was the result of some years 
labour and repeated failures. The delicacy of a thermometer depends, 
of course, on the fineness of the bore of the tube and the size of iho 
bnlb; but many unexpected difficulties are met with when we push 
both these conditions to their extreme limits. Tubes of the requisite 
strength and of very fine bore can be obtained by chance only; from 
the glassblower’s point of view, indeed, they are failures, and he tries 
to avoid producing them; moreover, snch as are sometimes produced 
are generally too fiat in the bore to be suitable for a really fine instru¬ 
ment. The bore should be flat, but at the same time well rounded at 
the edges, for if the edges be wedge-shaped the mercury will often 
not entirely fill the tube, and the instrument will he untrustworthy 
and useless. 

The impossibility of obtaining a suitable tube forced me to reduce 
the delicacy of my present instruments to less than the delicacy which 
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I had obtained in some previous ones (0'0003°). Tbe bulb of the 
instrument presents fewer difficulties, though long practice only can 
give the experience which is necessary to tell whether the mercury in 
it has been efficiently boiled. The pressure of the column of mercury 
in the tube of these delicate instruments produces an expansion of the 
bulb, which attains very considerable apparent dimension. Thus with 
one of my thermometers there would be as much as 20 or 30 mm. 
difference in the reading of the same temperature, according as the 
instrument was held in a vertical or horizontal position. The varia¬ 
tions of pressure on the bulb produced by the alteration in the height 
of the column are not considered, however, to affect the accuracy of 
the measurements, provided the thermometer be always held in the 
same position, since the expansion of the bulb is directly proportional 
to the pressure (Egen, Fogg . Ann., 11, 283; Mills, Froc. Boy, Soc . 
JEJdvn., 29, 285) ; but this, I find, is not entirely true: the expansion 
is directly proportional to the pressure, but it is apt to take place in 
an irregular manner, resembling the sudden alterations in shape which 
may often be noticed when increasing the pressure on a thin tinplate 
vessel. Serious errors may thus arise, and the only way in which they 
can be obviated is by increasing the strength, and thus diminishing 
the expansibility of the bulbs. This I effect by having the bulbs made 
out of carefully selected glass cylinders, and not blown before the 
lamp; much greater uniformity in substance and regularity of action 
is thus obtained. A further large increase of rigidity is obtained by 
having a double bulb instead of a single one. The walls of the 
tubing out of which the bulb is made may be of considerable thick¬ 
ness without diminishing the sensitiveness of the instrument to any 
appreciable extent, provided always the thermometer is to be employed 
in taking the temperatures of liquids, and that the agitation of the 
liquid be perfect. I use tubing as much as 0*7 mm. thick in the 
walls for bulbs containing 30—50 grams of mercury, and find that the 
temperature of the liquid is attained in about five seconds. The co¬ 
efficient of expansion of tho bulb of a thermometer of the delicacy 
of those here discussed should not be much more than 0*00000003 
per mm. of mercury pressure; with a coefficient of 0*000000045 I 
have noticed considerable irregularities in the expansion. 

One point which is of vital importance in the construction of a 
delicate thermometer is that the interior of the tube should he pro¬ 
tected from contact with the air. The more delicate instruments 
which I employed formerly had the serious defect of giving a dif¬ 
ferent reading according as the column had risen or fallen to the 
position of rest, and after much trouble this defect was traced to the 
fact that the instruments had been, opened after they had been made 
up, a temporary bulb having been attached at first for the purposes 
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of calibration. It was found that sticli an operation entirely mined 
the tube, and that it was only by observing the most minute precau¬ 
tions, and by never opening the tube till the moment the bulb was 
ready to be attached that a perfect instrument could be produced. By 
exposure to the air glass absorbs moisture and carbon dioxide as 
well as air (see some experiments of Bottomley, Proc. Boy . Soc., 38, 
158), which form an elastic coating on its surface, and cannot be 
removed subsequently by any applicable process. The practice of 
calibrating the tube while open to the air, so generally adopted by 
the makers, and advocated even by many eminent physicists, will 
utterly ruin any tube for really delicate work. 

I may be excused for drawing attention to one other detail in con¬ 
struction, the observance of which may save a good instrument from 
being spoilt at the last moment. The graduation of the stem should 
never be left to the workman's discretion, and should never be com¬ 
menced without first having a trial made on a waste piece of glass. 
It is of the greatest importance that the lines should be very fine, 
regular, and clean cut; but in addition to this they should be very 
short, and well to the side of the front portion of the stem; the fifth 
and tenth lines should be only just perceptibly longer than the others, 
and the figures should be at some distance from the lines. In this way a 
good view of the mercurial column may be obtained to the side of the 
graduations, and it is never obstructed by the graduations themselves. 

However good a thermometer tube may be, there are generally a 
few points in it past which the mercury will not move easily, and at 
which the column will even break off in some cases. These sticking 
points are caused by some contraction or imperfection in the bore of 
the tube, too minute to be noticed in the calibration of the instru¬ 
ment; and such points must be sought out, and, if possible, be 
avoided in any experiments, or, at any rate, the final and initial read¬ 
ings of the instrument should be adjusted so as to be clear of them.* 

The calibration correction in the case of both instruments asod in 
the present work was very small considering their length (graduated 
stem = 400 mm.), and the errors due to such corrections were almost 
entirely eliminated by the method described previously, of removing 
some of the mercury into the upper chamber, so that exactly the 
same portion of the stem should be used for all experiments with 
the same salt, whatever the actual temperature of the experiment 
might be. Instead of removing the mercury by heat, a simpler 
arrangement was after much trouble procured. On to the upper end 
of the tube, a wider tube was attached, and in this there was a small 
constriction, or knife-edge, as it is termed technically, sufficiently wide 

* Further details respecting thermometers Trill be found in the JPhil. Maq.< 1886 
180,830, and 1887. * 
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to allow the mercury to pass freely in either direction, but at which 
the column at once separates if the instrument be swung or jeiked. 
After each adjustment the calorimetric thermometer is compared 
with the others used in the work (for the temperature of the salt, Ac.), 
and with the standard which gives the value of the initial reading in 
degrees centigrade. The initial reading of the instrument in each 
experiment of a series was identical within less than 1 mm. 


Methods of Experimenting. 

In conducting an experiment, the rate of cooling before the salt is 
added was practically nil , owing to the temperature of the air being 
the same as that of the calorimeter. It is advisable, however, that it 
should not be absolutely nil: for the motion of the mercury past 
certain points in the stem not being regular, as mentioned above, more 
reliance can be placed on any reading where the column is moving 
slowly but steadily than when it is quite stationary. In each ex¬ 
periment, the thermometer was read once before the initial tempera¬ 
ture was finally read, so as to make sure that no sticking ot the 
column had taken place. The rate of cooling necessary is only 
about 0*001° per one or two minutes, a rate which, for the purposes 
of calculating the loss during the uncertain interval while the salt is 
dissolving, may safely be taken as nil. 

As soon as the thermometer is read, the salt is removed from the 
water-jacket surrounding it and shaken into the calorimoter; this 
operation occupies an interval (which we may term A), which may 
be seen from the experiments quoted above to bo very constant in 
duration (15 secs.); a second interval, B, then occurs, during which 
the salt is dissolving, the time is then noted, and a third interval, C, 
equal in duration to A, is allowed. If the initial temperature wore 
read at 0' 0", and the end of the interval 0 occurred at 1' 0", the 
initial temperature was taken as having been read at 0' 30", and, in 
order to obtain the final temperature, the thermometer was read at 
2' 30", 4' 30", 6' 30", Ac., the rate of cooling thus determined being 
added on to the first of these readings. In this way the correction 
for cooling applied to the uncertain interval is half the rate at the 
final temperature, that is, intermediate between the initial (nil) and 
final rates; the interval C counterbalancing the interval A. 

Salts examined,. 

The previous investigation was confined to metallic sulphates, and 
for the present one typical salts of other classes were sought. Very 
great difficulty was met with in procuring suitable substances. In order 

VOL. li. x 
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to obtain great accuracy in the results, the salt must dissolve quickly 
and without much cakmg; it must he obtainable in the anhydrous 
state without decomposition, a circumstance which precludes the use 
of very many salts (Ghem. News, 53, 279). Moreover, in order to 
powder and sift them on a large scale, they must not be very deli¬ 
quescent or efflorescent; and, finally, the salts sought were those 
which in their respective classes contained a considerable amount of 
water, and exhibited considerable differences in their heat of dis¬ 
solution. 

Thirteen salts were finally selected, and 2 or 3 kilos of each were 
prepared: in helping me with which laborious work, and also with the 
calculation of a considerable part of the results I have to thank 
Mr. P. G-. Sanford. It is, for reasons pointed out elsewhere ( Ohem . 
News, 54, 277), impossible to prepare most hydrated salts with the 
exact theoretical percentage of water, this was, therefore, not 
attempted, and the salts contained generally slightly less than the 
calculated amount. The preparations were as follows:— 

Potassium Chloride. —This salt requires prolonged heating at a low 
red heat to drive off all the enclosed moisture In order to ascertain 
whether the temperature of preparation had any effect on the calori¬ 
metric results, two samples were dehydrated: the one at tho lowest 
possible temperature, the other at a temperature just below its 
melting point; these gave on dissolving in 200 H 2 0— 

No. 3663 lowest temp. - 4672 cal. at 13*5°. 

„ 3664 highest „ — 4701 „ „ 

Thomsen found „ — 4597 „ , * 

Berthelot „ „ — 4480 „ „ 

The two preparations were, therefore, identical. That used in tho 
series of experiments (No. 3675) gave —4655 cal. at tho same 
temperature, 

Sodium Chloride. —Examined in the same way as the potassium salt, 
gave— 

No. 3665 lowest temp. — 1355 cal. at 13-6°. 

„ 3664 highest „ — 1361 „ „ 

Thomsen fonnd — 1321 „ „ 

Berthelot „ - 1311 „ „ 

The sample used in the Beries of experiments (No. 3674) gave 
—1366 cal. 

Potassium Nitrate.—As this salt melts at 360°, the sample which 
was prepared at the highest temperature was not heated above 300°, 

* Deduced from results at 18° and 21'6° respectively j in some cases tho tempera¬ 
tures at which Berthelot and Thomsen dissolved their salts are given app roximate ly 
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that prepared at the lowest temperature was heated at 100—110 °; 
they gave the following results:— 

No. 3661 lowest temp. — 8514* cal. at 13*47°. 

„ 3660 highest „ — 8600 „ „ 

Thomsen found — 8672 „ ,, 

Berthelot „ — 8352 „ „ 

Two samples were used in the series of experiments, Nos. 3659 and 
3978; they gave —8596 and —8609 cal. respectively at this tempe¬ 
rature. 

Strontium, Chloride, Anhydrous. —The last traces of moisture in this 
salt could he expelled only by protracted heating in a platinum dish 
over a rose burner. Two samples prepared at as low and as high a 
temperature as possible, gave— 

No. 3652 lowest temp. — 10874 cal. at 13*5°. 

„ 3653 highest „ - 10927 „ „ 

Thomsen found — 10770 „ „ 

Berthelot „ — 11300 „ „ 

The sample used in the series of experiments (No. 3667) gave 
10915 cal. 

Strontium Chloride, Hydrated, SrCl 2j 6H 2 0.—Some difficulty was 
experienced in preparing this salt, owing to its being deliquescent. 
After finely powdering, it was exposed in a vacuum for a few minutes, 
and then sifted very quickly. On analysis, the sample (No. 3672) 
gave— 

(1.) 40*512 per cent, water, 

(2.) 40*510 „ 

Mean.. 40*511 Theory.. 40*542 per cent,; 

and hence it contained 5*992HaO. 

On dissolution at 18°, it gave —7545 cal., as against —7500 
obtained by Thomsen with a sample containing 6H 3 0, and —7010 
obtained by Berthelot. 

Strontium Nitrate, Anhydrous .—Prepared in a similar maimer to 
the chloride; two samples gave— 

No. 3654 lowest temp. — 5157 cal. at 13*51°. 

„ 3655 highest „ - 5126 „ 

Thomsen found — 4943 „ „ 

Berthelot „ — 5113 „ » 

* These preliminary experiments were not performed with the delicate thermo¬ 
meters. 
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The sample used in the series of experiments (No. 8666) gave 
—5108 cal. at this temperature. 

Strontium Nitrate , Hydrated, , Sr(N0 3 )2,4H 3 0—The preparation o£ 
this salt (No. 3668) gave on analysis— 

(1.) 25*330 per cent, water. 

» 

99 

Theory. - 25*394 per cent; 

On dissolution, it gave —12794 cal. at 18°, against Thomsen’s 
preparation with 4*02H s O, which gave —12300. 

Sodium Carbonate , Anhydrous .—Samples of this salt, prepared at 
temperatures between 60° and its fusing point, gave identical results, 
details of which will be found in this vol., p. 72. 

Sodium Carbonate , Hydrated , Na 3 CO 3 ,10H2O.—On analysis, the 
sample (No. 3683) gave— 

(1.) 62 826 per cent, water. 

(2.) 62*826 „ „ Theory.. 62 920 per cent.; 

hence it contained 9*96HaO. 

On dissolution, it gave —16185 cal. at 18°, against Thomsen’s 
—16160 at the same temperature. 

Sodium Acetate , Anhyd ? ous —Samples were prepared in a vacuum, 
at 100° and 200°; they gave— 

No. 3658 in vamo, 3886 cal. at 13*58°. 

„ 3649 at 100°, 3854 „ 

„ 3650 at 200°, 3922 „ 

Thomsen found 3825 „ „ 

Berthelot „ 4185 „ „ 

Two preparations were used in the series of experiments; No. 3679 
gave 3913 cal., and No. 4552 gave 3910 cal. at this temperature. 

Sodium Acetate , Hydtated, NaC 2 H 3 0 2 ,3H20.—The sample of this 
salt (No. 3689) gave on analysis— 

(1.) 39 829 per cent, water. 

(2Q 39-848 „ 

Mean., 39*838 „ „ Theory.. 39 704; 

so it appeared to contain 3*017H®0. As this excess over SHaO is 
probably due to the presence of traces of enclosed water, or to a 
slight amount of decomposition having occurred during the dehydra- 


25*328 

25*338 

Mean.« 25*333 

hence it contains 3'987H 2 0. 
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tion, it was considered advisable to take the water as being exactly 
3H/) in the calculations. 

On dissolution at 18°, it gave —4773 cal., against Thomsen’s 
—4810, and Berthelot’s —4640 at the same temperature. 

J Rochelle Salt , Anhydrous .—‘The hydrated salt was heated at a 
temperature below 100°; it fused, and, after the greater portion of 
the water had been expelled* and the salt solidified, it was powdered 
and sifted, and then heated again at about 150° tiM constant in weight. 
As a lower temperature was found insufficient to dehydrate it, and a 
higher temperature induced decomposition, it is not possible to feel 
certain that the salt was perfectly anhydrous. On dissolution, the 
sample used in the experiments, No. 3914, gave —2975 cal. at 15 c , 
against —1900 (?) found by Berthelot at the same temperature. 

Rochelle Salt, Hydrated , KNaC 4 H 4 0 67 4HnO (sample No. 3688).—For 
the reason first stated it is not possible to rely on the water deter¬ 
minations made with this salt ; they were— 

(1.) 23*475 per cent. 

*(2.) 23*488 

Mean.. 23*482 „ = 3'56H 2 0; 

which, if right, show a considerable deficit, the theoretical percentage 
being 25*520. In the calculations, I have assumed that the salt con¬ 
tained the theoretical amount. 

On dissolution at —15°, it gave —12520 cal., while Berthelot 
found —12300. 

The sulphates which were examined were prepared in the same 
manner as in the earlier work (p. 269). 

The dehydrated salts were kept in a number of small bottles, each 
of which contained sufficient for two determinations. The largo 
bottles containing the hydrated salts were kept continually shaken, 
it being important to avoid caking in the bottle, which is apt to 
render the contents unhomogoneous. 

Series of Experiments. 

All the series of experiments were started at 14° with thermometer 
65108, the initial reading of the mercurial column being identical 
in all cases, and experiments were performed at e^ch degree centi¬ 
grade np to 25°. After this a similar series of experiments at the 
same temperatures were started at 13°, with thermometer 65561, and 
carried up to 25°. At temperatures below 13°, experiments were 
generally done at every other degree only with each instrument, 

* A third analysis gave 24*206, but this may be a simple mistake. 



302 PICKERING: THE INFLUENCE OF TEMPERATURE 


■using No. 65108 for the even degrees and 65561 for tho uneven 
ones, and the experiments were thus carried down, as the atmospheric 
temperatures served, to 3°. 

In cases where the series showed irregularities which required 
further investigation, other fresh series of experiments more or less 
complete were performed, using for them a totally different portion 
of the stem of the thermometer; this, I believe, to be in every way 
equivalent to using a different instrument. Provided the bulb of a 
thermometer be a good one, all the peculiarities of the instrument 
are attributable, I feel sure, to the stem. The series performed with 
different portions of the stem of the thermometers 65108 and 65561 
may be conveniently designated as with ’08A, ’08B, *610, &c.* 

Any experiments which appeared to be exceptional or of doubtful 
accuracy were repeated, and if not confirmed, were rejected; these, 
however, amount in all to only 25 (of which 20 were known at the 
time of their performance to have come entirely to grief) out of a 
total of 730—a small percentage when it is remembered that work 
which is dependent on atmospheric temperatures must often be done 
against time, and that various small circumstances, such as an acci¬ 
dental splash or a sudden draught, &c., may invalidate the results. 

As various experiments about 14° were being performed at intervals 
throughout the duration of the work, these would have afforded 
evidence in case the sample used had suffered any alterations since 
the commencement of the work at this temperature. No such alte¬ 
ration, however, was observed in any case. 

'Explanation of the Tables and Elates. 

The proportion of salt to water taken was 1:20QH 2 O in the ease 
of salts of the monobasic acids, and 1:40QH s O in the other cases; 
the actual proportions being £ and ^ gram-molecule to 600 c.o. of 
water. An estimation figure (0 05 mm.) of the thermometer coin 
responds in the former cases to 2*1 and 1*8 cal. according as ther¬ 
mometer *08 or *61 was used, in the latter to 4*3 and 3*6 cal. re¬ 
spectively. 

In the Tables A, B, &c., experimental details are given sufficient 
for the recalculation of any of the results, though in a more abbre¬ 
viated form than in the previous communication, w is the weight 
of salt taken, corrected to weight in a vacuum. The water equi¬ 
valent of the calorimeter and its contents is made up of 601*74 + 
0*016 (T°—4) c.c. of water + any water contained in the salt, calou- 

* The actual positions of the mercury at the initial temperatures* were ’08A 
244 mm.; ’08B ^ 147 mm.; *08D = 367 mm. 5 ’61A = 258 mm.; 61B = 147 mm.; 
*610 =* 58 nun.; ’61D =» 365 mm., the graduated stem bang 400 long. 
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lated according to the analytical results (except in the case of hydrated 
Rochelle salt and sodium acetate, where the theoretical amount was 
taken as being present) + the water equivalent of the thermometer, 
stirrer, &c., amounting to 8*099 grams when ’08 was employed and 
8*26 grams when ’61 was employed. In the case of hydrated Rochelle 
salt and hydrated sodium carbonate, and in a few other less important 
cases, another 0*11 gram must be added for the wire gauze tray 
which was used. With anhydrous Rochelle salt and with anhydrous 
sodium carbonate, the total water equivalent is 0*21 and 0*44 gram 
less respectively, owing to the thermometers being immersed to a 
smaller depth in the liquid. The total water equivalent amounts 
roughly to 610 grams with the anhydrous salts, 616 grams with 
hydrated Rochelle salt and strontium nitrate, 619 grams with hydrated 
strontium chloride and sodium acetate, and 625 grams with hydrated 
sodium carbonate. 

It has been thought unnecessary to give the temperature of the salt 
before its introduction into the calorimeter, as this rarely differed by 
more than 0*05° from that of tho water, and its effect on the initial 
temperature scarcely ever amounted to one estimation figure of the 
thermometer. The initial temperature t is given in round numbers 
(to 0*005°) in degrees centigrade, and the rise or fall, £' — t or t — t f , 
is given accurately in like degrees. M represents the molecular heat 
of dissolution given in one column at the initial temperature t, and in 
another, for the sake of comparison, at the nearest whole degree 
centigrade (deduced diagrammafcicaJly by joining all the results at t by 
straight lines). With hydrated salts, M is the corrected heat of dis¬ 
solution, obtained by subtracting from the observed heat, w, the heat of 
fusion of tho water contained in it, taking tho amount given by the 
analyses (except in the case of Rochelle salt and sodium acetate) and 
using the numbers given in Plato VII of the former communica¬ 
tion, in which paper will also be found further details as to the 
calculation. 

Each series with a different instrument is given separately. 

The mean results are collected and discussed in the Tables I, II, &o., 
given in tbe text, and are further illustrated in the diagrams. These 
contain the figure representing the heat of dissolution of the anhydrous 
Balt, the figure representing the tL correotod ” heat of dissolution of the 
hydrated salt (called formerly tho “true” heat of dissolution), a 
third figure representing the apparent heat of dissolution of the same, 
and, lastly, one representing the heat of combination of the solid salt 
with its water of crystallisation, obtained by deducting the corrected 
heab of dissolution of the hydrated salt from that of the anhydrous 
salt. 

The method adopted in drawing tbe curves will be best explained 
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by taking an instance: thus, with potassium chloride (Plate I and 
Table I, p. 306) the 16 mean results from 10° to 25° inclusive evidently 
form a straight line; taking the mean of the first eight of these we 
get —4348 cal. at 21*5°, and of the last eight —4654 cal. at 13*5°; these 
two points were then plotted down, and the straight line joining them 
was extended upwards to 25° and downwards till it met the straight 
line obtained in a similar manner from the experiments below 9°. 
The mean results taken for this purpose are given in the various 
cases at the foot of the Tables I, II, &c. 

Each small division of the paper represents 25 cal. with salts of the 
monobasic acids and 50 cal. with those of the bibasic acids. 

A higher position on the paper corresponds to a larger evolution of 
heat or a smaller absorption of heat. 

The mean results are deduced from the lines representing the 
various series, and not from the individual results only; in this 
way no undue preponderance is given to any one series: for instance, 
the mean results with potassium chloride at 17° depends on the value 
given by the series ’61A as well as those given by the other series, 
although no experiment with *61A was done at that temperature, but 
only at 16° and 18°. In four cases confirmatory experiments at 4° 
were performed with ’08B (e.g. 9 KOI), and as these stood by them¬ 
selves in their series, only half value has been assigned to them in 
calculating the mean result at this temperature; in one or two other 
cases, results of doubtful accuracy were allowed half value only, and 
this is indicated in the tables by placing such results within brackets. 

The points given in the lines representing the heat of combination 
of the salt with its water of crystallisation are deduced from points in 
the mean lines representing the heat of dissolution of the salt, and not 
from the position of the actual experiments at those points. 

Experimental Results. 

Potassium Chloride .—The four series of experiments performed with 
this salt, together with the resultant mean series, are given in Plato I, 
and are marked *08A, *61A, &c., according to the thermometer used. 
The individual series are represented by dotted lines and are plotted 
for the sake of greater clearness 4, 8, 12, &c., divisions (100, 200, 
400 cal.) above their proper position according to the numbers given 
in the margin; each one, however, is accompanied by a continuous 
line which represents the mean result in a similar position. The 
figures in the margin refer only to the curve marked “ mean.” 

Now looking at the portions of the curves with ’08A above 13° 
(those results obtained first), it will be noticed that, in ascending, the 
line is suddenly shifted up at a certain point. This alteration was at 
first thought to be real, and in order to investigate it further the two 
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other series *08B and ’61B as well as ’61A, were performed, but, as 
they failed to show any similar change, the shifting had to be 
attributed to some experimental error. This apparent shifting up of 
the line as the temperature rises is not so marked here as in some 
other cases to be noticed below, and a similar shifting (in one or two 
cases downwards) was noticed at some point with many of the salts. 
It often occurred persistently in the results with both the instruments 
>08A and ’G1A at nearly the same temperature, but in every case 
was found to be illusory when investigated more fully. It was 
experimental errors of this nature, combined with the comparative 
incompleteness of the various series, which deceived the author in 
his earlier work, and which led him to regard the curves or lines 
as a series of separate curves. For some satisfactory explanation of 
these sudden shiftings of the curves (generally indicating diminution 
of the heat absorbed or increase of the heat evolved) he has sought in 
vain. The height of the barometor, the small variations in the 
quantity of salt taken, tho gases dissolved in the water used, are all 
possible causes which have been investigated, but found inadequate 
to afford any explanation. They must perforce be attributed to 
errors in the thermometers, although this is equally unsatisfactory: 
the starting point of the mercurial column is the same in each 
experiment of the wholo series, the final point is not; in one case the 
mercury falls to t\ whereas at some higher temporature it will only 
fall to t "; one can only imagine that there oxists some point between 
if and t" which tends to make the mercury stick, and that when below 
this point, at if, it works normally, whereas above it, at i", it is 
prevented by the obstruction from falling as far as it should. Such 
sticking points certainly do exist, as has boon already mentioned, but 
the explanation is not satisfactory, for the final temperature is not 
read when the column is stationary but when moving, and the rate 
of cooling determined in these cases should exhibit irregularities as 
the column approaches or recedes from the sticking point; moreover, 
the rise in tho curves occurred in many very different cases (that is, 
when the final position of tho mercury was in all parts of the tubo), at 
nearly the same actual temperatures (at about 18°), although the 
two sorios of experiments wox*e performed at very different times; and 
another objection to such an explanation is that, owing to the slight 
variation in the weight of salt taken, the column often falls as far as 
t' in the experiment at tho higher temperature and only as far as t" in 
that at the lower temperature. Whatever be tho true cause of these 
irregularities, they may be obliterated by a sufficient number of 
experiments with different parts of the instruments, and in their 
nature are easily recognisable from such variations as, I take it, are 
really due to variations in tho heat evolved on dissolution. 
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These variations consist, as will be seen at once, of a sudden and 
well-defined alteration in the inclination of the lines representing the 
heat of dissolution. A careful inspection of Table I, which contains 


Table I .—Potassium Chloride « Mean Results. 


rpo 

M, found. 

Differences. 

M, calculated. 

Difference. 

25 

—4218 caL 

38 

88 

42 

38 

39 
36 
45j 



-4210 cal. 

+ 8 

24 

-4252 „ 



-4248 „ 

+ 4 

23 

-4285 „ 



-4287 „ 

-2 

22 

-4323 „ 



-4325 „ 

-2 

21 

-4365 „ 

i-38-O'j 


-4364 „ 

+ 1 

20 

19 

-4403 „ 
—4441 



-4403 „ 
-4442 „ 

O 

-1 

18 

-4477 „ 



-4480 „ 

—3 

17 

-4522 „ 


•38-4(38-6) 

-4519 „ 

+ 3 

16 

-4555 „ 

41 

38 

40 
35 

41 

41 

42 ij 


-4558 „ 

-3 

15 

-4596 „ 



-4596 „ 

0 

14 

-4634 ,, 



-4635 „ 

-1 

13 

12 

-4674 „ 
-4709 „ 

►38*8^ 


-4673 „ 
-4712 „ 

*1 

-3 

11 

10 

-4750 „ 
-4791 „ 



-4750 „ 
-4789 „ 

O 

+ 2 

9 

-4833 „ 



-4828 „ 

+ 5 

8 

7 

-4883 „ 
-4936 „ 

501 
58 
49 J 
48 j 
52 

AQ 

•50-71 

1 

-4884 „ 
-4934 „ 

-1 
+ 2 

6 

-4985 „ 



-4984 „ 

+ 1 

5 

4 

-6033 „ 
-5085 „ 

•49-7, 

-5034 „ 
-5084 „ 

-1 
+ 1 

3 

-6134 ,, 




-5134 „ 

0 


Average points for the highest portion, —4.845 '5 col. at21*5°aud —4051 cal. 
at 13*5°, •whence increase — 38*6 per degree; ditto for lowest portion, — 4009 at 
7 *5° and 6059 at 4 *5°, whence increase *=» 50 per degree. 


the mean results with this salt cannot fail, I think, to cany con¬ 
viction with it as to the reality of this alteration, and inspire confidence 
in the results generally. Columns 1 and 2 contain tho temporaturos 
and the experimental results. In column 3 the differences between 
the results at consecutive degrees are given; these arrange themselves 
into two groups. From 25° to 9°, the increase for a fall of one degree 
is 38*4 cal., the various numbers ranging from S3 to 42 cal., and as to 
the uniformity of this increase, and, consequently, the straightness of 
the line which represents it, there can be little doubt, the increase 
from 25° to 17° giving an average of 38 cal. per degree, and that 
from 17° to 9°, 38*8 cal. All these differences, however, depend on 
the comparison of the results at two points only, and a more accurate 
number for the rate of increase may be deduced from the average points 
given at the foot of the table, and inserted in column 3 in brackets. 
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Below 9° the rate of increase becomes suddenly augmented by 30 per 
cent., reaching 50 cal. per degree, and remains constant throughout an 
inteival of six degrees, the total increase from 9° to 6°, and from 
6° to 3° differing by 3 cal. only. 

In column 4 are given the calculated values as deduced from the 
“ average points ” by drawing straight lines through them, and con¬ 
tinuing them till they meet; and in the last column are given the 
differences between these calculated values and the observed values. 
The one result at the extreme point 25° is exceptionally high (only 
8 cal., however), and, as a similar excess occurs in the case of sodium 
chloride, it is probable that the line undergoes another deflection at 
about 24°; omitting this one result, therefore, it will bo seen that the 
greatest errors amount to 5 cal. in one case, 4 cal. in one case also, 
and all the others 3 cal. or less ; the average error of the 22 results 
being only 1*7 cal., a quantity which corresponds to somewhat less 
than 0*05 mm. of the mercurial column , or the two-thousandth of a degree . 
It is true that the results with potassium chloride are exceptionally 
concordant, bub the general mean of the similar errors in the whole 
work amounts to only 3*5 cal. (calculated as for salts of monobasic 
acids),* or less than the one-thousandth of a degree. This does not, 
of course, represent the error of single experiments, as each of these 
points are the result of two or three experiments ; but the average 
divergence of each single experiment from the calculated value is only 
7*4 cal., and the average difference between any pair of experiments 
11 cal. (both calculated to salts of monobasic acids); a result which 
cannot be regarded otherwise than satisfactory, especially when it is 
noted that the greater part of this error results from peculiarities 
which do not affect the conclusions here drawn, for on looking at 
Plate I it will be seen that the results obtained with one instrument 
are often uniformly above the average (e.g., ’08A and ’61 A), whereas 
those with the others are uniformly below it (e.g., ’08B and ’61B). 
This does not affect the inclination of the lines, though it augments 
considerably the divergence between the actual experiments. A 
similar fact was observed in nearly all cases, but the higher results 
were obtained in some with one instrument, in others with the other, 
according to which salt happened to bb under examination. It must 
be remembered also that all the duplicate experiments in this work 
were performed under conditions most unfavourable for producing 
concordance, namely, with different instruments, and at long intervals 
of time apart-f 

* The same thermometrio quantity represents double the number of calories 
with salts of bihasic acids. 

+ The average difference between experiments performed under like conditions 
in my former work would be 25 caL See J?hU, Mag., 1886, 828. 
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I have indicated by a line across the tables which formula was used 
for obtaining the calculated value at the temperature where the 
change of rate occurs. 

Sodium Chloride . Tables II and B, Plate I.—The lines representing 
the results with sodium chloride are very similar to those with 


Table II .—Sodium Chloride . Mean Besults. 



Average points for the highest portion, — 1134*3 cal. at 21° and — 1353*3 at 
14°, whence increase ~ 31*3 per degree; ditto for lowest portion, — 1520*4 at 9° 
and —1690 at 5°, whence increase = 42*4 per degree. 


potassium chloride. The result at 25° is considerably below (larger 
heat absorption) the calculated value, and is probably the beginning 
of a fresh rate of alteration. The rate of increase with falling 
temperature, which is rather less than with the potassium salt, alters 
suddenly at the same temperature (10°) within experimental error, 
becoming 39 per cent, larger. The average error here is 3"2 cal. 

Potassium Nitrate . Tables III and 0, Plate I.—The results with 
this salt closely resemble those with potassium chloride, except that 
the break occurs at a higher temperature, 12°, and that there is no 
indication of any other break at 25°. At the break, the rate of 
alteration is increased by 32 per cent. The average error is 4*3 cal. 
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Table III .—Potassium Nitrate. Mean Results. 


T.° M, found. Differences. M, calculated. Difference. 



Average points for the highest portion, — 8319*3 cal. at 22 ° and — 8519 at Iff*, 
whence increase — 33 *3 per degree; ditto for the lowest portion, — 8737 at 10° 
and - 8956 *8 at 5°, whence increase = 44 per degree. 


Strontium Chloride . Tables IV, V, D, and E, Plate II.—The results 
with the anhydrous salt were not very concordant, and show an 
average divergence from tho calculated values of 7*7 cal. (corre¬ 
sponding to 3-8 cal. in tho salts previously discussed). The experi¬ 
ments at 3° give abnormally high results, but there can be little 
doubt but that there is an increase in tho rate of change at 8°, 
amounting to 19 per cent.; the hydrated salt shows a similar increase 
at the same point, amounting to 21 per cent. With the anhydrous 
salt, another change of 20 per cent, appears to take place at 13°, 
above which temperature the rate of increase remains constant up to 
25°. I do not feel at all certain as to this break at 13°, not only 
because the individual experiments with this salt were, not vexy con¬ 
cordant, but also because there is no well-defined break at the same 
point with the hydrated salt; at a somewhat higher temperature, it 
is true, 15—16°, a slight change in this direction does occur, the rate 
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altering fzom 91 8 to 87 5 cal, but this alteration is so small that if 
it stood by itself, it would not be worth consideration 
The average error for the hydrated salt is 5 8 cal 


Table IV" —Anhydrous Strontium Chloride Mean 'Results 


0 

M, found 

Uiffeiencos 

M, calculated 

Diffeience 

25 


521 

71 

87 

91 

87j 

851 



11842 cal 

—24 

24 

11766 „ 



11762 „ 

+ 4 

23 

22 

11695 „ 
11612 „ 

- 76 8-i 


11681 „ 

11601 „ 

+ 14 
+ 11 

21 

11521 , 



HUH 

+ 1 

20 

11434 , 


-76-1 (80 4) 

11440 „ 

- 6 

19 

11349 „ 




-11 

18 

11271 „ 

oo 

QO 



11279 „ 

- 8 

17 

11189 „ 

OZ 

71 

76 

61 

l 75 5J 


11199 „ 

-10 

16 

11118 „ 



11118 „ 

0 

15 

11042 „ 



11138 „ 

+ 4 

14 

10981 „ 

u 



10977 „ 

+ 4 

13 

10876 „ 



10880 „ 

+ 4 

12 

10783 „ 



10785 „ 

- 2 

11 

10683 ,, 

y 96 8 (96 5) 

10688 „ 

- 5 

10 

10591 „ 

97 

93j 



10591 „ 

0 

9 

10494 „ 



10494 „ 

0 

8 

7 

6 

5 

4 

10401 „ 
10289 „ 
10163 „ 
10042 „ 
9920 „ 

1121 

123 

121 

122 

AQ 

■110 0 (115 3) 

10399 „ 
10234 „ 
10169 „ 
10053 „ 
9938 „ 

+ 2 
+ 5 
+ 6 
-11 
-18 

3 

9851 „ 




9823 „ 

+28 


Average points for the highest portion, 11641 cal at 22 5° and 11158 1 cal at 
16'5°, whence decrease *= 80 4 per degree, ditto foi the middle portion, 10880 cal 
at 13° and 10542 3 cal at 9 5°, whence deciease = 96 5 per degioe, ditto for the 
lowest portion, 10284 at 7° and 9938 at 4°, whence decrease a 116 3 pei degree 
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Table Y .—Sydrated Strontium OJiloride . Mean Results. 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference. 

25 

2827 cal. 

761 

95 

88 



2535 cal 

- 8 

24 

2451 „ 



2-148 „ 

+ 3 

23 

2356 „ 

r 86*4"' 


2360 „ 

- 4 

22 

2268 „ 



2272 „ 

-u 4 

21 

2199 „ 

104J 
87^ 
84 
93 



2185 „ 

+ 14 

20 

2095 „ 


85-7 (87-5) 

2098 „ 

- 3 

19 

2008 „ 



2010 „ 

- 2 

18 

1924 „ 

L 85*0 


1923 „ 

+ 1 

17 

1831 „ 

89 
72 J 



1835 „ 

+ 4 

16 

1742 „ 



1747 „ 

- 5 

15 

1670 „ 



1660 „ 

+ 10 

14 

1560 „ 

1101 
84! 
89 | 
94 J 
911 
88 1 
98 J 

1 


1569 „ 

- 9 

13 

1476 „ 

y 94*01 

| 

1477 „ 

- 1 

12 

11 

1387 „ 
1293 „ 


l 93-5 (91-8) 

1885 „ 

1294 „ 

+ 2 
- 1 

10 

9 

1202 „ 
1114 „ 


1 

1202 „ 
mo „ 

0 

+ 4 

8 

1016 „ 

i 


1018 „ 

- 2 

7 

6 

910 „ 

822 „ 

106' 

88 

137. 

110' 

99 

-110*0* 

1 

913 „ 

802 „ 

- 3 
+20 

5 

686 „ 


Kis-O (111-4) 

690 „ 

- 5 

4 

575 „ 

[ 115*0- 

579 „ 

- 4 

3 

476 „ 



468 „ 

+ 8 


Average points for highest portion, 2316 cal. at 22 5° and 1835 at 1 7°, whence 
decrease = 87*6 per degree; ditto for middle portion, 1523 at 13 5° and 1156 at 
9*5°, whence decrease » 91*8 per degree; ditto for lowest portion, 913 at 7° and 
678*7 at 4°, whence decrease = 111 4 per degree. For m these points are — 7384 
at 22*5°, - 7583 at IT 6 , - 7715 at 13*5°, - 7874 at 9*5°, - 7985 at 7° and - 8164 
at 4.° 

Strontium Nitrate. Tables YI, YII, F, and G, Plato III.—-With, 
the anhydrous salt thore appears to bo a break at 21°, when the rate 
increases by 16 per cent, of its value, and a similar break of 16 per 
cent, also occurs at the same temperature with the hydrated salt. 
Another increase of 30 per cent, then takes place at 8*5° with the 
anhydrous salt, and an increase of 28 per cent, at 9° with the hydrated 
salt.* As far as the differences given in Table YI are concerned, the 
break with the anhydrous salt would appear to take place at 7°, but 

* The experiment at 4° with *08B has been omitted in this case in calculating 
the mean result at this tomperature, on account of its being considerably below the 
results in the other series, and of there being no other experiments with the Bame 
instrument at contiguous temperatures. It entirely confirms, however, the increased 
rate of alteration at low temperatures. 
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the diagram shows that the junction of the two lines really occurs at a 
temperature practically identical with that in the case of the hydrated 
salt. 

The average error here is 6 cal. for the anhydrous salt, 5*8 cal. for 
the hydrated salt. 


Table VI .—Anhydrous Strontium Nitrate. Mean Results. 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference. 

25 

—4348 cal. 

>10*1 



-4341 

cal. 

+ 7 

24 

-4397 „ 

65 

55 

73. 



-4402 

tt 

- 5 

23 

-4162 „ 

i i'M 11 'H lEiWWlPn 

-4463 


- 1 

22 

-4517 „ 



-4523 

5) 

- 6 

21 

E 

651 



-4583 


+ 7 

20 

-4655 „ 



-4648 


+ 7 

19 

-4724 „ 

o» 

67 

79. 

681 

54 

98 

57 J 

581 

75 

85 

1-67 *5^ 


-4718 

31 

+ 6 

18 

-4781 „ 



-4789 


- 8 

17 

-4860 „ 



-4859 


+ 1 

16 

-4928 „ 



-4930 


- 2 

15 

-4982 „ 

►69 *3 

•70-8 (70-5) 

-5000 

>1 

- 8 

14 


-5071 


- 9 

13 

-5137 „ 



-5141 


- 4 

12 

-5195 „ 



-5212 

11 

-17 

11 

-5270 „ 

•74-2^ 


-5282 

11 

-12 

10 

-5355 „ 

73 
80J 


-5353 

11 

+ 2 

9 

-5428 „ 



-5423 

11 

+ 3 

8 

-5508 „ 

81"] 
98 
98 
91 
75 J 



-5503 

11 

- 5 

7 

-5589 „ 

1 


-6595 

11 

- 6 

6 

5 

-5687 „ 
-5785 „ 

*88*6 (92) 

-5687 

-5779 

11 

11 

0 

+ 6 

4 

-5876 „ 



-6871 

11 

+ 5 

3 

-5951 „ 



-6963 

11 

-12 


Average points for the highest portion, — 4402 at 24° and — 4523 at 22°, whence 
increase = 60 5 per degree ; ditto for middle portion, — 4788 6 at 38° and — 5282 
at 11°, whence increase = 70 5 per degree; ditto for the lowest poition, — 5695 at 
7° and — 5871 at 4°, whence increase — 92 per degree. 
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Tables VII .—Hydrated Strontium Nitrate. Mean Results . 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference 

25 

—6005 cal. 

781 

64 

ex 

59 J 



—6013 

cal. 

- 7 

24 

-6083 „ 



-6078 


+ 5 

23 

—6U7 „ 

^•65 *5 (64*5) 

-6143 

tf 

+ 4 

22 

-6208 „ 



-6207 

ii 

+ 1 

21 

-6267 „ 






771 

73 

fi9 




ii 


20 

-6344 „ 



-6339 


+ 5 

19 

-6427 „ 



-6414 

a 

+ 13 

18 

-6489 „ 

76. 

coi 



-0488 

»t 

+ 1 

17 

-65G5 „ 



-6563 

a 

+ 2 

16 

-6627 „ 

O a 

71 
88 
80 J 
eri 

65 

91 

83 

80 j 



-6637 

n 

-10 

15 

14 

-6698 „ 
-6786 „ 

►75 *3 

■75-3 (74-5) 

-6711 

-6786 

ii 

if 

-13 

0 

13 

-6866 „ 



-6851 

ii 

+ 15 

12 

-6927 „ 



-6925 

ii 

+ 2 

11 

10 

-6992 „ 
-7083 „ 

-76-0_ 


-7009 

-7083 

>i 

tt 

-17 

O 

9 

-7X66 „ 



-7158 

n 

+ 8 

8 

-7246 „ 

95^ 

QK 



-7245 

a 

+ 1 

7 

-7311 „ 



-7341 

tt 

O 

6 

5 

-7436 „ 
-7530 „ 

S70 

91 

95 

105^ 

^96 *8 (95 *7) 

-7437 

-7532 

ii 

ii i 

- 1 
- 2 

4 

-7623 „ 



-7628 

ll 

- 3 

3 

-7730 „ 



-7724 


+ 6 


Average points for the highest portion, — 6078 cal. at 24° and — 6207 at 22°, 
whence increase = 61*5 cal. per degree; ditto for middle portion, — 6488 at 18° 
and — 7009 at 11°, whence increase = 74*5 per degree; ditto for lowest portion, 
— 7341 at 7° and — 7628 at 4°, whence increase - 95 7 per degree. 

These points for** are, - 12579 at 24°, - 12643 at 22°, - 12790 at 18°, - 13067 
at 11°, - 13260 at 7° and - 13443 at 4°. 

Sodium Carbonate. Tables VIII, IX, H, and I, Plate III.—Owing 
to the excessive degree in which the anhydrous salt cakes, and, as a 
consequence, the length of time required for its dissolution, it was not 
originally intended to examine this salt; a few experiments (two at 
every third degree) were subsequently performed, chiefly with a view 
to the heat of its combination with its water of crystallisation. In 
spite of the difficulties of dealing with it, the average orror is not 
large (8*2 cal.), and the general results are well borne out by their 
agreement with those obtained with the hydrated salt. At 19° an 
increase of 26 per cent, occurs in the rate of alteration, and at T 
there is another much larger increase, amounting to 92 per cent. The 
experiments are, however, not sufficiently numerous to settle with 
certainty the exact temporature at which these changes occur. 
Taking the hydrated salt, the first increase occurs at about 18°, and 

VOL. LI. Y 
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Table VIII .—Anhydrous Sodium Carbonate. Mean 'Results . 


T°. 

M, fonnd. 

Differences. 

M, calculated. 

DiiToi’euco. 

25 

5S52 cal. 

3x521 

3x54 

3x72' 

3x77 

3x57 

3x70, 

3x129 


. 

___ 

22 

19 

16 

5695 „ 
5533 „ 
5316 „ 

► 53-0 

5693 cal. 

5311 „ 

+ 2 

+ 5 

13 


.69-3 (67-2) 


-25 

10 

7 

4 

4912 „ 
4701 „ 
4315 „ 

4908 „ 
4706 „ 

+ 4 
- 5 


Average points for the middle portion 5311 cal. at 16° and 4807 at 8*5°, whence 

decrease — 67*2 per degree; decrease for the highest portion = 53 per degree. 



Average points for the highest portion, - 80*3 at 23*5° and - 300*3 at 20°, 
whence increase = 62*9 per degree j ditto for the middle portion, — 552*2 at 
16*5° and —1080*2 at 10*5°; whence increase = 88 per degree; ditto for the 
lowest portion, - 1401 at 7° and - 1721 at 4°, whence increase = 106*7 per degree. 
For m these points are - 16286*3 at 23*5°, - 16210*3 at 20°, - 16162*2 at 16*5°, 
-16172*2 at 10*5, - 16189 at 7° and 16245 at 4°. 
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amounts to 40 per cent., the second one at 7*5°, amounting to 21 per 
cent. With the observed heat of dissolution it will be seen that it 
decreases from 25° to 18°, remains constant for the next 12 degrees, 
and then decreases again. 

The average error here is somewhat large (7*5 cal.), as is generally 
the case with salts containing a considerable amount of water, various 
sources of error being thereby increased. 

i Sodium Acetate . Tables X, XI, J and K, Plate Y.—No less than five 
nearly complete series of experiments were performed with this salt, 
on account of the irregularities exhibited. They are given in full in 
the Plate, and illustrate well the nature of the errors by which I was 
misled in my former work. (N.B. the general concordance of the 
irregularities in the series ’08A and ’61A between 3° and 17°.) The 
differences which occur between the experiments are very consider¬ 
able, and much weight could not be attached even to the mean result 


Table X .—Anhydrous Sodium Acetate . Mean Results . 



Average points for the highest portion, 8973*7 at 24° 3975 3 at 22°, whence 
increase » 0*8 per degree; ditto for the middle portion, 8948 at 18° and 3877 at 
11 °, whence decrease = 10*1 per degree j ditto for the lowest portion, 3825 at 7° 
and 8765*3 at 4°, whence decrease =» 19*9 per degree. 
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Table XL —Eydrated Sodium Acetate . Mean Results . 



Average points for the highest portion, + 9 cal. at 24° and — 2 3 at 22°; 
whence increase — 57 per degree; ditto for the middle portion = — 30 6 at 18° 
and —104*7 at 11°, whence increase = 10'6 per degree; ditto for the lowest portion 
— 149 at 7° and — 226 at 4°, whence increase = 25 7 per degree. For m these 
paints are - 4887 at 24°, - 4847 3 at 22°, - 4771*6 at 18°, - 4606*7 at 11°, - 4606 
at 7° and — 4604 at 4°. 


were it not that it is well supported by the experiments with the 
hydrated salt. 

The influence of temperature on the heat of dissolution of this salt 
is much smaller than in any other case examined; from 25—21° it is 
practically constant, increasing even at the small rate of 0*8 cal. per 
degree with fall of temperature. All the five series are so far 
concordant that they show no increase from 21° upwards, the rate 
then alters, a decrease of 10*1 cal. per degree occurring till 8°, when 
this decrease becomes nearly double, 19*9 cal. With the hydrated salt, 
we have a similar series of changes, an increase of 85 per cent, ‘(not a 
large quantity in actual quantities; from 5*7 to 10*6 cal.) occurring at 
39*5°, and another increase of 142 per cent, at T. The apparent heat 
of dissolution presents the anomaly (noticed also with sodium 
carbonate over a shorter range) of an increase of heat absorbed with 
increase of temperature. 

















ON 1HE HEAT OP DISSOLUTION OP SALTS. 317 

The average error is 4'5 and 3*9 cal, with the anhydrous and 
hydrated salts respectively. 

Rochelle Salt. Tables XII, XIII, L, and M, Plate VI.—In the 
series of ’61A with the anhydrous salt, which was in this case 
performed first, the rate of change appeared to be considerably less 
between 20° and 21°, and also between 16° and 18°, than in the rest of 
the line extending between 13° and 25°. The experiments with 5 08A 
were then performed and confirmed these peculiarities in a marked 
manner. This, however, was not considered as sufficient proof, and 
two other short series with ’08D and ’61D were performed, and they 
showed perfect regularity between 16° and 21°, while experiments 
with *08E and *610 gave even a higher rate than the normal 
between 20° and 21°, reducing the mean results to a straight line 
within experimental error. This instance serves to illustrate what 
errors may be made by trusting to an insufficient number of series of 
experiments. This salt cakes considerably, and at low temperatures 
dissolves very slowly, the results below 8° are consequently not very 


Table XII .—Anhydrous Rochelle Salt . Mean Results. 



Average points for the higher portion, — 2683*2 cal, at 21° and — 8157 at 12°, 
whence increase « 52*6 per degree j ditto for the lower portion, - 8486 at 7* and 
— 8753 at 4°, whence increase =* 89*1 per degree. 
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Table XIIL —Hydrated Rochelle Salt . Mean Results . 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference. 

25 

24 

23 

22 

21 

20 

19 

18 

17 

16 

15 

14 

13 

12 

11 

10 

9 | 

8 

7 

6 

5 

4 ] 
3 

111111 M 111 m 1111 i i m ii 

1II8I§ ilillilllii iiiiii 

- 3 3 3 3 3 33333333333 3 3 3 3 3 ^ 

411 
38 
51J 
421 
46 J 

-44*01 

>44 (44*7) 

► 46-3-I 

-5775 cal. 
-5819 „ 
-5864 „ 
-5909 „ 
-5953 „ 
-5998 „ 

+ 3 
+ 2 

- 5 
+ 1 

- 1 

0 

73^ 
67 
67 
41 
61 
86 J 
52 ] 
49 
67 
79 
58 
66^ 

T- "V- 

2 a 

• a 

,00 00, 

g 

ob 

6 

-6066 „ 
-6129 „ 
-6192 „ 
-6255 „ 
-6318 „ 
-6382 „ 
-6445 „ 
-6508 „ 
-6571 „ 
-6634 „ 
-6697 „ i 
-6760 „ 

+ 5 
+ 9 
+ 13 
- 9 
-11 
+ 11 

0 

-14 
-10 
+ 6 
+ 1 
+ 4 

87~1 

80 

86 

93 

59j 

•87 (98-3) 

-6849 „ 
-6942 „ 
-7035 „ 
-7129 „ 
-7222 „ 

+ 2 
-11 
+ 12 
+ 11 
-23 


Average points for the highest portion, 5819 *8 at 24° and — 5953 ’3 at 21°, 
whence increase — 44*7 per degree; ditto for the middle portion, — 6160*8 at 
17 *5° and — 6570 *7 at 11°, whence increase =63*1 per degree; ditto for the 
lowest portion, — 6848*7 at 7° and — 7128*7 at 4°, whence increase = 93 3 per 
degree. For m these' points are — 12347 *3 at 24°, — 12377*3 at 21°, — 124C5 *8 
at 17-5°, - 12652 *7 at 11°, - 12792 *9 at 7° and - 12965 *7 at 4°. 

trustworthy, but I think they show an unmistakeable increase of 
about 70 per ceut. in the rate of change, agreeing well with that 
observed with the hydrated salt. The average divergence from the 
calculated values is 10 cal. 

Besides the increase of 48 per cent, in the rate at 7*5° observed 
with the hydrated salt, there is also another change at 20° of a 
similar nature. As some of the results here were not very concordant 
1 have given them in full. They may be summarised thus:— 
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25°. 

* 

20 °. 

Increase 

per 

degree, 

25—20°. 

17°. 

Increase 

per 

degree, 

20—17°. 

’08A. 

-574(5 

-5995 

50 

-6223 

76 

'61A. 

-6782 

-6018 

47 

-6216 

66 

’08D ... { 

I58m} 6829 * 

-5984 

29 

-6222 

79 

’61D. 

-5758 

-5978 

45 

le^} 6150 * 

57 

’61E. 

-5778 

-6012 

47 

-6214 

67 


-6778 

-5997 

44 

-6205 

70 


In every case, the rate between 25° and 20° is less than between 20° 
and 17°, but series ’61D shows the change bnt very slightly, while 
*08D shows it in an exaggerated form. If we take the mean of the 
whole number of experiments we get 44 and 70 cal. as the two rates, 
or, if we take the most concordant resnlts only (i.e., omitting the 
results marked with an asterisk), we get the almost identical numbers 
45 and 74 cal. There cannot, I think, be much doubt that there is a 
change at 20°. The average error here is 7*1 cal. 

Having thus found that in all the cases investigated any waviness 
which appeared at first in the lines representing the results was due 
to error, but little doubt remained but that this appearance observed 
in my former work on the sulphates was in like manner erroneous. 
Two cases, however, were selected for investigation, potassium 
sulphate and hydrated magnesium sulphate: subsequently a few 
experiments with anhydrous magnesium sulphate and with both the 
copper sulphates were added, to settle certain points with reference 
to the heat of combination with the water of crystallisation. 

Potassium Sulphate .+ Tables XIV and X, Plate I.—The original 
results are represented in the Plate by the discontinuous line; this 
consists of two straight lines J inclined to each other at an angle, with 
a considerable depression at their juncture. The fresh experiments 
are depicted in the continuous lines and show that this depression was 
illusory; in another respect, however, they entirely confirm the 

f With this, and the other sulphates, I have used the same proportions of water 
as in my previous work, instead of -^th. of a gram-molecule of salt to 600 c.c. 
water. 

$ The lower portion I have drawn straighter than in my first communication. 
An inspection of the original experiments will show that this is justifiable: both 
series form straight lines below 11°, but the mean becomes somewhat curved, owing 
to their not being coincident, and to the preponderance of experiments in one series 
over those in the other at certain points. 
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Table XIV.— Potassium Sulphate. Mean Besults. 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference. 

20 

17 

15 

ill 

1 ( 1 

3x85*01 

2x86*5 > 84*7 (85) 

81-Oj 

-6401 cal. 
-6656 „ 
-6826 „ 

0 

- 1 
+ 2 

14 

12 

10 

7 

4 

-6909 „ 
-7090 „ 
-7301 „ 
-7687 „ 
-7896 „ 

2 x 90 *51 qo 

2x105*5 

3x 95 01 >98*9 (98*9) 

3x103*0 >99J 

101 *0J 

-6910 „ 
-7100 „ 
-7298 „ 
-7591 „ 
-7891 „ 

- 1 
-10 
+ 3 
- 7 
+ 5 

3 

-7997 „ 

-7990 „ 

+ 7 


Average points for the highest portion, -6528 cal. at 18* 5° and —6868 at 14 -5°, 
whence increase = 85 cal. per degree; ditto for the lowest portion, —7100 at 12° 
and —7792 at 5°, whence increase = 98*9 per degree. 


previous results. They form two straight lines showing rates of 
increase of 85 and 98*9 cal. respectively, meeting at 14°; while the 
earlier experiments, for such portions as conform to straightness, the 
rates of increase are 82*3 cal. from 27° to 17°, and 105*3 cal. (from 12° 
to 8°) respectively; or, taking the results obtained with thermometer 
’83 only (given by a fine continuous line in the Plate), which was used 
in 23 of the 28 experiments below 12°, the rate for the lower portion 
is 97*2 cal., a number agreeing more f ally still with my present deter¬ 
minations. 

Magnesium Sulphate. Tables XV, XVI, 0, and P. Plato VII.— 
The curved nature of the line obtained in the first experiments (the 
dotted line in the Plate) is proved to he incorrect in this case also. 
The present experiments, represented by the continuous line, show, in 
the case of the anhydrous salts, no break from 3° to 17°, the rate of 


Table XV.— Anhydrous Magnesium Sulphate. Mean Besults. 


T°. 

M, fourd. 

Differences. 

M, calculated. 

Difference. 

20*0 

17*0 

13*5 

10*0 

7*0 

3*0 

20540 cal 
20327 „ 
20024 „ 
19718 „ 
19447 „ 
19091 „ 

3*0x59 

3*5x87 

3*5x87 

3*0x90 

4*0x89 

V87-0-) 

}-88-8 (88-7) 
j-89-eJ 

20333 cal. 
20023 „ 
19713 „ 
19446 „ 
19092 „ 

—6 
+ 1 
+ 5 
+ 1 
-1 


Average pointsjfor the lowest portion, 20023 cal. at 13 *5 and 19269 at 5° whence 
aflcreaee =* 88 *7 cat per degree. ’ 
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Table XVI .’—Hydrated Magnesium Sulphate, Mean Results. 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference. 

20 

17 

15 

Id 

12 

10 

7 

4 

3 

7298 cal. 
7078 „ 
6934 „ 
0854 „ 

6705 „ 
0527 „ 
6275 „ 
59J7 „ 
5904 „ 

hEHH 

7298 cal. 

7078 „ 

6931 „ 

6867 „ 

0 

0 

+ 3 
- 3 

2 X 751 

2 x 89 | 

3 x 81 

3 x 93 

93 

-89 (86 -6) 

6695 „ 

6522 „ 

G263 „ 

G003 „ 

5916 „ 

+ 10 
+ 5 
+ 12 
- 6 
-12 
l 


Average points for tlio highest portion, 7188 cal at 18 5° and G891 at 14 5°, 
whence decrease = 73*5 cal. per degree; ditto for the lowest portion, 6695 3 at 
12° and 6089*5 at 5°, whence decrease = 8G 5 cal. per degree. For m these points 
are -3900 at 18 5°, -3956 at Id 5°, - 100G at 12° and -4190 at 5°. 

increase being 88*7 cal. per degree, the experiments at 20° show that 
this rate then diminishes to 59 cal. The results with the hydrated 
salt are more numerous, and arc best represented by two straight 
lines meeting at 12°, the rate of change above this point being 
73*5 cal. and below it 8G*5 cal. The experiments, however, are 
not sufficiently numerous in this case to settle with certainty the 
exact temperatures at which the change occurs, especially so with the 
anhydrous salt. 

Oopper Sulphate . Tables XVII, XVIII, Q, and R». Plate VIII.— 
The old and new experiments are given in the Plate in the same 
manner as with magnesium sulphate. The determinations are not 
numerous, but with both the hydrated and anhydrous salt there 
appears to be an alteration in the rate, of the same nature as in other 
cases, at 10—11°. It will be seen that the present results with the 
anhydrous salt are entirely at variance with those originally obtained 


Table XVII .—Anhydrous Oopper Sulphate. 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference. 

20 

17 

13-5 

7 

4 

16096 cal. 
16931 „ 
16716 „ 
16235 „ 
14982 „ 

8*0 
3 5 
6*5 
3*0 

x 58 * 0 "1 .q 
x 58-6J 58 2 
x 74 
x 84 

15921 cal* 

0 


* Calculated value if in the samo straight line with results at 20° and X3 5°. 
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Table XVIII .—Hydrated Copper Sulphate. Mean Results . 


T°. 

M, found. 

Differences. 

M, calculated. 

Difference. 

20 

5270 caL 

8 0 x 731 

3*5 x 60 / 66 0 

6*5 x 751 R 

3 3 x 77/ 75 6 



17 

13*5 

7 

4 

5050 „ 
4841 „ 
4355 „ 
4123 „ 

5072 oal* 

4350 „* 

-22 

+ 5 


* Calculated values if in the same straight hne with the results at 20° and 13 5 
and at 13 5° and 4° respectively. 


above 10°, the difference at 20 u amounting to BOO cal., a quantity 
which cannot be accounted for by experimental error. In order to 
examine the cause of this difference, a fresh sample of the sulphate 
was prepared and dissolved at 20°, but it gave the same results as the 
first sample did ; they were— 

No. 4565 

16078/ 16095 caL 
No. 4586 160891 iena . , 

16102/ 16090 eaL 

and showed that the error must have been in the former results. I 
can only account for it on the grounds that the two samples used now 
had been desiccated at a higher temperature (360°) than in my 
previous work (200—250°), and that in driving off the water a certain 
amount of decomposition occurs, resulting in the liberation of free 
sulphuric acid, which would not have been expelled at these lower 
temperatures. These traces of acid might not affect the determina¬ 
tions appreciably at low temperatures, although they did at higher 
temperatures, owing to the rate of alteration in the heat of dissolu¬ 
tion of the acid being very different from that of the salt. 

It will be noticed that in every case my later determinations with 
the sulphates give lower results than were obtained in the earlier work, 
although these “lower’’ results imply sometimes a larger thermo- 
metric change in the calorimeter, sometimes a smaller one, and it is 
very difficult to conceive any source of error which should have acted 
in that direction. 

The general nature of the lines given by my former experiments 
consisted of a curve rising from low temperatures, falling at about 
14°, and then another curve starting from this point and falling at 
about 25°. The majority of these experiments were performed with 
two thermometers, one used from 3—14° and the other from 14° to 25°, 
and from this fact it is probable that the peculiarities observed were 
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due to the thermometers, the middle portions of the stems of these 
instruments giving higher results than eithor of their extremities. 
There are many difficulties in the way of accepting such an explana¬ 
tion, but at any rate it argues strongly in favour of the necessity of 
employing the same portion of the thermometer stem in all series of 
experiments where great accuracy is required. 

One general conclusion may be drawn from a study of the results 
originally obtained with those sulphates which have not been re¬ 
examined here, namely, that the rate of alteration in the heat of 
dissolution is greater at low temperatures than at high ones (except in 
the case of the lithium sulphate), a fact which is entirely in accord¬ 
ance with all the present results. Thus dividing the curves into two 
halves at about 14° we get— 

Bate below 14°. Bate above 14°. 


MgK(S0 4 ) 2 . 

192 oal. 

167 cal. 

MgK 2 (SOi), 26 H 2 0 - 64» .. 

161 „ 

151 „ 

CuK 2 (S0 4 )s. 

209 „ 

96 „ 

0uK; i! (S0 1 ) 2l 6H J 0 - 64. .. 

176 „ 

98 „ 

NajSO* . 

85 

56 „ 

NajSOfclOHaO — 10Z/a • • • * 

— 

82 „ 

Li s SO t . 

79 „ 

81 „ 


In calculating the numbers, I have omitted the deep indentation 
with hydrated potassium copper sulphate, and I have taken the 
anhydrous sodium sulphate results to consist of two perfectly straight 
lines meeting at about 15°, with which view they agree very well. 
With hydrated sodium sulphate, the experiments at low temperatures 
are too irregular to be of any value. 

Discussion of the General Results . 

Without insisting on tho correctness of all the details mentioned 
above, there can, I think, be little doubt but that the heat of dissolution 
of salts does undergo Budden changes as the temperature rises, the 
rate at which heat i& developed being lessoned at each successive 
change. The results are far too concordant in themselves to permit of 
imagining these changes to be merely the result of experimental error, 
especially when no source of error can be conceived which would come 
into play so suddenly at certain temperatures and introduce errors 
exhibiting such regularity. It may be noted also that neither the 
character of the changes nor the actual temperatures at which they 
occur, bear any relationship to the heat development in the calori¬ 
meter, this varying between the limits of +12000 and —16000 cal. 

One point which affords strong confirmation as to the reality of 
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these alterations in the rates is that in nearly every rase the alteration 
is observed at the same temperature with both the anhydrous and 
hydrated salts, although the actual changes of temperatux*e observed in 
the calorimeter are so different in the two cases. Sometimes, it is true, 
there may be a difference of a degree in the temperatures at which the 
break occurs, but it is very easy to see how such a difference may 
arise from causes other than mere experimental errors: the actual 
weight of salt taken in the individual experiments varies, of necessity, 
within certain limits, and hence the proportion of salt to water is not 
always the same, moreover (or £) of a gram-molecule of both 
salts were always taken and dissolved in the same volume of water, 
whereas, in order to obtain solutions of exactly the same strength, the 
volume of water used for the hydrated salts should have been less by 
the amount of water of crystallisation in the salt itself. This source 
of error was not perceived till too late. 

In a few cases, such as hydrated sodium carbonate, anhydrous 
sodium acetate, and anhydrous Rochelle salt, the results are not in¬ 
compatible with their being represented by a series of very slight 
curves, but in the large majority the rectilineal nature of the lines is 
so unmistakable that such is in all probability the nature of them all. 

The first break which occurs in ascending from low temperatures 
takes place between the somewhat wide limits of 7° and 14° accord¬ 
ing to the salt examined. The annexed table gives the actual tem¬ 
peratures at which both it and the second break occur, and the 
thermometric interval between them. 


Table XIX. 


Salt. 

1 st change. 

2 nd change. 

Interval. 

Potassium sulphate.. 

14, 0° 

Higher than 27° 

>13-0 o 

„ nitrate ... 

12 0 

» 25 

>13*0 

Sodium chloride. 

10*0 

24? 

14-0? 

Potassium „ ..... 

9-5 

24? 

14 5 ? 

Strontium nitrate ... 

9-0 

21 

12 0 

„ chlortde.. 

8*0 

13? 

5*0? 

Rochelle salt. 

8 0 

20 

12 0 

Sodium acetate. 

7*5 

21 (? 19 *5°) 

13*5 (? 12*5°) 

„ carbonate ... 

7*0 

18 

11*0 


Where the temperature of the change with the anhydrous and 
hydrated salts was different, I have adopted that one which was most 
in accord with the change in the heat of combination of the salt with 
its water of crystallisation, as given in the diagram at the foot of 
the Plates. One point of relationship between the temperatures of 
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the two breaks becomes at once apparent, and it is a relationship 
which increases one’s confidence in the trustworthiness of the results, 
namely, that the higher tho temperature at which the first break 
occurs, the higher also that at which tho second occurs. There is but 
one marked exception to this rule—that of strontium chloride, where, 
for reasons given above, the second break must be accepted with con¬ 
siderable reservation. The interval between the two breaks varies 
but little from 11° to 14 5°, and in no case, be it remarked, have more 
than two breaks been observed in the range of 22° over which the 
experiments extended. 

A further examination of the table shows an unmistakeable con¬ 
nection between the temperature at which the change occurs and the 
nature of the salt. In the case of all the four salts which exist 
normally without water of crystallisation, the change takes place at 
higher temperatures than with any hydrated salt, and the salt where 
the change occurs at the lowest observed temperature is the one which 
contains the greatest amount of water of crystallisation—sodium 
carbonate. Looking at tho intervals between the two breaks, it is 
found that this is greater in the case of the anhydrous salts, and least 
in the case of sodium carbonate; beyond this, however, any relation¬ 
ship does not appear, except that strontium nitrate, Rochelle salt, 
and sodium acetate—which contain nearly tho same amount of water 
of crystallisation—show the same interval between two consecutive 
changes. To the fact that the chlorides of the two alkali metals, the 
two strontium salts, and the two organic salts come next to each other 
respectively in the order of temperatures at which the breaks occur, 
no weight can, I think, be attached. Potassium sulphate is included 
with the other salts in this table, but the other sulphates do not seem 
to accord with tho general order observed. The only break which 
each of them exhibited being— 

Sodium sulphate at 15°, 

Magnesium sulphate at 12° (P17°), 

Copper sulphate at 10*5°; 

little weight, however, can be attached to these temperatures. 

In Table XX (p. 326} tho various salts are arranged according to the in¬ 
crease (in calories) in the rate which occurs at the lowest break, the per¬ 
centage increase, as well as the increase at the higher break (where there 
is one) is also given. Another column contains the actual rate of change 
at 15°, and after that comes the corrected heat of dissolution of the 
salt* and its heat of combination with 1 mol. of water of crystallisa- 

* The true heat of dissolution of the hydrated salt would be this “ corrected ” 
heat plus tho heat of fusion of the anhydrous salt, at present an unknown 
quantity. 
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tion. Between these last two quantities and the rate of change with 
temperature, or the increase of this rate, there appears to be no con¬ 
nection. In examining the increases in the rates at the two points 
where alterations occur, it will be seen that the alteration is greater 
at the lower break than at the higher one; the only exception being 
sodium carbonate.* 

T akin g the increase in calories at the lowest break (which is more 
trustworthy than the higher break), it will be observed that it is the 
same in both the organic salts, and greater with them than in any case, 
except the doubtful instance of potassium copper sulphate. The four 
anhydrous salts also come next to each other in the series, potassium 
and sodium chloride being very near together. The two nitrates of 
potassium and strontium exhibit an identical increase, while the two 
most highly hydrated salts show the smallest increase of any. The 
actual rate of change does not appear to influence the extent to which 
the rate is altered, though it may bo noted that in the two salts other 
than sulphates, where the alteration is least, the rate attains the 
highest proportions. 

Here, again, little value can bo attached to the results with the 
sulphates, but it is noticeable that those two hydrated ones which were 
most thoroughly examined, as well as potassium magnesium sulphate, 
exhibit an increase in rate far less than in any other case. 

To sum up: the chief factors influencing the extent of the changes 
in the heat of dissolution of a salt, the temperature at which they 
occur, and the frequency of their occurrence, would appear to be the 
natuie of the non-metallic portion of the salt, and the extent to which 
the salt combines with water; a much larger number of instances, 
however, would be requisite to establish this relationship with any 
degree of precision. 

In my previous communication, I interpreted the irregularities which 
I imagined occurred in the heat of dissolution of a salt by the develop¬ 
ment of additional heat as the temperature rises, due to the formation 
of higher hydrates. The present results may bo interpreted in a 
similar manner, but it is equally possible to explain tbe changes in a 
diametrically opposite manner. A prolongation of the circumstances 
existing, say in the case of potassium chloride, between 3° and 8°, 
would give a larger heat of dissolution for the salt at temperatures 
above 8° than that wbioh is observed, that is, at these higher tempera¬ 
tures some alteration has occurred absorbing heat. But, on the other 

* For these numbers I take the heat of dissolution of the hydrated salt, as that 
* of the anhydrous salt may be complicated by alterations m the heat of combina¬ 
tion of thiB salt with water of crystallisation. Taking anhydrous sodium carbonate, 
the increase of the lower break is greater than that at the higher break, the num¬ 
bers being X0'9 and 7T cal. respectively. 
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hand, prolonging the conditions existing between 25° and 8 3 down¬ 
wards to lower temperatures, we find that the beat of dissolution 
should be greater than it is, that is, as the temperature falls changes 
involving absolution of heat occur. The rectilineal nature of the lines 
permits, however, of settling between these opposite explanations. 

The increase in the heat of dissolution of a salt with rise of tem¬ 
perature is an inevitable consequence of the specific heat of the solu¬ 
tion being less than the sum of the specific heats of its components, 
the anhydrous salt and water, and the greater this difference is the 
greater will be the increase in the heat of dissolution of a salt pro¬ 
duced by rise of temperature. In every case the change which occurs 
consists in the sudden lowering of this rate of increase as certain 
higher temperatures are reached, that is, the difference between the 
specific heat of the solution and the sum of those of its components 
becomes suddenly diminished; such a diminution implies decomposition 
and not combination; the sudden alterations are, therefore, due to suc¬ 
cessive simplification of the particles constituting the solution. 

The bearing of these observations on the nature of dissolution is of 
considerable importance. If dissolution be but the result of a purely 
physical attraction of the salt for water, involving no combination of 
a chemical nature, that is, in which a certain definite number of 
molecules are concerned, it is obvious, I think, that a rise of tem¬ 
perature could produce alterations of a uniform nature only. Sudden 
alterations are characteristic of changes in the component particles of 
a complex structure, exemplified by the re-arrangement of atoms in 
moleoules (ordinary chemical change), or the re-arrangement or aggre¬ 
gation of a large number of molecules themselves (changes in stato 
from liquid to solid, &c.). The changes here may consist either of 
the diminution of the degree of hydration of the dissolved salt, or in 
a redaction of the number of the molecules which are united to form 
those complex aggregates, which are probably the acting units of 
which liquids are composed (comp. Ghem. News , 54, 215). 

Between those ranges of temperature where the heat of dissolution 
of a salt is represented by a straight line, the specific heat of the 
solution will of necessity remain constant. At the points where the 
rate of increase of the heat of dissolution is lowered, the specific heat 
of the solution will be increased.* No experiments have yet been 
made which would show that the specific heat is constant through 
certain small ranges of temperature, but the well-established fact that 
for considerable ranges it is higher at high than at low temperatures, 
agrees well with the present observations; these observations, indeed, 
affording an explanation of the fact. 

* The specific beet of water and of the salt being practically constant within 
these small ranges, that of the solution only need be considered. 
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Tilden's experiments on tliis same subject ( Troc . Hoy. Soc. 7 38, 
401) would appear to bear out the conclusion that the rate at which 
the heat of dissolution of a salt is influenced by the temperature, is 
diminished as the temperature rises, and, if correct, would tend to 
show that further changes occur at temperatures higher than those 
reached in my work. Thus :— 


Pickering. 


Rate with sod. sulphate .. | 

„ pot. sulphate • • ^ 

„ pot. nitrate.... -| 

„ sod. carbonate.. | 


2—IS 0 

A 

15—25° 

Tilaen. 

32—64° 

85 cal. 

56 cal. 

25 cal. 

3—14° 

14—27° 

(sample G) 
15—45° 

99 cal. 

85 cal. 

17 cal. 

3—12° 

12—25° 

15—53° 

, 44 cal. 

33 cal. 

11 cal. 

'4—19° 

19—25° 

22—52° 

. 67 cal. 

53 cal. 

22 cal. 


Tilden’s result, however, must, I venture to think, be accepted with 
considerable reservation for the following reason:—The principle 
connecting tho heat developed in any chemical reaction with the 
specific heats of tho reagents and product was first enunciated by 
Person in the equation Q T = Qf + (U—V)(T—-tf) (Q being the heat 
evolved at T and £, and U and V the specific heat of the reagents 
and compound respectively), and is accepted on all hands as 
necessarily true, and as one of the fundamental principles on 
which thermochemistry depends; indeed if it were not true, if 
Qt<Q* + U—V, we should have a citation of energy, and by con¬ 
tinually repeating a series of operations (in this case, for instance, 
dissolving the salt at t, heating the solution to T, crystallising 
out the salt, and cooling it and the water again to £)> perpetual 
motion would be produced. Now Tildon certainly recognises the 
obvious truth of Person's principle, and indeed (p. 406) accepts it 
as applied to the question of dissolution itself; yet the whole object 
and the chief result of his paper is to prove that it is not applicable. 
In the caso of each salt examined, he arrives at the conclusion 
that Q t <Q* + U~V. This result is impossible: either the values 
he obtains for Q x and Q* (heat of dissolution) are incorrect, or the 
values token for IT and V (the specific heat of salts and solntions 
given by Kopp and Marignac) are incorrect. Q T must be equal to 
q, + U_V# 


* The only case in which the observed value for Qt could differ from that calcu¬ 
lated from Q* and the specific heats, would be if the solution obtained by dissolving 
the salt at the higher temperature T was not identical with that obtained by 
VOL. LI. Z 
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As both Marignac’s and Kopp’s determinations of the various 
specific heats are too concordant to permit ns to imagine that they 
contain an error of a magnitude sufficient to account for the difference 
in the values calculated and found for Q T , we must necessarily 
suppose that the error occurs in Tilden’s experimental numbers, a 
supposition which will appear more probable on a closer examination 
of his results. When his determinations with potassium sulphate, for 
instance, are compared with those of other physicists, we find— 

Heat of dissolution at 15°. 
t — 6956* cal. (Favre) 

— 6826 „ (Pickering) 

— 6636 „ (Thomsen) 1 

— 6580 „ (Berthelot) J 

— 5338 „ (Tilden) 

indicating an error amounting to 1200 or 1300 cal. In like manner, 
his results with potassium nitrate, judged by comparison with the mean 
deduced from those of Thomsen, Berthelot, Favre, and myself, is 
roughly 500 cal. too low, with hydrated sodium carbonate 500 cal. 
too low, and with hydrated sodium sulphate 900 cal. too low. Where 
errors of such magnitude occur in his experiments at the ordinary 
atmospheric temperature, 15°, it would he useless to attach any value 
to the conclusions drawn from experiments at higher temperatures, 
where the difficulties are increased tenfold, especially as these conclu¬ 
sions depend on differences not greater (94 to 1200 cal.) than the errors 
observed in those determinations which should he most accurate* 

Setting aside, then, Tilden’s direct determination of the heat of 
dissolution of salts at temperatures above 25°, our only means of 
obtaining any light on the subject will he from the specific heats of 
their solutions at these temperatures. 

heating a colder solution up to T. Such a view, however, can hardly bo suggested, 
and is not even hinted at by Tilden. 

t There is some uncertainty about the temperature and degree of dilution in 
Favre’s experiment. Berthelot quotes a determination by Ghodin as id en t ic al -with 
his own and Thomsen’s, and also one by Graham giving —6600 cal. 

My own results in the case of all the normally anhydrous salts give somewhat 
higher numbers than those of Berthelot and Thomsen, duo partly to my having 
generally employed a larger proportion of water than they did, and partly to the 
special precautions which I took to deprive the specimens of all traces of enclosed 
water. 

The actual proportion of water used by Tilden was 100 H 3 0, whereas the other 
physicists used 200 or 400 H s O ; the smaller proportion of water would entail a 
absorption of heat on dissolving the salt, though the rednotion could scarcely 
amount to the 1200 or 1300 cal. which Tilden’s results indicate. An experiment, 
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The quantity IT — Y gives the difference between the heat of dissolu¬ 
tion at temperatures 1° apart, that is, the rate of increase in the heat of 
dissolution. In Table XXI (p. 332), values for this quantity are given for 
various degrees of dilution, and for two ranges of temperature, as cal¬ 
culated from the results of Marignac (Ann. Chim. Phys . [5], 8, 416). 
My own direct determinations of the rate are also inserted in the table, 
and are distinguished by (P). Unfortunately, Marignac did not extend 
hiB observations to solutions as dilute as those employed by myself 
(except in the case of sodium chloride), so that our results are not 
strictly comparable, but it may be inferred from an examination of his 
results with stronger solutions, that the rate which he would have 
found for solutions of same strength as those used by myself would 
have been 5 or 10 cal. larger (with salts of mono- and bi-basic acids 
respectively) than the rates with the strongest solutions which he 
used; these probable values I have inserted in the table in brackets, 
and it will be seen that they confirm in a very marked degree my own 
direct determinations. 

In drawing any conclusions as to the rates at higher temperatures 
given by Marignac's determinations, we must, as he expressly states 
(p. 420), take the general bearing of the results only, and not attach 
much importance to the values obtained in each individual case; on the 
whole, however, it seems certain that the rate of increase is lower be¬ 
tween 20° and 50° than at lower temperatures, indicating that further 
changes do occur beyond those here noticed; that the magnitude 

however, was performed at 15° in which the proportion of water taken was 100 HgO, 
and the value obtained for the heat of dissolution was — 6183 col. This, however, 
did not represent the whole absorption, for it was found that some of the salt had 
remained undissolved in spite of the experiment having lasted as long as 23 minutes, 
the stirrer having been worked rapidly throughout, and notwithstanding that the 
salt had been previously sifted through the finest silk. In the experiment, the tem¬ 
perature of the liquid fell to 11 * 7 ®, and according to Kopp’s determination, a 
saturated solution at this temperature contains 10*4 parts of salt to 100 of water, 
whereas a solution of Kj}S0 4 in 100 H«0 would contain 9*7 of the salt, that is, it 
would be very nearly saturated; it is difficult to understand how Tilden could have 
obtained such a solution of snoh a difficultly soluble salt, unless he had allowed a 
length of tune for the operation quite inconsistent with obtaining resultB having tho 
least pretensions to accuracy j it would be legitimate to suggest that he may have 
omitted to notice that some of the salt remained undissolved in this case, were it not 
that his results at higher temperatures, when the solubility is considerably greater, 
show a still larger error when compared with those of Berthelot, Thomsen, and 
myself. 

A second attempt to determine the heat of dissolution in 100 H 3 O gave the same 
results, hut, by determining the amount of salt which had been dissolved, as well 
as the rate of cooling by a blank experiment performed immediately afterwards, a 
fairly trustworthy value was obtained: it was —6316 cal., a number smaller than 
those obtained with the weaker solutions, but still showing an excess of 1000 caL 
over that given by Tildon. 

z 2 
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Table XXI.— Bate of Increase of the Heat of Dissolution with Bise of 

Temperature. 


Salt. 


KOI. 

NaCI . 

SrCl*. 

Sr(NO s ) 3 .... 

KN0 3 . 

Na 3 CO s .... 
KaCjHjOg ■ • 

KjS o 4 . 

MgS0 4 . 

CuS0 4 . 


Proportion of water. 

Tempera¬ 

ture. 

25H a O. 

50H 2 0. 

1 

200HsO. 

400H 3 0. 

J 

r 27 

31 

36 

(41), 39 (P) 

_ 

17—22° 

1 

L 25 

30 

34 


— 

20—51 

J 

r 17 

23 

30 

(35), 31 (P) 

— 

16—20 

1 

L 16 

21 

24 


— 

22—52 

J 


57 

68 

75 

(85), 81 (P) 

21—26 

i 

L — 

55 

66 

77 

— 

19- 51 

J 


— 

47 

55 

(65), 61 (P) 

21—26 

1 

— 

30 

47 

58 

— 

19—51 

J 

15 

22 

30 

(35), 38 (P) 

— 

18—23 


L 14 

19 

21 


— 

22—52 

j 

- 

17 

36 

42 

(52), 53 (P) 

21-26 


L — 

13 

28 

33 

— 

21—52 

j 

r-13 

- 8 

+ 2 

(7), 1(E) 

— 

20-25 

1 

L —15 

-10 

- 7 


— 

19—52 

j 

r - 

— 

65 

75 

(85), 85 (P) 

18-23 

1 

L — 

— 

54 

63 


22—52 

1 


44 

55 

75 

(85), 59 (P) 

19-24 

1 

L — 

40 

54 

74 

— 

22—62 

j 

r — i 

37 

48 

56 

(66), 68 (P) 

18—23 

1 

L — 

28 

36 

46 

—“ 

22—53 


of these changes, however, is probably less at the higher temperatures, 
for the greatest decrease in the rates observed does not exceed 12 cal. 
in this interval of 30°. That the change should be less marked as the 
temperature is higher, is strictly in accordance with my own observa¬ 
tions in those cases where two changes were noticed. 


Water of Grystallisation. 

The heat of combination of the solid salt with its water of crystal* 
lisation (solid) is the difference between the heat of dissolution of 
anhydrous and hydrated (corr.) salt. The result is givon diagram- 
matically at the foot of each Plate, the marked points showing the 
values deduced at various temperatures from the straight lines givon 
by the heat of dissolution, and not from the mere experimental 
results at those temperatures. 

In drawing any conclusion as to the variation of the heat of com¬ 
bination of the salt with its water, it must be remembered that its 
value is given by the combination of two independent quantities, and 
that the errors made may be considerable unless these conclusions be 
of a general nature only. 
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Although any sudden change which occurs in this value can occur 
only at the temperature whore the rate of increase of the heat of dis¬ 
solution alters, an alteration in this latter rate is by no means always 
accompanied by a change in the solid crystallised salt. In about one- 
half of the cases here investigated, the change in the conditions of the 
salt when dissolved is not accompanied by any change in the solid 
hydrated salt. Thus although the rate of increase of the heat of 
solution of the nitrates of strontium is twice lowered between 3° and 
25°, the heat of combination of Sr(N0 3 ) 3 4- 4HjO is represented by 
a straight line throughout. Nearly every table exhibits instances of a 
similar character. 

Between the limits of 3° and 25° there is certainly a general ten¬ 
dency for the heat of combination to decrease; although the decrease 
is not large. The total decrease in the various cases is— 


Sodium carbonate. 165 cal. 

Rochelle salt. 100 „ 

Strontium chloride . 95 „ 

„ nitrate. 95 „ 

Sodium acetate. 30 „ 


With strontium nitrate, and possibly with sodium acetate, this 
decrease is continuous throughout the whole 22° range, but in the 
other cases it is more or less confined to the higher temperatures, the 
rate of decrease per degree is consequently greater in these cases 
than would be given by dividing the above total decrements by 22. 
The rates are— 


Na 1 CO„10H 2 0. 

.. 14*7 cal, per degree 

7—25° 

SrCl s ,6HjO. 

.. 9-5 


10—25 

NaK0 1 H 1 O„4H i 0.... 

.. 8-5 „ 


8-20 

Sr(N0 3 ) a ,4H a 0. 

.. 4-3 „ 


3—25 

Na0 J H,0 a ,3H 1 0 .... 

.. 4-5 „ 


21—25 


The general order of the rate of decrease is according to the amount 
of water contained in the salt, and this affords some confirmation of the 
correctness of the observed values, but they must still be accepted with 
considerable reservation. With sodium carbonate, the decrease is less 
above 17° than it is between 17° and 7°, but the difficulties attending 
the examination of the anhydrous salt render it impossible to attach 
much value to this apparent change at 17°. Again, with sodium acetate, 
an increase of the rate of diminution above 21° is very doubtful, and 
the whole line between 3° and 25° may well be perfectly straight; if 
we take the exact course indicated by the plotting in this case, the 
heat of combination from 21° to 8° is absolutely constant, while from 
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8° to 3° there is a slight rise. With Rochelle salt, the rise at tho 
higher temperatures, 20—25°, is altogether exceptional, and from tho 
paucity of experiments with the anhydrous salt in this region, cannot 
be regarded as well authenticated. 

In two cases, there is a marked diminution in the heat of combina¬ 
tion as the lower temperatures are attained, thus with— 

Sodium carbonate, decrease from 7—4° = 70 cal., or 23 cal. per 
degree; 

Strontium chloride, decrease from 13—3° = 50 cal., or 5 cal. per 
degree; 

while with Rochelle salt, the increase, which was 8*5 cal. per degree 
down to 8°, becomes reduced at that temperature to 3 cal. per degree; 
the actual plottings, also, with strontium nitrate indicate a change in 
the same direction below 7°, but it is too small to be relied on. Here 
again the sharpness of the decrease at low temperatures follows tho 
order of the degree of hydration of the salt. It is not difficult to 
understand how a diminution in the heat of combination of the salt 
with its water may occur at temperatures which are not far removed 
from those at which the water molecules present would, if free, 
aggregate together, and assume a crystalline form peculiar to them¬ 
selves. This tendency to unite with each other would, as soon as it 
began to he appreciable, loosen the energy with which they were 
attached to the salt, and the greater the number of water molecules 
present the greater would be the effect thus produced, as is indicated 
in the present results. 

The general tendency above 7° or 8°, however, is towards a diminu¬ 
tion in the heat of combination as the temperature rises, and as 
precisely the opposite conclusions were deduced from my provious 
work on the sulphates, the cases of the copper aud magnesium salts 
were re-examined. The rapid rise in the case of the coppor salt was 
found to be entirely erroneous, owing to the wrong valuos obtained 
for the heat of dissolution of the anhydrous salt. The present results 
indicate a resemblance to the conditions found with the other salts, 
there being an increase from 4° up to 10°, followed by a decrease as 
the temperature rises to 20°. This alteration, however, must be looked 
upon as very uncertain, the actual experiments, shown here by crosses, 
indicate no appreciable change between 7° and 17°. The increase 
previously observed in the case of magnesium sulphate is confirmed 
to a certain extent by the more recent results. The heat of combina¬ 
tion increases by 80 cal. from 3° to 17° (the highest temperature 
noticed in any case at which the heat of combination is incr easing ), 
but above that point it begins to decrease rapidly, instead of showing a 
small further increase, as this decrease, however, depends pn deter mi n e - 
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tions at 20° only, it must not be insisted on; similarly with the change 
at 12°. My former results on this point with other salts cannot, 
of course, be accepted as being of any appreciable value; it may 
be observed, however, that the results with potassium copper sulphate 
are in accordance with my present work, there being an increase in 
the heat of combination from low temperatures up to 13—15°, after 
which there is no further increase; and so also with sodium sulphate, 
the rapid decrease noticed between 16° and 25° is analogous to that 
noticed in the case of the other highly hydrated salt, sodium car¬ 
bonate. 


Conclusion. 

The main rosults arrived at in the present work may be briefly sum¬ 
marised as follow:— 

1. The heat of dissolution of a salt increases uniformly with the 
temperature up to a certain point, when the rate of increase is 
suddenly lowered, and this fresh rate continues uniform till lowered 
again at some higher temperature. 

2. These sudden alterations in the rate indicate the occurrence of 
some fresh heat-absorbing action, as the temperature rises; this action 
may be the decomposition of some hydrate in solution, or the simpli¬ 
fication of the aggregates constituting the true molecules of the 
solution. 

3. As far as the prosent experiments extend, it would appear that 
the temperature at which the first alteration in the rate occurs is 
lower, and the successive alterations are more frequent, according as 
the salt is more highly hydrated in the normal solid condition, 

4. The alterations at higher temperatures are of smaller magnitude 
than those at lower temperatures. 

5. The rate at which the boat of dissolution is found to increase 
with the temperature is confirmod by the rosults deduced for the 
specific boats of the solutions, and those indicate that further altera¬ 
tions in the rates occur at temperatures betwoen 25° and 50°. Tilden’s 
direct determination of the rates in certain cases at these higher 
temperatures must be regarded as doubtful, since they are entirely at 
variance with the specific heats. 

6. The heat of combination of a solid salt with its water of crystal¬ 
lisation would appear to be diminished by a rise of temperature, the 
diminution being more marked as the amount of water present is 
greater. At low temperatures, the reverse is the case, the effect of 
temperature being, probably, more than counterbalanced by the 
tendency of the water molecules to leave the salt in order to combine 
with each other. In the most highly hydrated salts, this diminution 
with fall of temperature is most apparent. 
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It has been objected that it is improbable that the molecules of 
solids and liquids should undergo changes in their constitution at 
every few* degrees, as is shown by the present work; but we certainly 
have very little grounds on which we can consistently maintain 
such a view. Of the constitution and complexity of solid and liquid 
molecules we know nothing, their percentage composition alone is 
known to us; and till we have some knowledge, however slight, of 
what these unknown units may be, I venture to think we should be 
content to investigate, without entering into any useless discussion of 
probabilities. 

Additional Note .—In the discussion which followed the reading of 
this paper Dr. Wright suggested that the lines representing the heat 
of dissolution of the salts might in reality be curves represented by 
formulae such as 1 + act + fit 2 , instead of being combinations of 
straight lines. I have consequently examined some of my results in 
accordance with this suggestion. With potassium chloride, two curves 
were calculated, taking the experiments at 3° and 6° as origins, and 
deducing the values of a and 8 from four and three other pairs of 
experiments in the series; these two curves were then combined into 
one, and all the values given by it altered to the extent necessary to 
render the sum of the negative and positive errors of the observed 
values equal. The equation for this curve was:— 

M = — 5123 + 48*05 (t - 3) - 0 315 (t - 3)’, 

and the differences between the values calculated from it and the 
observed values at each successive degree were as follows:— 


25 ®. 24 °. 

28 °. 

22 °. 

21 °. 

20 °. 

19 °. 

18 °. 17 °. 

-4 -2 

-3 


+ 5 

+ 6 

+ 7 

+ 3 +10 

16 °. 

15 ®. 

14 °. 

13 °. 

12 °. 

11 °. 

10 ®. 

— 5 

+ 6 

+ 3 

0 

-8 

-6 

-12 

9°. 

Sf. 

r. 

6 °. 

5 °. 

4 °. 

8 ®. 

— 14 

-9 

— 2 

+ 1 

+ 3 

+ 6 

+ lloal. 


Now the average of these differences is 5*1 cal., a q uan tity three 
times larger than that given on the supposition that the results are 
represented by two straight lines (Table I); but that which tolls far 
more strongly against the curvilinear nature of the results, than 
the mere increase of the average error which it would eutail, is the 
arrangement of the errors according to their signs; instead of the 
positive and negative errors occurring indiscriminatoly, as they do in 
Table I, they are here arranged in groups, the observed results being 
uniformly above the curve throughout certain intervals, and uniformly 
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■below throughout others, the arrangement, in fact, is exactly what 
would follow from the observed results boing made up of two straight 
lines meeting at 9° or 10°; and that such, and not a curve, is their 
nature, is, I think, thus proved beyond question. 

Taking the results at 15 points in the case of hydrated strontium 
nitrate, the equation obtained was M = *— 7724 4 95 SQ — 3) — 
0*83 (£ — 3) a , and the differences between the values given by this 
equation and the observed results from 25° downwards were— 

-14, + 4, 4 2, 4 4, + 1, 4 8, 4 21, 4 14, 4 21, + 10, 4 4, 
4- 16, + 11, 0, - 16, - 10, - 13, - 20, - 14, -9,-7, 

— 8 , 4 - 6 , 

the distribution of the signs of these differences showing clearly that 
the curve is inapplicable, while an attempt to apply it raises the 
average error from 5 8 to 10 1 cal. 

With sodium chloride, the application of a curve represented by 
M = — 1772 4- 42 1(£ — 3) — 0*36 (t — 3) 3 raises the average dif¬ 
ferences from 3 2 to 5*4 cal., the signs of the differences being 
arranged in a manner closely resembling those with strontium nitrate. 
With potassium nitrate, the formula M = — 9047 4- 46 3(£ — 3) — 
0 41 (t — 3) a increases the grouping together of differences of like 
signs, but does not increase the average difference much, namely, 
from 4*3 to 5*8 cal. only. 

With hydrated sodium acetate, where the differences given in 
Table XI are higher than the average, the curve equation obtained 
was M = — 234 4 18*35(£ — 3) — 0*315(£ — 3) a , which gave the 
differences from 25° downwards as being— 

4- 11, — 6, 4- 6, +6, 

- 3, - 6, 4 5, - 4, 4 8, 0, 4 2, 412, f 1, - 5, - 8, - 7, - 12, 
-19, -17, - 10, 4- 7, 4- 9, 4-16. 

Here the results obtained at the higher temperatures might he 
expressed by the curve, hut those at lower temperatures are clearly 
not expressible in such a manner, indeed from 21° downwards the 
sign of the differences follows exactly the order which would be 
produced by two straight lines meeting at abont 8° and cutting the 
curve at three points. The application of this curve would double the 
average error of the observed results from 3*9 to 7 8 cal. 

With hydrated sodium carbonate, the equation obtained was 
M = — 1827 4 109 85 (t - 3) - 1*195 (t - 3) a , which gave the 
differences from 25° downwards to be— 

4 3, 4 1, — 6, 4 4, — 5, 

-14,-19, 4 7, -26, - 18, 4 11, 4 14, 4 28, 419, 4 7, -6, 
- 16, - 9, 4 2, 4 11, 4* 10, - 19, 
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the average of which is 11*7 cal. instead of the 7*5 cal, given by 
representing the resalts by three straight lines, while the arrangement 
of the positive and negative differences is on the whole such as would 
be produced by three straight lines cutting the curve. 

Thus, in every case which has been investigated it is found 
impossible to express the experimental results by means of a curve 
with anything like the same degree of accuracy as they can be by two 
or three straight lines; the latter, then, is evidently their nature. 


Table A .—Heat of Dissolution of Potassium Chloride. KOI = 74*40; 

-L mol, = 12*600 grams. 

12 


t°. 


M at t. I M at T. Whole degrees C. 


Series with Thermometer ’08 A. 


1. 12-644 

24*96 

1 -1701 

-4201 cal. 

2. 12-657 

23 *92 

1*1828 

—4242 „ 

8. 12-678 

22*85 

1*1940 

-4275 „ 

4. 12-591 

21*985 

1*1955 

-4309 „ 

5. 12-601 

20*895 

1*2074 

-4349 „ 

6. 12-650 

20*05 

1*2224 

-4386 „ 

7. 12-620 

18*82 

1*2315 

-4429 „ 

8. 12-650 

17-93 

1*2423 

-4457 „ 

9. 12 682 

17*07 

1*2623 

-4522 „ 

10. 12-627 

36*005 

1 *2676 

-4556 „ 

11. 12-671 

15*005 

1*2809 

-4588 „ 

18. 12-610 

14*03 

1-2864 

-4630 „ 

13. 12-603 

12*01 

1*3054 

-4697 ■„ 

14. 12-538 

12*05 

1*3024 

-4714 „ 

15. 12-620 

10*01 

1*3318 

-4789 „ 

16. 13-611 

8-00 

1 *8565 

-4881 „ 

17. 12 593 

5-965 

1 *3835 

-4986 „ 

18. 13-651 

3*925 

1 -4175 

-5084 „ 

19. 12-631 

3*08 

1*4270 

-5126 „ 


-4200 cal. at 25° 

-4240 


24 

-4273 

ft 

23 

-4308 

tt 

22 

-4346 

39 

21 

-4388 

99 

20 

-4422 

99 

19 

—4454 

99 

18 

-4524 

99 

17 

-4556 

tt 

16 

-4588 

99 

15 

-4030 

99 

14 

-4707 

it 

12 

-4789 

99 

10 

-4881 

99 

8 

-1981 

91 

6 

—5080 

99 

4 

-5129 

99 

3 


Series with Thermometer *61 A. 


20. 12-621 

23*89 

1*1835 

21. 12-613 

21*895 

1*2064 

22. 12-639 

19*98 

1*2251 

23. 12-622 

18*02 

1*2437 

24. 12-622 

16*93 

1*2559 

25. 12 671 

15 *935 

1*2688 

26. 12-675 

15*00 

1*2831 

27. 12-700 

14*00 

1*2945 

28. 12-613 

13*04 

1*2966 

29. 12-622 

10*98 

1*3221 

80. 12-610 

9*055 

1*3413 

81. 12-620 

6*91 

1*3744 

82. 12-588 

4*98 

1*3960 

88. 12-608 

2*99 

1*4165 


-4258 cal. 1 

1 -4254 cal. at 24° 

-4325 

39 

-4320 

st 

22 

-4401 

99 

-4401 

99 

20 

-4473 

39 

-4174 

,1 

18 

-4517 

39 

-4514 

99 

17 

-4546 

99 

—4544 

t9 

16 

-4596 

93 

-4596 

” 

15 

-4628 

99 

-4628 


14 

-4667 

39 

-4669 

9f 

13 

-4755 

99 

-4755 

lf 

11 

-4828 

99 

-4830 

9f 

9 

-4943 

99 

-4939 

f9 

7 

-5033 

99 

-5083 


5 

-5138 

99 

-5188 

99 

3 
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to. 

a 

n 

Mat*. 

M at T. Whole degrees C. 


Set 

-ies with *3 

thermometer 

’08 B. 

34. 12*543 

24 905 

1-1666 

-4222 cal 

-4218 cal. at 25° 

85. 12*608 

23 015 

1 -1913 

-4289 „ 

-4290 „ 23 

86. 12 519 

21 *09 

1*2059 

-4372 „ 

-4374 „ 21 

37. 12'512 

19-045 

1 *2292 

— 4448 

-4450 „ 19 

38. 12-538 

16*87 

1*2519 

-1532 „ 

-4527 „ 17 

89. 12-591 

14-94 

1-2779 

-4G06 „ 

-4604 „ 15 

40. 12 562 

13 005 

1 -2954 

-4680 „ 

—4000 „ 13 

41. 12*555 

4-02 

1-4094 

-5093 „ 

-5092 „ 4 


Series with Thermometer ’61 B. 

42. 12*603 

25-00 

1-1760 

-4233 cal. 

-4232 cal at 25° 

43. 12*564 

22-94 

1-1875 

-4292 „ 

—4289 „ 23 

44. 12*604 

20*975 

1-2112 

-4374 „ 

-4374 „ 21 

45. 12*576 

18 955 

1-2317 

-4117 „ 

—4451 „ 19 

46. 12 620 

10-883 

1 *2586 

-4528 „ 

-4522 „ 17 

47. 12 596 

14 96 

1 -2762 

—1599 „ 

-4596 „ 15 

48. 12-582 

13 01 

1 -2978 

4082 „ 

-4681 „ 13 


Table B .—Seat of Dissolution of Sodium Chloride. 

i mol . = 9’727 grams. 
o 


Nad = 58 365 ; 


Series with Thermometer ’08 A. 


1 . 

9-935 

24-96 

0 -2847 

-1029 

2. 

9 906 

23-905 

0-2965 

-1066 

8. 

9-785 

23 885 

0-2848 

-1037 

A 

9 922 

22-84 

0 3004 

-1078 

5. 

9-744 

22-795 

0*2986 

-1088 

6. 

9-718 

21 -98 

0 -2973 

-1090 

7. 

9-800 

22 *035 

0-3031 

-1110 

8. 

9-804 

20 895 

0 *3143 

-1141 

9. 

9-852 

20 05 

0 -3241 

-1172 

10 . 

9-715 

18 81 

0 -3293 

-1207 

11. 

9-805 

17 93 

0*3445 

-1243 

12. 

9 734 

17 *05 

0-3467 

-3260 

13. 

9-721 

16 03 

0-3560 

-1304 

14. 

9-628 

15 -00 

0 3612 

-1336 

15. 

9-618 

14*03 

0-3696 

-1368 

16. 

9-631 

13 48 

0*3671 

-1371 

17. 

9-872 

12-01 

0*3916 

-1411 

18. 

9-794 

10 -01 

0*4074 

-3481 

19. 

9-979 

7 995 

0*4345 

-1550 

20. 

9-871 

5*97 

0*4574 

-1649 

21. 

9-887 

3*925 

0-4831 

-1739 

22. 

9-839 

3 08 

0-4893 

-1770 


-1028 cal. at 25° 

i ™!}- 1060 » 24 

=K - 1082 » 28 

-ms } -1102 •• 22 

-1138 „ 21 

-1174 „ 20 

-1202 „ 19 

-1239 „ 18 

-1268 „ 17 
-1304 „ 16 

-1336 „ 15 

-1309 „ 14 

-1411 „ 12 

-1481 „ 10 

-1550 „ 8 

-1649 „ 6 

-1736 „ 4 

-1774 „ 3 
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Wholo degrees 0. 


Series with Thermometer ’61 A. 


23. 9*934 24*93 

24. 9 850 23 89 

25. 9*928 22*955 

26. 9*842 2L*90 

27. 9 *907 20 *905 

28. 9 *841 19 *995 

29. 10-828 18*955 

30. 9*900 16*905 

31. 9*860 15*005 

32 9*850 13*03 

33. 9*909 10*985 

34. 10*000 9*055 

35. 9*899 6*905 

36. 9*923 4*98 

37. 9*779 2*99 


0*2817 

-1024 cal. 

0*2873 

-1039 „ 

0*2998 

-1075 „ 

0*3053 

-1105 „ 

0*3148 

-1132 „ 

0*3208 

-1161 „ 

0*3616 

-1189 „ 

0*3486 

-1254 „ 

0*3154 

-1320 „ 

0*3823 

-1382 „ 

0*4025 

-1416 „ 

0*4282 

-1325 „ 

0*1116 

-1599 „ 

0*4723 

-1695 „ 

0*4876 

-1775 „ 


—1020 cal. at 25° 

-3037 „ 24 

— 3073 „ 23 

-1102 „ 22 

-1130 „ 21 

-1102 „ 20 

— 1188 „ 39 

-1252 „ 17 

-1320 „ 15 

-1382 „ 13 

-1444 „ 31 

-3527 „ 9 

-1595 „ 7 

-1695 „ 5 

-1775 „ 3 


Series with Thermometer *08 B. 


38. 9'913 

21*905 

0*2844 

-1022 cal. 

39. 9-930 

23*01 

0*2974 

-1071 „ 

40. 9 -814 

21*09 

0*3134 

-1337 „ 

41. 9-796 

19*045 

0*3259 

-1185 „ 

42. 9-867 

16*865 

0*3481 

-1259 „ 

43. 9-812 

14*94 

0*3698 

— 1312 „ 

41. 9-831 

13*005 

0*3838 

— 1390 „ 

48 . 9-837 

4*02 

0*4785 

-1731 „ 


-1021 cal. at 25° 
-1072 23 

-1138 ,, 21 

-1190 „ 19 

-1254 „ 17 

-1336 „ 15 

-1390 „ 13 

-1732 „ 4 



-3025 cal. at 25° 
-1071 „ 23 

-1131, „ 21 

-1192 „ 10 

-1211 „ 17 

-1315 „ 15 

-1382 „ 13 
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Table 0 .—Seat of Dissolution of Potassium Nitrate. KN0 3 = 100'92; 

I 


- mol. = 16*82 grams . 
0 


to. 

f. 


M at t. ] 






M at T. "Whole degrees C. 


Series with Thermometer ’08 A. 


1. 16-943 

2. 1C 886 

3. 17-015 

4. 16-906 

5. 16-871 

6. 16-882 

7. 16-853 

8. 16-885 

9. 16-688 

10. 16-605 

11. 16-792 

12. 16-635 

13. 16-927 

14. 16-926 

15. 16 890 

16. 18-715 

17. 16-913 

18. 16-777 

19. 16-936 

20. 16-400 

21. 16-917 

22. 16-729 
28. 16-910 
24. 16-774 


21-95 

2-2622 

-8223 

cal 

23-905 

2 2673 

-8268 

» 

22 85 

2*2886 

-8282 

93 

21 -985 

2*2803 

-8305 

1> 

20-895 

2-2810 

-8339 

99 

20 05 

2 2946 

-8369 

99 

18-805 

2-301G 

-8420 

99 

1794 

2 -3156 

-8413 

99 

17 91 

2*2912 

-8464 

99 

17-06 

2-2015 

-8496 

99 

16-91 

2-3140 

-8187 

99 

16-025 

2-2905 

-8500 

99 

15 02 

2-3474 

-8542 

99 

14 98 

2-3501 

-8549 

99 

14 03 

2*3555 

-8587 

99 

13-92 

2-0061 

-8574 

99 

13-535 

2-3654 

-8500 

99 

13 -515 

2-3419 

-8593 

99 

12 01 

2-3838 

-8666 

99 

10-09 

2 -3305 

-8749 

99 

8-00 

2-4249 

-8823 

99 

6-97 

2 *4253 

-8924 

99 

3-93 

2-4774 

-9016 

99 

3-08 

2 -4506 

-9026 

99 


—8220 cal. at 25° 



-8262 

99 

24 


-8281 

99 

23 


-8305 

99 

22 


-8336 

99 

21 


-8372 

99 

20 


-8112 

99 

19 

- 8142 1 

- 8161 J 

h -8152 

93 

18 

-(8497)1 
- 8483 J 

[■ -8488 

99 

17 


-8502 

9i 

16 

- 8543 1 

- 8548 

[• -8540 

99 

15 

- 8590 1 

- 8579 J 

-8580 

99 

14 


-8666 

99 

12 


-8751 

99 

10 


-8823 

99 

8 


-8024 

99 

6 


-9013 

99 

4 


-9031 

99 

3 


Series -with Thermometer ’61 A. 


25. 

16-622 

23*83 

2*2602 

-8204 caL 1 


-8266 oal. at 24° 

26. 

16-886 

22*96 

2-2780 

-8307 

»i 


-8306 


23 

27. 

16*910 

21-90 

2-2897 

-8389 

99 

- 8372 1 

-8335 

ii 

22 

28. 

16-903 

19*95 

2*2891 

-8374 

99 

000-1 


©A 

29. 

16-826 

19-776 

2-2946 

-8399 

J) 

- 8390 . 

■ OuOJL 

ii 


SO. 

16*758 

18*956 

2-2033 

-8428 

99 


-8425 

it 

19 

31. 

16-83-1 

18*005 

2*31.31 

-8462 

99 

- 8462 * 




32. 

16*683 

17-92 

2 *2921 

-8104 

99 

- 8469 

\ -8465 

i« 

18 

33. 

16-761 

17 86 

2-8075 

-8479 

99 

- 8473 



34. 

16*851 

16 *03 

2*3226 

-8488 

99 


-8484 

ii 

17 

35. 

16*914 

15-935 

2*3421 

-8627 

99 


-8524 

ii 

16 

36. 

16*885 

15 ‘005 

2*3461 

—8564 

99 


-8554 

ii 

15 

37. 

16*938 

13‘99 

2*3665 

-8604 

)9 


-8604 

ii 

14 

38. 

16*937 

12*925 

2*3610 

-8585 

99 

- 8581 1 

L — 


-io 

39. 

16*949 

13*05 

2*3752 

-8629 

99 

- 8630 j 

r OWUw 

ii 

AO 

40. 

16*367 

10 *98 

2*3613 

-8681 

99 


-8681 

ii 

11 

41. 

16*889 

9*05 

2*4035 

-8762 

» 


-8764 

ii 

9 

42. 

16*858 

6*92 

2*4277 

-8866 

99 


-8862 

ii 

7 

43. 

16*909 

4*97 

2-4586 

-8953 

99 


-8953 

ii 

5 

44. 

16*810 

2-99 

2*4666 

-9035 

99 


-9035 

99 

3 
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Table D.— Seat of Dissolution of Anhydrous Strontium Ohloride, 
SrCl a = 158*04 j JL mol. = 13-17 grams. 


f. 


(f-ty. 


M at tf. 


M. at T. "Whole degrees 0. 


Series with Thermometer *08 A. 


1 . 

13-125 

24-84 

1-6095 

2. 

13 -198 

23 -78 

1 -6099 

3. 

13-215 

22-72 

1*6043 

4. 

13*181 

21*855 

1*5878 

5. 

13*231 

20-765 

1*5835 

6. 

13 -186 

20-635 

1*5743 

7. 

13*255 

19-93 

1*5753 

8. 

13-312 

18-69 

1-5704 

9. 

13-210 

17*80 

1-5495 

10. 

13-250 

16-845 

1-5385 

11. 

13-274 

15-82 

1-5312 

12. 

13*275 

14-815 

1-5234 

13. 

13-321 

13-74 

1-5160 

14. 

13*143 

11-87 

1*4676 

15. 

13 163 

9-93 

1*4469 

16. 

13-208 

7*86 

1-4246 

17. 

13-174 

3*805 

1 -3515 

18. 

13-176 

2*945 

1-3360 


11826 cal. 

11771 

jj 

11706 

jj 

11615 

n 

11540 

it 

11515 

jj 

11459 

jj 

11375 

jj 

11309 

ji 

11195 

)> 

11122 

j> 

11065 

jj 

10973 

jj 

10756 

» 

10596 

jj 

10396 

jj 

9888 

jj 

9817 

» 


11832 cal. at 25° 

11782 

jj 

24 

11724 

jj 

23 

11633 

jj 

22 

} 11554 

j» 

21 

J 11463 

>j 

20 

11398 

jj 

19 

11325 

jj 

18 

11214 

jj 

17 

11132 

jj 

16 

11073 

jj 

15 

10992 

jj 

14 

10773 

jj 

12 

10600 

jj 

10 

10412 

jj 

8 

9912 

j> 

4 

9822 

j> 

3 


19. 13-178 

20. 13-215 

21. 13-201 
22 13-237 

23. 13-210 

24. 13-227 

25. 13-252 
25. 13-267 

27. 13-232 

28. 13-139 

29. 13 234 

30. 13-168 

31. 13-150 

32. 13-153 
38. 13-219 
34. 13-215 


Series with Thermometer ’61 A. 


23-64 

1-6087 

11788 cal. 

22-715 

1-6009 

11685 „ 

21-65 

1-5911 

11632 „ 

19-74 

1-5658 

11414 „ 

18-71 

1-5486 

11306 „ 

17-745 

1-5410 

11236 „ 

16-685 

1-5337 

11162 „ 

15-67 

1 -5319 

11135 „ 

14-80 

1-5177 

11062 „ 

13-775 

1 -4982 

10997 „ 

12-805 

1-4937 

10885 „ 

10-765 

1-4584 

10655 „ 

8-845 

1-4282 

10482 „ 

6-73 

1-4012 

10271 „ 

3-76 

1-3596 

9915 „ 

2-81 

1-3517 

9862 „ 


11800 cal at 24® 

11717 

„ 23 

11650 

„ 22 

11440 

20 

11321 

19 

11250 

18 

11185 

17 

11146 

JG 

11080 

15 

11018 

14 

10908 

13 

10683 

11 

10483 

9 

10294 

7 

9928 

4 

9880 

3 


Series with Thermometer ’08 B. 


35. 

13-196 

24-90 

1*6182 

36. 

13*222 

23-01 

1-6020 

37. 

13*123 

21-09 

1*5694 

38. 

13*175 

19-045 

1-5522 

39. 

13-161 

16-875 

1-5245 

40. 

13-196 

14-945 

1*5061 

41. 

13-146 

14-045 

1-4916 

42. 

13-215 

12*955 

1-4849 


11825 cal 

11830 

eal. 

at 25° 

11693 „ 

11682 

99 

23 

11531 „ 

11523 


21 

11364 „ 

11360 


19 

11168 „ 

11180 


17 

11003 „ 

11007 


15 

10038 „ 

10933 

99 

14 

10832 „ 

10836 

9* 

13 
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to. 

t°. 

( «-t )°• 

M at f. 

M. at T. Whole degrees 0. 

43. 13*213 

44. 13*206 

45. 13*188 

46. 13*205 

47. 13*208 

48. 13*208 

Se 

25*00 

22*94 

20*975 

18*955 

10*88 

14*965 

ries with. 

1-G149 

1*5961 
1*5668 
1*5495 
1*5290 
1*5070 

Thermometer 

11789 cal. 
11657 „ 
11458 „ 
11317 „ 
11103 „ 
11003 „ 

’61 B. 

11789 coL at 25° 
11658 „ 23 

11458 „ 21 

11318 „ 19 

11176 „ 17 

11007 „ 15 


Table E. —Heat of Dissolution of Hydrated Strontium Clilori&e, 
SrCl 2 ,5'992H 2 0 = 265'66; i mol. = 22’138 grams. 


Iff. 


(*-0°. 

m at 2°. 

m at T. 

Whole degree 

sC. 

M at 

T. 




Series w 

ith Thera 

lometer * 

08 A. 





1. 

22*255 

24*96 

0*9866 

-7292 cal. 


-7291 

cal. at 25° 

2531 

cal. 

2. 

22*145 

23*91 

0*9872 

-7333 

»» 


-7326 


21 

2449 


3. 

22*125 

22*85 

0 *9912 

-7370 

it 


—7364 


23 

2361 


4. 

22*192 

21*98 

0*9970 

-7393 

a 


-7393 


22 

2283 


5. 

22*086 

20*885 

0*9968 

-7423 

it 


-7421 


21 

2201 


6. 

22*308 

20*05 

1 *0141 

-7482 



-7484 


20 

2090 


7. 

23*384 

18*815 

1*0692 

-7525 

a 


-7522 


19 

1999 


8. 

22*264 

17*935 

1*0201 

-7536 

it 


-7534 


18 

1938 


9. 

22*237 

17*05 

1*0258 

-7588 

it 


-7590 


17 

1828 


10. 

21*776 

16*01 

1*0128 

-7648 

it 


—7648 

» 

16 

1718 


11. 

21*940 

15*015 

1 *0214 

-7656 

it 

-7656‘ 





12. 

22*210 

14*98 

1 *0310 

-7634 

it 

-7634 

r "^7u4«) 

a 

JLO 

107U 


13. 

22*187 

14*02 

1*0104 

-7713 



-7713 


14 

1561 


15. 

22*155 

13*475 

1*0413 

-7730 

it 







14. 

22*257 

12*01 

1*0509 

-7777 

it 


-7777 


12 

1382 


16. 

22*243 

10*005 

1*0629 

-7758 



-7758 


10 

1298 


17. 

22*238 

8*00 

1*0700 

-7911 



-7911 


8 

1040 


18. 

22*238 

4*935 

1*0985 

-8122 



-8119 


5 

675 


19. 

22 *232 

3*93 

1 *1055 

-8177 



-8173 


4 

570 

91 

20. 

22*262 

3*085 

1*1115 

-8209 

it 


-8201 

a 

3 

485 

29 




Series with Thermometer ’ 

61 A. 





21. 

22*262 

24*925 

0*9886 

—7306 cal. 


—7304 cal. at 25“ 

2521 1 

cal. 

22. 

22*188 

23*885 

0*9881 

-7329 

it 


-7324 


21 

2451 

99 

23. 

22*247 

22*95 

0*9975 

-7377 



-7374 


23 

2351 

yf 

24. 

22*220 

21*90 

1*0033 

-7429 



-7422 


22 

2254 

91 

25. 

22*247 

20*895 

1 *0019 

-7131 

it 


-7430 


23 

2195 


26. 

22*216 

19*99 

1*0096 

-7474 



-7474 


20 

2100 


27. 

22*178 

18*96 

1*0121 

-7506 



-7504 


19 

2014 

99 

28. 

22*238 

17*92 

1-3128 

-7567 



-7561 


18 

1911 

29 

29. 

22*243 

16 905 

1*0258 

-7586 



-7583 


17 

1935 

99 

30. 

22*192 

15*93 

1*0261 

-7605 



-7601 


1C 

1765 

99 

31. 

22*228 

14*83 

1 *0338 

-7652 



-7645 


35 

1070 

99 

32. 

22*252 

13*98 

1*0404 

-7697 



-7696 


14 

1568 


33. 

22*310 

13*05 

1*0481 

-7727 



-7729 


13 

1483 

99 

34. 

22*263 

10*98 

1*0567 

-7807 

it 


-7807 

a 

11 

1300 

99 

35. 

22*228 

9 05 

1 0664 

-7890 



-7894 


9 

1110 

99 

36. 

22*236 

6*905 

1*0856 

-8080 



-8023 


7 

875 

29 

37. 

22*210 

4*98 

1*0932 

-8095 


-8095* 




hA£S 

38. 

22*249 

4*905 

1*0964 

-8106 


-8102 

f — ouyy 

a 

5 

74b 

99 

39. 

22*225 

2*99 

1*1111 

-8221 



-8221 

a 

3 

468 

29 
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Table F.— Heat of Dissolution of Anhydrous Strontium Nitrate. 
Sr(NO») 2 = 211-08; A mol. = 17-59 grams. 

la 


w. 

t°. 

it - o°- 

Mat#. 

M at T. Whole degrees 0. 


1 1 1 

Series with Thermometer ’08 A. 



1. 17-808 

24-96 

0*0023 

-4356 

cal. 

! —4355 cal. at 25® 

2. 17-841 

23*91 

0-6116 

-4415 

9) 

-4408 

99 

24 

3. 17-946 

22-85 

0*6216 

-4461 

>1 

-1460 

1) 

23 

4. 17-810 

21*98 

0*6262 

-4528 

99 

-4528 

>1 

22 

5. 17*801 

20*95 

0 *6350 

-4594 

99 

-4587 

99 

21 

6. 17-682 

20-05 

0-0390 

-4654 

99 

-4657 

93 

20 

7. 17-631 

18-SI 

0-6477 

-4731 

99 

-4720 

39 

19 

8. 17-698 

18-00 

0-7108 

-4760 

99 



18 

9. 18-751 

17-94 

0-6964 

-4767 

99 

93 

10. 17-808 

17-07 

0-6742 

-4875 

99 

-4880 

99 

17 

ll. 17-725 

16-00 

0*6822 

-4957 

99 

-4957 

99 

16 

12. 17-64,1 

15-015 

0*6829 

-4986 

33 

-4986 

99 

15 

13. 17-487 

14*03 

0-6928 

-5102 

33 

-5103 

93 

14 

14. 17-487 

18-43 

0-6946 

-5114 

33 




15. 17-764 

12 01 

0-7174 

-5195 

99 

-5195 

99 

12 

16. 17-723 

10 01 

0-7248 

-5351 

99 

-5351 

93 

10 

17. 17-758 

7 995 

0-7582 

-5496 

J J 

-5J96 

99 

8 

18. 17-693 

4-935 

0-7948 

-5783 

33 

-5776 

93 

5 

19. 17-776 

3*925 

0*8132 

-5889 

33 

-5880 

99 

4 

20. 17-748 

3*08 

0*8195 

-5943 

93 

-5947 

99 

3 


Series with Thermometer ’G1 A. 



21. 17-784 

24-595 

0*6019 

-4360 

cal. 

1 -4340 col. at 26° 

22. 17-880 

23-89 

0-G099 

-4390 


-4385 


24 

23 17-888 

22-955 

0*62(44 

-4466 

_i 

-4463 


23 

24. 17-899 

21*90 

0.6274 

-4513 


-4506 

99 

22 

25. 17-859 

19-985 

0*6424 

-4632 


-4632 


20 

26. 17-882 

18 *95 

0-6555 

-4720 


-4715 


19 

27. 17-905 

18-005 

0*6652 

-4784 

33 

-4784 


18 

28. 17-869 

1C -905 

0-6730 

-4851 


—4841 


17 

29. 17-840 

15*935 

0-6791 

-4904 

)) 

-4900 


36 

30. 17-803 

15*03 

0-6878 

-4976 


-4078 


15 

31. 17-892 

13-975 

0-7027 

-5058 


-3050 


14 

32. 17-864 

13*035 

0 7058 

-5120 


-5122 


33 

83. 17-736 

10-98 

0*7253 

-5267 


-5207 


11 

34. 17-881 

9-05 

0-7687 

-5428 


-5432 


9 

35. 17-820 

6 94 

0-7736 

-5590 


-5586 


7 

86. 17*763 

4*91 

0-7989 

-5791 


-6785 


5 

37. 17-782 

3-96 

0*8125 

-5883 


-5879 


4 

38. 17-791 

2-995 

0-8247 

-5955 

99 

-5955 

99 

3 


Series with Thermometer ’08 A. 



89. 17-744 

20*955 

0*6360 

-4616 

cal. 

1 -4610 cal. at 21° 

40. 17-783 

20-01 

0*6418 

-4661 

99 

! -4662 


20 

41. 17-718 

18*98 

0-6519 

-4788 

39 

-4787 


19 

42. 17-681 

17-92 

0-6617 

-4815 

39 

! —4*808 


18 

43. 17-839 

16-98 

0-6733 

-4860 


-4860 


17 

44. 17-699 

16*00 

0-6790 

-4940 

93 

-4940 


36 

46. 17-683 

4*04 

0*8049 

; -6860 

99 

-5863 

99 

4 
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ID. 


v-i) 0 . 

Matf. 

MatT. 

Whole degrees 0. 



Series with Thermometer 

’61 A. 



46. 

17-760 

20-88 

0-6345 

-4605 ad. 


—4697 cal 

. at 21 6 

47. 

17-791 

19-96 

0-6449 

-4678 


-4670 

20 

48. 

17-724 

19*06 

0-6498 

-4723 


-4726 

19 

49. 

17-862 

17*925 

0*6612 

-4768 


-4763 

18 

50. 

17-710 

16-935 

0-6680 

-4858 


-4854 

17 

51. 

17-733 

16-04 

0-6761 

-4911 


-4912 

16 


Table Gr. —Heat of Dissolution of Hydrated Strontium Nitrate. 
Sr(N0,)»,3-987H J 0 = 282-846; ^ mol. = 23-671 grams. 


w. w at I iu at T. Whole degrees 0. Hat T°. 


Series with Thermometer ’08 A. 


1. 23-317 

24-96 

1-6766 

-12531 cal.| 

-12625 ad. at 26° -6981( 

2. 23 617 

23-92 

1-7040 

-12579 „ 

-12575 

>3 

24 -6073 

3. 23-406 

22-86 

1-6936 

-12610 „ 

-12603 


23 -6135 

4. 23-610 

21-986 

1 -7038 

-12630 „ 

-12630 

39 

22 -6194 

5. 23 -635 

20-89 

1-7162 

-12654 

-12651 

39 

21 -6249 

6. 23-361 

19-8461 1-7028 

-12701 

-12694 

39 

20 - 6324 

7. 23-248 

18*81 

1 -7016 

-12763 

-12743 

99 

19 -6409 

8. 23-706 

17-945 

1-7381 

-12775 

-12773 

99 

18 -6471 

9. 23-742 

17-OC 

1-7478 

-12828 

-12830 

99 

17 -6563 

10. 23-487 

16*045 

1-7829 

-12857 

-12859 

99 

16 -6626 

11. 23-366 

15 *03 

1-7288 

-12893 

-12894 

99 

15 -6696 

12. 23-609 

14-03 

1-7620 

-12932 

-12933 

99 

14 -6770 

13. 23-662 

12-01 

1-7668 

-13014 

-18014 

99 

12 -6921 

14. 23-763 

10‘005| 1*7880 

-13110 

-13110 

99 

10 -7086 

16. 23-736 

8-00 

1-7953 

-13178 

-13178 

93 

8 -7224 

16. 23-872 

3-93 

1 *8410 

-13439 

-13436 

99 

4 -7621 

17. 23-792 

3-08 

1-8462 

-13517 

-13521 

39 

3 -7740 


With Thermometer *08 B. 

18. 23-718 | 4-311 1-8839 | -13470cal.| (-13490)oaLat 4 |-7G75caL 

Series with Thermometer ’61 A. 


19. 23-441 

20. 23*473 

24-935 

24-915 

1-6926 

1-6952 

—12588cal. 
-32502 „ 

- S }- 18672 0 ^* 628 * 

—6028ad. 

21. 28-441 
28. 23-740 

22-95 

20-905 

1-0983 

1-7284 

-12628 „ 
-12091 „ 

-1262C „ 28 

-12686 „ 21 

-6158 „ 
-6284 „ 

23. 23-610 

18-96 

1-7312 

-12781 „ 

-12779 „ 19 

-6446 „ 

24. 23*841 

17*995 

1-7618 

-12809 „ 

-12809 „ 18 

-0507 „ 

25. 23-654 

16-905 

1-7419 

-12835 „ 

-12888 „ 17 

-0566 „ 

26. 23 619 

15*915 

1-7356 

-12861 „ 

-12860 „ 16 

-6627 „ 

27. 23-682 

15-02 

1-7447 

-12896 „ 

-12897 „ 16 

-6699 „ 

28. 23-830 

29. 23-748 

13-985 

13*04 

1-7724 

1-7725 

-12965 „ 
-13011 „ 

-12964 „ 14 

-13018 „ 18 

-6801 „ 
-0885 „ 

80. 28-768 

10-98 

1-7779 

-13040 „ 

-18040 „ 11 

-6982 

81. 28-702 

9*05 

1-7902 

-13162 „ 

-18164 „ 9 

-7176 „ 

82. 23-716 

83. 28-887 

6*91 

4*985 

1-8088 

1-8360 

—13283 „ 
-13387 „ 

-18277 „ 7 

-18887 „ 5 

-7368 „ 
-7588 „ 

84. 28-820 

2*99 

1-8466 

-18600 „ 

-18500 „ 8 

-7719 „ 


VOL. LI. 


2 
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PICKERING: THE INFLUENCE OF TEMPERATURE 


Table H. —Seat of Dissolution of Anhydrous Sodium Carbonate. 
NajCOs = 105-84; ^ mol. = 8 - 82 grams. 
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40. 


o ’ 

C 

1 

m at 2°. 

m at T. Whole degrees 0. 

MatT 0 . 




Series 

with Then 

mometor ’61 A. 




22. 

23*766 

24-93 

2-1882 

-3 6329 cal. 

-16832 cal. at 25° 

— 2 cal. 

23. 

23 833 

23-895 

2*1808 

-16296 „ 

-10298 


24 

- 61 » 

24. 

23-817 

22*965 

2-1763 

-16270 „ 

-10269 


23 

- 105 „ 

25. 

23-536 

21-90 

2-1616 

-16277 „ 

-16276 


22 

- 396 „ 

26. 

23 393 

20-905 

2-1342 

-16235 „ 

-10239 


21 

- 246 „ 

27. 

23*642 

19-82 

2-1606 

-16274 „ 

-162771 _, e217 
-16158/ 


20 

~ 307 „ 

28. 

23 -701 

19*95 

2-1508 

-16157 „ 

it 

29. 

23-769 

18-955 

2-1569 

-16159 „ 

-10159 


19 

- 334 „ 

30. 

23-727 

18-005 

2-1507 

— 16134 „ 

-10134 


18 

- 309 „ 

31. 

23-524 

16-905 

2-1397 

-16186 „ 

-16182 


17 

- 415 „ 

32. 

23-485 

15-93 

2-1319 

-16153 „ 

-16153 


16 

- 587 „ 

33. 

23-788 

15*005 

2-1572 

-16113 „ 

—16143 


15 

- 663 „ 

34. 

35. 

23-453 

23-474 

13 985 
13 -99 

2-1384 

2-1304 

-16225 „( 
-16154 „ 

IS}-*™ 

a 

14 

-785,, 

36. 

23*562 

13*03 

2-1413 

-1C179 „ 

-16179 


13 

- 809 „ 

37. 

23-060 

10-97 

2-1845 

-16167 „ 

— 10167 


11 

-1032 „ 

38. 

23-952 

9-05 

2 1759 

-16171 „ 

-16172 


9 

-1207 „ 

39. 

23*960 

6-965 

2-1777 

-16179 „ 




-1108 „ 

40. 

23*909 

6*955 

2 1773 

-16211 „ 

ft 

7 

41. 

23 *911 

4-91 

2-1808 

-16238 „ 

-10240 


5 

-1628 

42. 

23*891 

2-985 

2 1836 

-16259 „ 

-16259 

it 

3 

-1823 „ 




Series with Thermometer ’08 D. 




43. 

23*827 

24*945 

2*1900 

— 16364cal. 

—163G5 col. at 25° 

- 35 cal. 

44. 

23-895 

19 *98 

2-1770 

-16223 „ 

-3 6221 

It 

20 

- 611 „ 

46. 

22 -827 

16*98 

2 1933 

-16161 „ 

-161611 inlJK 
-10189 J~ t6m 

17 

46. 

23-937 

16-96 

2-1768 

-16188 „ 

ft 

— 523 „ 




Series with Thermometer ’01 D. 




47. 

23-420 

24-835 

2-1458 

-J681»cal. 

-16317 

cal. at 

25° 

+ 3 3 cal. 

48. 

23*866 

19*96 

2*1734 

-16215 „ 

- 10216 


20 

- 606 „ 

49. 

60. 

23*784 

23-769 

17-00 

16-93 

2 1536 
2*1583 

-16121 „ 
-16166 „ 

-161211 ...... 

-10109/ “ l(,Ho 

it 

17 

- 493 „ 


2 a 2 
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Table J. —Seat of Dissolution of Anhydrous Sodium Acetate. 

KaOJSA - 81-855 j i mol. = 13-643 grams. 

6 


w. 

f. 

y-ty. 

M at 

f , 

Mat T. 

Whole 

f 

§ 

Q 



i l 

Series with Thermometer 

’08 A. 




1. 

13-652 

24-95 

1-0870 

3977 

cal. 


3977 cal. at 25° 

2. 

18-676 

23*915 

1*0826 

3972 



8972 


24 

3. 

13-678 

22*845 

1-0887 

3976 



8976 


23 

4. 

13-713 

21*98 

1*0935 

3982 



3982 


22 

5. 

13-745 

20-895 

1*0941 

3975 

tt 


3975 


21 

6. 

13-784 

20-05 

1*0973 

3984 



3983 


20 

7. 

13-711 

18-806 

1 0875 

3960 



3963 


19 

8. 

13*626 

17-94 

1 *0826 

3967 



3967 


18 

9, 

13-667 

17-05 

1-0748 

3930 



3930 


17 

10. 

18-735 

16*06 

1*0818 

3933 



8932 


1C 

11. 

13*928 

15*02 

1-0971 

3934 



3934 


15 

12 

13*657 

14-015 

1*0820 

3931 



3931 


14 

13. 

13*659 

13*43 

1 0770 

3937 






14. 

13 *629 

12*93 

1*0669 

3908 



3908 


13 

15. 

13-719 

12*01 

1*0634 

3867 


8867 1 




16. 

13*620 

11*90 

1*0600 

3886 


3887 j 

oo77 

99 

12 

17. 

13-627 

10*005 

1*0541 

3162 



8862 


10 

18. 

19. 

13-625 

13-686 

8-00 

7-95 

1-0506 

1-0511 

3846 

3834 

39 

3846 \ 
3835 J 

3842 

99 

8 

20. 

13*670 

5-97 

1*0442 

3813 



3813 


6 

21. 

13*673 

3*93 

1*0342 

3776 



3778 


4 

22. 

13*643 

3*08 

1-0227 

3742 


3741 \ 

3745 


3 

23. 

13*656 

2-525 

1-0219 

3735 

93 

8748 f 

99 



Series with Thermometer 

'61 A. 




24. 

13*705 

24*93 

1*0892 

3970 

cal. 


3970oaLal25° 

25. 

13*640 

23-895 

1*0862 

3975 



3975 


24 

26. 

13*618 

22*95 

1*0866 

3977 



3977 


23 

27. 

13*648 

21*89 

1-0830 

3964 



3965 


22 

28. 

13*644 

20*91 

1*0814 

3960 



3960 


21 

29. 

13*660 

19*99 

1-0760 

3935 



3935 


20 

30. 

13*639 

18*95 

1-0734 

3932 



3932 


19 

31. 

13*689 

18*00 

1-0797 

3940 



8940 


18 

32. 

13*601 

16*90 

1-0709 

3934 



8934 


17 

33. 

13*640 

15-93 

1-0757 

3939 



3939 


16 

34. 

13*618 

15-04 

1-0726 

3930 



8930 


16 

35. 

18*716 

13-98 

1 0777 

3925 



3925 


14 

36. 

13*675 

13*04 

1*0674 

3902 



3902 


13 

37. 

13*666 

11-925 

1-0612 

3878 



3879 


12 

38. 

13*665 

10*98 

1-0652 

3856 



3856 


11 

39. 

13*688 

9*05 

1*0568 

3856 



3856 


9 

40. 

13*610 

7-935 

1*0452 

3835 



8836 


8 

41. 

13*620 

6-925 

1-0418 

3818 



3820 


7 

42. 

13*698 

4*98 

1-0853 

8774 



8774 


5 

43. 

13*688 

2*985 

1*0223 

3739 

39 


8740 

99 

3 
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ID. 

t . 

( t-f )°. ! 

Mat 


MatT. 

Whole degrees 0. 



i i 

Series with 1 

1 i 

’hermometer 

’08 B. 




44. 

18-607 

24*905 

1*0813 

3957 

cal 


3957 cal. at 25° 

45. 

13*619 

23*01 

1-0798 

3960 

» 


3960 


23 

46. 

13*614 

21-096 

1*0856 

8982 



8982 


21 

47. 

13-617 

19*04 

1-0740 

3939 

it 


3940 


19 

48. 

13*639 

16-87 

1-0764 

3937 

a 


3938 


17 

49. 

13*606 

14*94 

1 *0696 

3925 

a 


3926 


15 

50. 

13*588 

14*04 

1-0688 

3909 

a 


3908 


14 

51. 

18-667 

12*01 

1*0553 

3884 

a 


3884 


12 

52. 

13*659 

9*925 

1*0574 

3865 

a 


3865 


10 

53. 

13-697 

9*03 

1-0600 

3855 



3854 


9 

54. 

13-707 

7-97 

1 -0640 

3838 



3838 


8 

55. 

13-664 

5-996 

1*0418 

3809 



3810 

a 

6 



Series with Thermometer 

•GIB. 




56. 

13*668 

25*00 

1-0886 

3978 

cal. 


3978 

cal. at 25° 

57. 

13*614 

22*945 

1 -0875 

3990 



3990 


23 

58. 

18*643 

20*975 

1-0871 

3980 



3981 


21 

59. 

13*623 

18*955 

1*0790 

3953 

a 


3956 


19 

60. 

13-662 

16*885 

1*0763 

3938 

it 


3938 


17 

61. 

13*616 

14*96 

1-0721 

3933 

tt 


3933 


15 

62. 

13 *583 

13-976 

1*0660 

8920 

it 


3920 


14 

63. 

13-666 

11-976 

1*0673 

3903 



3904 


12 

64. 

13*584 

9*96 

1-0632 

3872 

it 


8973 


10 

65. 

13*692 

9*04 

1*0581 

3859 

a 


3856 


9 

66. 

13*670 

7*97 

1*0526 

3845 



8845 


8 

67. 

13*647 

6-916 

1*0418 

8812 



3814 

a 

6 



Series with Thermometer 

’61 0 . 




68. 

13*703 

23*955 

1*0920 

3983 

cal. 

8983 1 

• 3980 



69. 

13*666 

23-98 

1*0875 

3977 

a 

8977 J 

cai. ac 24 

70. 

13*670 

21 *93 

1*0902 

3984 



3984 


22 

71. 

13*638 

1 20*1 

1-0817 

3961 

it 


8960 


20 

72. 

13 *663 

18 076 

1*0811 

8952 



8951 

a 

19 

73. 

13*643 

17-00 

1*0793 

3961 


8951 1 

OAca 


74. 

13*639 

17 01 

1-0787 

8950 


8960 J 

■ OzioO 

a 

17 

75. 

13*625 

1610 

1-0728 

8933 

it 


3933 


15 

76. 

13*682 

14-065 

! 1*0648 

8915 

it 


3914 


14 

77. 

13*699 

12*90 

1*0636 

8905 

a 


8906 


18 

78. 

13 626 

11*93 

1-0626 

3895 

it 


3895 


12 

70. 

13*648 

10*93 

1*0674 

8878 



8879 


11 

80. 

13*669 

9*06 

1*0532 

3848 

it 


8848 


9 

81. 

13*610 

8-07 

1*0464 

3889 

it 


3838 


8 

82. 

13*621 

6*08 

1*0429 

8823 

it 


3822 

a 

6 
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Table K. —Seat of Dissolution of Hydrated Sodium Acetate, 

NaG l H,0 ! ,3H s 0 = 135-755; i mol. = 22-625 grams. 

o 


w. 


(*-0“ 

m at £°. 

m at T. Whole degrees 0. 

M. at T.° 





1 


Series with Thermometer ’08 A. 


1. 22-458 

24*96 

1*3100 

-4902 cal. 

-4903 cal. at 25° 

+ 7 cal. 

2. 22*481 

23*92 

1*3044 

—4876 „ 

-4878 „ 24 

+ 18 „ 

3 . 22 -547 

22*85 

1*3038 

-4860 „ 

-4862 „ 23 

+ 8 „ 

4. 22-701 

21*975 

1*3083 

-4844 „ 

-4845 „ 22 

+ 0 „ 

5. 22-611 

20*895 

1 *2919 

-4802 „ 

-4805 „ 21 

+ 13 „ 

6. 22*460 

20*045 

1 -2818 

-4796 „ 

-4796 „ 20 


7. 22-606 

18*82 

1-2792 

-4776 „ 

-4779 „ 19 

- 16 

8. 22 -791 

18*01 

1 *2918 

-4765 „ 

—4765 1 4760 18 

1ft 

9. 22*545 

17 935 

1*2752 

-4753 „ 

-4754 J ” 

12 

10. 22*606 

17-07 

1*2818 

-4765 „ 

—4764 ,, 17 

- 49 „ 

11. 22*425 

16-02 

1*2051 

-4740 „ 

-4740 „ 16 

- 60 „ 

12. 22-736 

16-05 

1 -2781 

-4725 „ 

-4726 „ 15 

- 61 „ 

13 . 22*440 

14*02 

1*2612 

-4723 „ 

-4723 „ 14 

- 86 „ 

14. 22*320 

13*43 

1*2486 

-4700 „ 



15. 22-773 

12*01 

1-2657 

-4671 „ 

-4671 „ 12! 

- 85 „ 

16. 22-595 

10*01 

1*2495 

-4647 „ 

-4647 „ 10 

-108 „ 

17. 22 -722 

8*00 

1-2455 

-4606 „ 

-4606 „ 8 

-122 „ 

18. 22-836 

3*93 

1 *2498 

-4598 „ 

-4598 „ 4 

-220 „ 

19. 22-724 

3-08 

1*2448 1 

-4602 „ 

-4602 „ 3 

-252 „ 



Series with Thermometer *61 A. 


20. 22-708 

23*895 

1*8183 

-4875 cal. 

—4875 oal. at 24° 

+ 21 cal. 

21. 22-670 

22*95 

1*3144 

-4875 „ 

-4876 „ 23 

- 6 „ 

22. 22-558 

21*89 

1*3016 

-4850 „ 

-4854 „ 22 

- 9 „ 

28. 22-716 

20*905 

1*3061 

-4833 „ 

-4836 „ 21 

- 18 „ 

24. 22 -726 

19*99 

1*2999 

-4808 „ 

-4809 „ 20 

- 13 „ 

25. 22-732 

18*955 

1*2706 

-4798 „ 

-4799 „ 19 

- 36 „ 

26. 22-770 

18*01 

1-2933 

-4774 „ 


- 31 „ 

27. 22-558 

17*915 

1-2792 

-4768 „ 

-4770J ~' 4772 « 18 

28. 22-656 

16*905 

1 *2818 

-4756 „ 



29. 22-668 

15*915 

1-2773 

-4736 „ 

-4736 „ 16 

- 46 „ 

30. 22-497 

15*00 

1*2656 

-4728 „ 

-4728 „ 15 

- 03 „ 

31. 22-804 

13*975 

1 -2792 

-4716 „ 

-4717 „ 14 

- 79 „ 

32. 22-607 

13*035 

1*2626 

-4694 „ 

-4694 „ 18 

- 81 „ 

33. 22-818 

10*98 

1-2647 

-4661 „ 

-4661 „ 11 

- 99 „ 

34. 22-793 

9*045 

1*2575 

-4637 „ 

-4G36 „ 19 

—126 „ 

35. 22*678 

6*91 

1*2415 

-4602 „ 

-4604 „ 7 

—147 „ 

86. 22-771 

4*985 

1*2501 

-4614 „ 

-4615 „ 5 

—212 „ 

87. 22-766 

3*965 

1-2477 

-4606 „ 

-4606 ” 4 

—228 „ 

38. 22-650 

2*99 

1*2436 

-4598 „ 

-4598 " 3 

1-248 „ 
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Tabid L .—Seat of Dissolution of Anhydrous Rochelle Salt. 
KNaCiHiOs = 209'665; — mol. = 17’472 grams. 


e. 




Mat f. 


M at T. Whole degrees & 


Series with. Thermometer *08 A. 


1 . 

17-467 

20-935 

0-3657 

-2677 < 

cal. 

1 —2676oal.ot21° 

2. 

17-447 

20 03 

0*3438 

-2686 

jj 

-2688 

tt 

20 

3. 

17-452 

17-965 

0-3868 

-2834 

tt 

-2831 

tt 

18 

4. 

17-469 

16-885 

0*3720 

-2871 

it 

-2868 

tt 

17 

6 . 

17-443 

16-005 

0*3960 

-2903 

tt 

-2903 

tt 

16 

6. 

17-496 

12-01 

0*4302 

-3144 

it 

-3144 

tt 

12 

7. 

17-528 

10-01 

0*4495 

-3278 

tt 

-3278 

tt 

10 

8. 

17-479 

7-995 

0-4651 

-3401 

tt 

-3101 

tt 

8 

9. 

17-474 

6-96 

0*4834 

-3536 

tt 

-3530 

tt 

7 

10. 

17-469 

5-97 

0-4919 

-3599 

tt 

-3598 

tt 

6 

11. 

17 445 

3-93 

0-5198 

-3808 

tt 

-3702 

tt 

4 

12. 

17-455 

3-085 

0-5207 

-3813 

tt 

-3817 

it 

3 


Series with Thermometer *61 A, 


13. 

17-499 

24-925 

0-3397 

—2484 

cal. 

—2480 caL at 25° 

14. 

17-466 

23-895 

0-3465 

-2538 

it 

-2538 

tt 

24 

15. 

17-516 

22-95 

0 -3538 

-2584 

tt 

-2583 

tt 

23 

16. 

17-457 

21-894 

0*3592 

-2638 

tt 

-2630 

tt 

22 

17. 

17-414 

20-895 

0*3675 

-2700 

tt 

-2694 

tt 

21 

18. 

17-425 

19-94 

0-3697 

-2721 

tt 

-2720 

a 

20 

19. 

17-475 

18-955 

0-3813 

-2791 

tt 

-2791 

tt 

19 

20. 

17-4 3 

18-005 

0-3868 

-2843 

tt 

-2843 

a 

18 

21. 

17-464 

16-905 

0-3939 

—2885 

9) 

-2880 

tt 

17 

22. 

17-555 

15-905 

0-4007 

-2920 

it 

-2917 

tt 

16 

23. 

17-475 

15-01 

0*4081 

-2990 

tt 

-2989 

tt 

15 

24. 

17-624 

13-09 

0*4173 

-3046 

tt 

-8016 

tt 

14 

25. 

17-499 

13-04 

0-4241 

-3106 

tt 

-3107 

tt 

13 

26. 

17--I3C 

10 98 

0-4367 

-3202 

tt 

-3202 

tt 

11 

27. 

17-468 

9-05 

0 -4569 

-3318 

a 

-3350 

tt 

9 

28. 

17-146 

6-93 

0*4694 

-3440 

it 

-3487 

99 

7 

20. 

17-490 

4-98 

0-5018 

-3G68 


-3668 

tt 

5 

30. 

17-502 

2-99 

0-5195 

-3795 


-3795 

a 

3 


Series with Thermometer *08 Q* 


31. 

17*456 

21-005 

0-3653 

—2677 cal 

-2677 cal. at 21° 

32. 

17*466 

20*10 

0-3800 

-2713 

tt 

-2720 

a 

20 

83. 

17*440 

17*96 1 

0*3878 

-2848 

91 

-2840 

it 

18 

34 

17*418 

16*98 

0*3932 

-2888 

tt 

-2888 

91 

17 

85. 

17*435 

L6* 00 

0*4015 

-2944 

V 

-2944 

tt 

16 


Series with Thermometer *08 E. 


86. 17*458 

20*935 

0*8650 

-2678 cal. 

—8670«al.al21° 

87. 17*440 

19*945 

0-3758 

-8768 „ 

—4753 „ 30 
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(t-f, 


Mat f. 


M at T. Whole degrees C. 


Series with. Thermometer ’61D. 


38. 

11-461 

20-97 

0-3691 

-2699 

cal 

-27471 

-2697 

cal. at 21° 

39. 

17*495 

20*06 

0-3753 

-2745 

» 

► —2761 


20 

40. 

17-418 

20-05 

0-3747 

-2753 


-2755J 

99 

41. 

17-446 

17-99 

0-3882 

-2848 



-2848 

99 

18 

42. 

17-462 

17-005 

0*3952 

-2897 



-2897 

99 

19 

43. 

17-456 

15*935 

0-4029 

-2950 

» 


-2948 

99 

16 



Series with Thermometer 

’610. 




44. 

17-457 

20-9 

1 0-3671 

-2691 

cal. 


-2686 

cal. at 21° 

45. 

17-453 

19*96 

0-8774 

-2767 

39 


-2765 

99 

20 


Table M .—Seat of Dissolution of Syderated Rochelle Salt. 
KF&CJ^O^HjO = 281-505; ^ mol. = 23-459 grams. 


ID. 



Mat t.° 

M at T. Whole degrees 0. 

M at T.*» 

1. 23-163 | 

[24-9551 

Series t 
1-6438 | 

vith Then 

-12307caL 

nometer ’08 A. 

1 -12306 cal. at 26° 1 

[—5746cal. 


2. 23*006 

3. 23 *155 

4. 23-141 

5. 23*403 

6. 23-401 
9. 22-869 

8. 23-456 

9. 23*440 

10. 23-416 

11. 23-481 

12. 23*596 

13. 23-369 

14. 23-603 

15. 23-452 

16. 23*522 
19. 23-325 

18. 23 *488 

19. 23*291 


23*92 
22-84 
21-975 
20-897 
20-05 
18 81 
17-955 
19-07 
16-04 
15*00 
14*02 
13-43 
12-01 
10-01 
8-00 
5-99 
3-93 
3*08 


1-6358 
1-6470 
1*6497 
1-6673 
1 *6772 
1 
1 
1 
1 
1 

1-9079 

1-6959 

1-9141 

1-7098 

1-9278 

1-9312 

1-7578 

1-9433 


-12331 , 

-12335 , 

-12362 

-12355 

-12383 

-12453 

-12490 

-12510 

-12490 

-12510 

-12565 

-12584 

-12595 

-12699 

-12738 

-12890 i 

-12976 , 


-12329 

-12334 


-12353 


-12427 
-12470 
-12511 
-12493 
-12510 
r12564 

-12595 

-12699 

-12788 

-12870 

-12973 

-12993 


24 

23 

22 

21 

20 

19 

18 

19 

16 

15 

14 

12 

10 

8 

6 

4 

8 


-5801 „ 
-6841 „ 
-6903 „ 
-5929 „ 
-5995 „ 
-0072 „ 
-6149 „ 


tt 

-6291 ” 
-6880 „ 

-6479 „ 
-6663 „ 
-6960 „ 
-6941 „ 
-7136 „ 
-9193 „ 
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«0. 

t. 

(«-*7- 

Mat 4°. 

M at T. Whole degrees 0. 

M at T°. 



Series 7 

1 1 

with Thermometer *61 A. 


1 


20. 23*210 

24-935 

1*6510 

-12342 cal.] 

1 —12340 caL at 25° 1 

—5782cal. 

21. 23-161 

23*885 

1-6508 

-12365 


-12362 


24 

-5834 „ 

22. 23*848 

22*965 

1-6624 

-12355 


-12355 


23 

-5862 „ 

23. 23*332 

21-90 

1*6686 

-12406 


-12404 


22 

-5945 „ 

24. 23*361 

20*91 

1 -6712 

-12411 


-12410 


21 

-5986 „ 

25. 23-464 

19-95 

1-6783 

-12408 


-12408 


20 

-6018 „ 

26. 23-502 

18*96 

1-6887 

-12464 


-12463 


19 

-6108 „ 

27. 23-432 

18*00 

1-6848 

-12472 


-12472 


18 

-6151 „ 

28. 23-430 

16*905 

1-6891 

-12505 


-12504 


17 

-6216 „ 

29. 23-155 

16*92 

1-6697 

-12506 


-12505 


16 

-6251 „ 

30. 23-373 

16*005 

1-6900 

-12540 


-12540 

99 

15 

-6321 „ 

81. 23-676 

13*98 

1-7109 

-12587 


-12589 


14 

-6415 „ 

32. 28-455 

18*035 

1-7058 

-12610 


-12610 

99 

13 

-6460 „ 

33. 23-448 

10*975 

1-7088 

-12638 

jj 

-12638 

99 

11 

-6656 „ 

84. 23-440 

9*06 

1-7166 

-12703 

ff 

-12706 

99 

9 

-6691 „ 

35. 28-456 

6*905 

1-7295 

-12791 

») 

-12786 

99 

7 

-6842 „ 

86. 23-483 

4*98 

1-7486 

-12915 

99 

-12915 

99 

5 

-7043 „ 

37. 23-478 

2-995 

1-7601 

-13005 


-13005 

99 

3 

-7201 „ 


Series -with. Thermometer ’08 JD. 


38. 23*573 

24*945 

1-6808 1 

-12371 cal. 

— 

39. 23*365 

24*94 

1-6704 

-12401 „ 

— 

40. 23*326 

19 99 

1 -6650 

-12374 „ 


41. 23*372 

16 -98 

1 -6882 

-12510 „ 



12372 

12402 


}-12887 cal. 

-12374 „ 

-12510 ,, 


Series "with Thermometer ’61 D. 


25° —5829cal 

20 -5984 „ 
17 -6222 ,,. 


42. 23*430 

24-835 

1*6625 

—12313 cal. 


—12310 col. at 25° 1 

43. 23*485 

21*94 

1-6695 

-12335 „ 


-12333 

99 

22 

44. 23*355 

19-86 

1-6651 

-12370 „ 


-12368 

99 

20 

45. 23*298 

17-005 

1*6693 

-12430 „ 

-124301 

—12438 

17 

46. 28*502 

16 -93 

1*6864 

-12460 „ 

-12447 J 

>9 


6753cal. 
5874 „ 
■6978 „ 

•6160 „ 


With Thermometer ’61 E. 


48* 23*429 
49. 

28-995 

1-6074 

—12350cal 

-12360 caL at 24* 

-5822cal. 

60. 23*332 

19-96 

1*6680 

-12403 „ 

-12402 

„ 20 

-6012 „ 

51. 28*310 

16-82 

1*6804 

—12506 „ 

-12502 


-6214 „ 


Table IT.— Heat of Dissolution of Potassium Sulphate. 

KjSOs = 173-88; £ mol. « 13-041 grams. 

4U 


to. 1 

f. 

(*-*)•• 

M at f. 

H at T. Whole degrees 0. 


S69 

ries with \ 

thermometer 

’08 A. 


1. 12-956 

19-935 

0-7799 

-6398 cal 

- 6897 cal. at 20P 

2. 12-998 

16-88 

0-8148 

— 6662 „ 

- 6650 

„ 17 

8. 12-997 

14-945 

0*8348 

-6826 „ 

- 6822 

» 15 

4. 18-038 

18*925 

0-8466 

-6899 „ 

- 6898 

„ 14 

5. 12-940 

12-05 

0-8616 

-7074 „ 

- 7080 

„ 12 

6. 13-093 

10-09 

0-8981 

-7287 „ 

- 7297 

„ 10 

7. 13-012 

6-90 

0*9824 

-7618 „ 

- 7605 

„ 7 

8. 18-036 

8*08 

0*9885 

-8056 „ 

-(8063) 

„ 3 
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w. 



Mat t°. 

K at T. Whole degrees C. 


See 

ries with r . 

thermometer 

’61 B. 



9. 13-032 

16*95 

0-8157 

-6653 caL 

—6650 caL at 17° 

10. 13*061 

14*91 

0 *8395 

-6833 „ 

-6823 

*» 

15 

11. 12-977 

13*94 

0*8448 

-6920 „ 

-6912 

» 

14 

12. 12*966 

11*93 

0-8657 

-7096 „ 

-7086 

ft 

12 

13. 18*029 

9*985 

0-8964 

-7311 „ 

-7310 

It 

10 

14. 13 019 

6*955 

0-9273 

-7569 „ 

-7554 

>1 

7 

15. 13*009 

2*99 

0*9784 

-7992 „ 

-79S2 

91 

3 


Series with Thermometer ’61 B. 



16. 13*036 

19-91 

0-7866 

-6415 cal. 

-6405 

cal. at 20° 

17. 13*057 

16*95 

0-8191 

-6684 „ 

-6665 

it 

17 

18. 13*012 

14*96 

0-8427 

-6842 „ 

-6838 

tt 

15 

19. 13*030 

13*98 

0-8487 

-6922 „ 

-6922 

ii 

14 

20. 13*076 

11*97 

0-8742 

-7105 „ 

-7103 

ii 

12 

21. 13*096 

9-965 

0-8995 

-7299 „ 

-7295 

ii 

10 

22. 13*051 

7-045 

0*9316 

-7586 „ 

-7592 


7 

23. 12*487 

4*16 

0-9719 

-7864 „ 

-7877 

tt 

4 


Table O. —Heat of Dissolution of Anhydrous Magnesium Sulphate. 

MgS0 4 =119-765 A mol. - 8-982 grams. 

40 


Series with Thermometer ’08 B. 

20496 cal. at 20° 
20304 „ 17 

20010 „ 13-6 

194 ^} 19430 ” 7 

19094 „ 3 


Series with Thermometer ’61 B. 


7. 

8*939 

19-865 

2*5086 

20510 

cal. 

20512 ool. at 

20“ 

8. 

8-916 

16-955 

2*4821 

20345 


20349 „ 

17 

9. 

8-918 

13*45 

2*4451 

20034 


20034 „ 

18-6 

10. 

8*959 

9-925 

2*4172 

19711 

99 

39716 „ 

10 

11. 

8*955 

7-04 

2*3840 

19450 


19445 „ 

7 

12. 

9*014 

8-04 

2*3561 

19093 

** 

19088 „ 

8 


1. 8*936 

19*965 

2*5055 

20492 

cal. 

2. 8*930 

16*855 

2*4803 

20292 

)) 

3. 8*918 

13*395 

2*4416 

20000 

99 

4. 8*955 

7*01 

2*3857 

19451 

99 

5. 8*979 

6*965 

2*3906 

19444 

99 

6. 8*982 

3*08 

2*3498 

19104 

91 
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Table F. —Seat of Dissolution of Sydrated Magnesium Sulphate. 
MgS0 4j 7Hi0 = 245*58; ^ mol. = 18*411 grams. 


w. 


f. 


m at 

975 at T. 

Whole degrees 0. 


Mat T.° 


Series with Thermometer ’08 A. 


18-334 

19*94 

0*4670 

-3874 caL 

-3875 cal. at 

20° 

8000cal. 

18*310 

16 *875 

0*4714, 

-3914 

it 

-3912 

a 

17 

7087 „ 

18*035 

14*945 

0*4073 

-3940 

tt 

-3939 

a 

15 

6945 „ 

18*105 

13*925 

0*4,736 

-3958 

a 

-3957 

Si 

14 

6864 „ 

18*263 

12*05 

0*4786 

-3985 

a 

-3987 

St 

12 

6714 „ 

18*177 

10*085 

0*4832 

-4042 

a 

-4045 

St 

10 

6536 „ 

18*247 

6*895 

0*4963 

-4127 

a 

-4125 

St 

7 

6276 „ 

18*298 

3*075 

0*6138 

-4209 

it 

-4272 

ft 

3 

6882 „ 


Series with Thermometer ’61 A. 


9. 

17*997 

16*96 

0*4648 

-3928 

cal. 

-s 

1 

§ 

CO 

1 

17° 

10. 

18*268 

14*91 

0*4787 

-3961 

it 

-3960 

SS 

15 

11. 

18*091 

13*94 

0*4722 

-39C9 

St 

-3968 

St 

14 

12. 

18*203 

11*935 

0*4792 

-4003 

is 

-4000 

SS 

12 

13. 

20*151 

9*98 

0*5374 

-4062 

Si 

-4062 

tt 

10 

14. 

18*239 

6*96 

0*4948 

-4125 

ts 

-4124 

is 

7 

15. 

18*257 

2*99 

0*5X13 

-4258 

it 

-4208 

tt 

3 


7072oaL 
0924 „ 
6863 „ 
0701 „ 
6619 ,, 
6277,, 


Series with Thermometer ’61 B. 


16, 

18*229 

19*90 

0*4672 

-3899 

caL 

-3898 

cal. at 20° 

7287caL 

17. 

17*941 

16*95 

0*4642 

-3926 


-3925 


17 

7074 


18. 

18*251 

14*955 

0*4741 

-3951 

it 

-3950 


15 

6934 


19. 

17*979 

13*975 

0*4099 

-3975 


-3975 


14 

6846 


20. 

18*295 

11 *965 

0*4813 

-4001 

St 

-4000 


12 

6701 


21. 

38*321 

9*96 

0*4898 

-4056 

JS 

-4055 

tt 

10 

6526 

IS 

22. 

18*143 

7*04 

0*4025 

-4129 

It 

-4130 

a 

7 

6271 

If 

23. 

18*323 

8*935 

0*5059 

-4199 

It 

-4197 

it 

4 

6000 

}> 


Table Q. —Seat of Dissolution of Anhydrous Copper Sulphate. 
OuSO* = 158*84; J- mol. = 11*913 grams. 


to. 




(*-0 


Mat f. 


M at T. Whole dogreos 0. 


Series with Thermometer ’08 B. 


1. 11*979 

19*965 

1*9914 

16110 «aL 

S} 181 ® 00 ** 84 200 

2. 1J. *880 

19*97 

1*9722 

16087 „ 

3. 11*958 

16*855 

1*9644 

15913 „ 

15922 „ 17 

4. 11*950 

13*375 

1*9369 

15704 „ 

15711 „ 13*5 

6. 11*999 

7*01 

1*8851 

16219 „ 

15219 „ 7 

6. 11*946 

8*945 

1*8489 

14991 „ 

14996 „ 4 
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t\ 


(t-Vf. 


M at f°. 


H at T. Whole degrees 0. 


Series -with Thermometer ’61 B. 


7. 12-009 

19-91 

1-9909 

16070 cal. 

160791 IfjQOQ of. OAO 

8. 11-853 

19-915 

1-9679 

16093 „ 


9. 11-945 

16-95 

1-9615 

15917 „ 

15919 „ 17 

10. 11-937 

13-45 

1-9858 

15717 „ 

15720 „ 18-6 

11. 11-915 

7*04 

1-8759 

15255 „ 

15251 „ 7 

12. 11-894 

3-985 

1-8871 

14966 „ 

14966 „ 4 


Tabm R.— Meat 

CuSO*,5H,( 

of Dissoh 

) = 248-6 

dion of Hyd 

4 ; it mol. : 
40 

rated Copper Sulphate. 

= 18*648 grams . 

10. 

B 


mat f. 

m at T. 

Wliole degrees 0. 

MatT.° 


Series with Thermometer ’08 B. 


1. 

18*905 

19-97 

0-3351 

i 

i 

cal. 

-2718 cal. at 20° 1 

2. 

18-738 

16-855 

0-3429 

-2807 

n 

-2805 


17 

3. 

18-873 

13-88 

0-3542 

-2879 

a 

-2877 

9) 

13-5 

4. 

18-860 

7-01 

0-3796 

-3087 

a 

-8087 

if 

7 

5. 

18-852 

3-935 

0-3929 

-3196 

99 

-8192 

a 

4 


5217 oal. 
5052 „ 
4830 ,, 
4843 „ 
4106 „ 


Series with Thermometer ’61 B. 


6. 18-985 

19-905 

0-3859 

-2723 oal 

-2720 cal. at 20° 1 

5267oaL 

7. 18-894 

16*96 

0-8457 

-2808 „ 

-2808 „ 17 

5049 „ 

8. 18-930 

18-45 

0-3522 

-2855 „ 

-2854 „ 18-5 

4858 „ 

9. 18-860 

7-045 

0-3768 

-8061 „ 

-8062 „ 7 

4368 „ 

10. 18-786 

8-965 

0-3859 

-8159 „ 

-8158 „ 4 

4140 „ 


XXXIV— CONTRIBUTIONS FROM THE LABORATORY OF 
GONVILLE AND OAIUS COLLEGE, CAMBRID GE. No. IX. 

Periodates. 

By C. W. Kxmmxns, D.Sc., B. A., late Scholar of Downing' College, 

Cambridge. 

At the suggestion of Mr. Pattison Muir, I undertook the preparation 
and examination of certain periodates of sodium, potassium, and silver, 
as the results obtained by previous observers are discordant, and the 
methods of analysis employed by them appear to be faulty. In most 
cases, the periodates have been analysed by heating as to 
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convert thorn into iodides (in some cases there being also a residue 
of oxide as in Rammelsberg’s analysis of KJ 3 O 9 ), and estimating the 
metal and iodine in the residue. In this investigation, however, the 
iodine and metal in the periodates have been estimated directly, 
thereby obviating any error which might arise from a mistaken view 
as to the exact nature of the residue obtained on heating (for methods 
of analysis, see Appendix, p. 361). 


Periodates of Sodiwm. 

Langlois (Awn. OMm. Phys , 34 , 257), by passing chlorine through 
a boiling solution of equal weights of caustic soda and sodium iodate, 
obtained the salt NaJEjIOb; although this salt is undoubtedly formed 
in considerable quantities if the solution is saturated in the cold, 
I found that whon it is concentrated at the boiling point of the 
mixture, a largo quantity of another sodium salt is obtained having 
the composition HftuHjIOe; the latter is a white granular precipitate, 
loss soluble than the di-sodium salt, from which it may bo separated 
by washing with small quantities of water for about 30 hours. 


Calculated for 
Ha 2 H,I0 6 . 

17a.. 16*9 p. c. 

I... 46*68 ,, 


Calculated for 
ffa 3 H 3 IO a . 

Ufa.. 23*46 p. c* 

I... 43*19 „ 


Found. 

Ha.. 23*66 pc. 

I... 4247 „ 


With a loss concontratod solution, I obtained a mixture of about equal 
quantities of the salts Na 2 H s I 0 6 and Ha®H 3 I0 6 . 

0. Rammelsberg (Pogg. Arm*, 134 , 368, 499) does not mention 
either of those salts, but states that he obtained the salt NalCh on 
neutralising periodic acid with sodium hydrate. This would point to 
different thermal relations between the acid and sodium hydrato on 
neutralisation to those obtained by Thomson for potassium hydrate. 


Periodates of Potassium. 

a . KIO 4 .—This salt is obtained by a method similar to that used 
for tho sodium salts; but as it is more difficult to obtain in consequence 
of its greater solubility, it is necessary to concontrate tho solution 
of potassium hydrato and potassium iodato before passing chlorine 
through it. The salt must be reorystallised repeatedly. My analyses 
of this salt confirm the results of Magnus and Ammermuller, and of 
Langlois, who, howover, did not estimate the potassium and iodine 
from tho periodate but from the iodide obtained on heating. 

b. KsHIaCV—Magnus and Ammermuller say that on concentrating 
the solution obtained above after removal of KTO*, a second salt is 
obtained in small quantity having the composition KJaO#. Langlois 
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does not mention this salt, hut Raminelsberg obtained crystals having 
the composition E^I 3 O 0 ,aH 2 O. I have not investigated this salt, 
although I observed on concentrating tho solution that a further 
crystallisation took place. I found, however, that on adding a very 
small quantity of nitric acid to a dilute solution of tho washings from 
the precipitate of KIOi, and to the solution loft after crystallisitig out 
KIO 4 , a well-defined white crystalline precipitate was at 01100 formed, 
which on analysis was found to have the composition KjHIiOo, Thin 
salt is much less soluble than KIO*, and contains no water of crystal¬ 
lisation. 

Calculated for 

K3HI2O9 Found. 

K.... 22 61 per cent* K.... 22*67 por coni, 

I.... 49*2 „ I.... 48^23 

Periodates of Silver. 

These are best obtained by dissolving the sodium salts in water 
containing nitric acid, and precipitating with silver nitrate; different 
salts being formed according to the strength of nitric acid used: 1 
have found it possible in many cases to change tho silver salt by 
decreasing or increasing the strength of acid. The order in which 
they are formed is as fellows :— 

(1.) Ag 2 HI0 6 , 

( 2 .) Ag 2 H,IO«, 

(3.) Ag,H 2 I0 6 , 

(4.) AgI(VH a O. 

a. Ag 2 HIO fi .—If the amount of nitric acid usod bo just sufficient 
to effect the dissolution of the sodium salt, a dark-brown prccipitaio 
will bo formed on adding silver nitrate; this has the formula 
AgsHIOfi. 

Calculated for 

AgjlIIOfi. Found. 

Ag.... 60*94 per cent. Ag.... 50*82 por cont. 

1. 29*99 „ 1. 28*84 „ 

It is generally stated that the silver salt prepared in this way has 
the composition Ag 5 I 0 6 ; I have been unable to obtain this salt, 
however, either by this method or by that given by ltauimolahorg, 
viz,, treating Ag«I 2 09 > 3 H 2 0 with silver nitrate in the cold. 

b. Ag 2 HJ0 6 .—This salt is obtained when a slight excess* of nitric 
acid is used in dissolving the sodium salt. It is thrown down as a 
dark-red precipitate on addition of silver nitrate. 
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Calculated for 

Ag 2 H 3 I 0 6 . Pound. 

Ag.... 48*87 per cent. Ag.... 48*85 per cent. 

1 . 28*73 „ 1. 28*24 „ 

c. Ag<,HJO e .—With a furthor excess of nitric acid, a slato-colonred 
precipitate is formed which on analysis appears to have the composi¬ 
tion expressed by the formula AgjH 2 IOc, but the determinations of 
silver and iodine do not yield satisfactory results owing to the forma¬ 
tion of a small quantity of silver iodide which can scarcely be separated 
from the periodate. In consequence of this, the determination of silver 
was too low, and that of the iodine too high. I propose to make 
further experiments on this point. 

d. AgI0 4 ,H 3 0.—If the sodium salts be dissolved in concentrated 
nitric acid and treated with silver nitrate, or if the silver salts men¬ 
tioned above he dissolved in strong nitric acid and evaporalcd on a 
water-bath, orange crystals are formed of tho formula AgT0 4 ,H 2 0. 

- This salt is stated by Bammelsborg and others to be without water of 
crystallisation. It is very difficult to estimate tho water in this salt, 
as part of the water is given off at tho temperature necessary to free 
the crystals from the last traces of nitric acid, but the whole of the 
water is not removed until the salt lias boon kept for some hours in 
the air-bath at 130°. The results obtained, however, leave no doubt 
as to the composition of the salt. The change may probably be 
expressed by the equation 

Ag 2 H 3 IO a + HNOs = AgI0 4 ,H s O + H*0 + AgN0 3 , 

the silver nitrate crystallises out on evaporating tho nitric acid solution 
aftor the separation of tho orange crystals. 

e. Agio*.—On kooping tho orange crystals for six hours at 130°, a 
bright yellow powder is formed which lias tho formula AglO*. 

Calculated for 

AglO*. Pound. 

Ag.... 33*12 per cont. Ag.... 36*6 per cent. 

1. 424 „ 1. 41-45 

/. Ag4l*O 0 ,3H 2 O.—On treating the orange crystals, AgT0i,H 3 0, 
with wator, periodic acid is formed, and light-yeUow crystals which 
have the composition Ag4l 2 0 9 ,3H 3 0. This was provod by direct 
estimation of tho silver and iodine, and also by driving off tho-water, 
and estimating the silver and iodine in the dohydrated salt (see 
below). 

g. AgJjOajHaO.—On keeping the light-yellow crystals at 100° for 
12 hours, a claret-coloured salt is obtained, which has tho formula 
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AgJA,H a O, proved by direct estimation of the silver and iodine, 
and also by analysis of the dehydrated salt. 

Loss of water calculated = 4*08 per cent. 

„ „ found = 4*15 „ 

Raanmelsberg obtained a loss of 5*53 per cent* at 100°; he says that 
a portion of the third molecule is given off, but I found the woighings 
to be quite constant after 12 hours, and that no more water was givon 
off until the temperature reached 180°, at which temperature the 
whole of the water was removed. Rammelsborg also states ( Pogg . 
Ann., 134, 3C8) that if the salt with 3 mols. H 2 0 be first converted 
into AgiI 2 0 8 ,H 2 0, it then requires a higher temperature—150°—to 
drive off the last molecule of water. 

h. Ag 4 I 2 0 9 .—This salt is formed as a chocolate-coloured powder on 
keeping the claret-coloured salt at 130° for 12 hours. 

Loss of water calculated = 2*12 per cent* 

„ „ found = 2*49 „ 

Estimation of silver and iodine in the dehydrated salt— 

Calculated for 

AgglgOg. Pound. 

Ag. *.. 52*04 per cent. Ag.. *. 52 01 per cent. 

1. 30*6 „ 1. 31*16 „ 

I have, therefore, prepared and analysed the following silver 
periodates:— 

(1.) Ag 2 HIO B (dark-brown), 

(2.) Ag 2 H 3 I0 6 (dark-red), 

(3.) Ag 3 H 2 IO e (slate-coloured), 

(4.) AglOfcHsO (orange crystals), 

(5.) Agio* (bright-yellow powder), 

(6.) Ag 4 Ia 09 , 3 H 2 0 (light-yellow), 

(7.) AgJ 2 09 ,H 2 0 (claret-coloured), 

(8.) Agj 3 0 9 (chocolate-coloured). 

The effect of nitric acid in bringing about a change in the silver 
salts is well shown by its action on AgjHIOs. If this salt is treated 
with acid not strong enough to completely dissolve it, it is converted 
into the dark-red and slate-coloured salts which can easily be sepa¬ 
rated, and on filtering from the precipitated salts, and evaporating 
the filtrate on a water-bath, orange-coloured crystals of AglO^HgO 
are deposited; whilst on further evaporation a small quantity of 
silver nitrate separates out* 
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This reaction is probably represented by the following equation:— 

6Ag 2 HI0 6 + HNO^ + 3HaO = 2Ag 3 H 2 I0 6 + AgaHilOa + 

AgNO, -+- 3AgI0i,H 2 0. 

On treating the potassium salts with strong nitric acid and silver 
nitrate, the same silver periodate, AglO^HaO, is produced on evapo¬ 
ration as that formed from the sodium salts. I am at present 
investigating the nature of tho intermediate compounds, and also the 
effect of heat on the periodates, to see whether it is possible by this 
means to pass from a member of one series to a member of another, 
as from H fi IO fl to HJOg. These results, together with analyses of 
periodates of other metals, I hope to communicate in another paper, 
whon it may bo possible to criticise the existing scheme of classifica¬ 
tion of these compounds. 

I must express my thanks to Mr. Pattison Muir for continued help 
and suggestions duiing the course of these experiments. 

Appendix, 

Methods of Analysis —The sodium and potassium were estimated in 
the usual way as sulphates, and the silver as chloride. 

The iodine was estimated by a method similar to that used for 
determining this element in iodates. A weighed quantity of periodate 
was treated with a concentrated solution of potassium iodide and 
excess of strong hydrochloric acid in a bottle with a well-fitting 
stopper, which was immorsed in boiling water for six hours; the 
iodine was then titrated with sodium thiosulphate. One-eighth the 
quantity so found represents the amount present in the given weight 
of the periodate. 

In ordor to tost this method, I prepared somo pure barium periodate 
by passing air over heated barium iodate, tho amount obtained being 
within 0*1 por cent, of that required by oquation:— 

5Ba(J 0<j)i as BagTsOtt 4* 41* + 1)0 2 . 

This salt, and a silver salt of known composition, gave results 
agreeing within 0*2 por cent, of tho amount required by calculation. 

The best results are obtained with about 0*3 gram of tho sodium 
or potassium salt and 0*5 gram of tho silver salts, in a bottle of about 
250 c.c. capacity. The action is quite complete after keeping the 
mixture at 100° for six hours. 
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XXXV .—On Tartaric and Racemic Acids, and the Magnetic Rotation 
of their Ethereal Sails . 

By W. H. Perkin, Ph.D., F.RS. 

Tn 1867,1 laid before tho Society an account of some experiments on 
the basicity of tartaric acid (J. Ohem . Soc., 20, 148, 149), in which T 
described some derivatives of tartaric and racomic acids which could 
be distilled; and from tlio fact that these boiled at about tho same 
temperature, I inferred that the molecular weight of both acids must 
be the same, notwithstanding the fact that racemic acid is built up of 
dextro- and laevo-tartaric acids, and can be separated into thorn again. 
Since then, a good deal of work has been done upon those compounds, 
and more recently Anschutz and Pictet have not only ro-oxainined 
some of the compounds I previously described, but have also prepared 
new ones. They have also shown that ethyl tartrate when pure can 
he distilled, and that tartrate and racemate of methyl have practically 
the same boiling points ( Ber ., 13, 1177—1178). 

As magnetic rotary polarisation has been found capable of dotocting 
even small difference of constitution in substances, I was induced to 
examine some of the compounds of tartaric and racemic acids by this 
method, to see if any fresh light could be obtained in reforonco to 
them. The products I used for this purpose wore tho ethylie deriva¬ 
tives. 

As is well known, the preparation of the neutral ethoi*s of these 
acids is troublesome. In my experiments I employed iho usual 
method of saturating the alcoholic solution of the acids with hydro¬ 
chloric acid, allowing tho mixture to stand, and thon rosaturating. 
(In one operation I used sulphuric acid, but it did not appear to act 
any better, if so well as hydrochloric acid.) Some of tho alcohol and 
the hydrochloric acid were then removed by distillation oil tho water- 
bath, the product mixed with ether, and the mixturo washed first 
with a little water, and afterwards with dilute sodium carbonate 
solution; it was then dried over potassium carbonate, tho othor dis¬ 
tilled off, and the residue fractioned under roduccd pressure. This 
last operation was found to be very troublesome, owing to the frothing 
of the product; it was stopped when decomposition sot in. After 
the first distillation, the ethers could be redistilled under reduced 
presure without much difficulty, and two or three fractionations were 
sufficient to obtain them with almost constant boiling points. 

The tartrate and racemate of ethyl obtained in this way wore 
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colourless liquids, viscid, like glycerol They both boiled at the same 
temperature, viz., 232—233° (corr.) at 197 mm. 

The permanent rotation of this tartaric ether was found to he as 
follows:— 


t 

a {l ~ 200 mm.) 

[«]»• 

12“. 

.. +17-5 

+ 7-220 

14. 

18-1 

7-481 

16. 

18-56 

7-658 

18. 

18-97 

7-807 

20. 

19-30 

8-017 

These results show how sensitive the rotation of this ether is to 
changes of temperature, as pointed out in Ame Pictet’s Dissertation, 

Becherches swr les Ethers Twrtariques (Geneva- 

, 1881). My results 

come somewhat higher 
[*]» = 7-059. 

than his, which for 

20° are a 18'47 and 

The relative density determinations gave— 


Tartaric ether .. 

1 

<C 0 1-2097 

15 

1-2019, 

Racemic ether... 

<P° 1-2098 
lo 

1-2031. 

Anschutz and Piotot found for tartaric ether at 14°, 1-2097, but it 
does not appear whether this is given as the relative or the true 

density (Ber., 13,1177). 



The following are tho results of the observations on the magnetic 

rotation of these bodies 

— 



Tartaric Ether. 



Sp. rot. 

Mol. rot. 

10-5° . 

. 0-9241 

8-751 

10-5. 

. 0-9250 

8-759 

17-0. 

. 0-9289 

8-799 

17-0. 

. 0-9308 

8-818 

130. 


8-864 

13-0. 


8-670 

13-5. 

. 0-9252 

8-744 

13-5. 

. 0-9243 

8-736 

14-0. 

...... 0*9257 

8-752 

14-0. 


8-774 

Averago.. 14*8. 


8-766 
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Racemic Ether . 



Sp. rot. 

Mol. rot. 

17-5°. 

. 0-9241 

8-755 

17-5. 

. 0-9329 

8-839 

18-0. 

. 0-9182 

8-702 

18-5. 

. 0-9270 

8-786 

18-5. 

. 0-9234 

8-754 

13-4. 

. 0-9230 

8-722 

13-4. 

. 0-9238 

8-729 

13-8. 

. 0-9229 

8-724 

13*8. 

. 0-9248 

8*741 

14-0. 

. 0-9251 

8-745 

14-0. 

. 0-9264 

8-758 

130. 

. 0-9260 

8-748 

15-5. 

. 0-9248 

8-759 


Erom the above results we see not only that the boiling points and 
densities o£ tartaric and racemic ethers are identical, but that this 
is also true of the magnetic rotation. This latter is remarkably 
close to that which we shonld expect from the formula— 

CO-OEt 
CHOH 
ck-OH ' 

6o-OEt 

This is seen if we take the magnetic rotation of succinic other, and 
add to it the values of two oxygens, as found for those in glycol 
(Trans., 1884, 515 and 559). 


Ethyl succinate . 8’380 

0,. 0*389 


8-769 

That tartaric and racemic ethers shonld havo tho same properties is 
perhaps not astonishing, because we know that racemic acid when 
converted into certain salts, forms not one salt, but those of light- and 
left-handed tartaric acids, so that when ethorified it is not unlikely 
that it also should yield ethers of right- and left-handed tartaric acids, 
and this is what appears to happen. The difficulty of preparing loft- 
handed tartaric add has prevented me from examining it sepa¬ 
rately. 
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There is one marked difference between tartaric and racemic acid, 
and that is that the latter always crystallises with a molecule of water, 
and the question arises as to whether this be water of crystallisation 
or part of the molecule, because it is quite easy to represent racemic 
acid as a single molecule derived from two of tartaric acid, with the 
•elements of two molecules of water, and as racemic ether does not 
represent the ordinary crystallised racemic acid, but the compound 
from which water has been separated, this possibly might account for 
its being a mixture of the ethers of the two tartaric acids. 

As most neutral silver salts are void of water of crystallisation, I 
had the curiosity to prepare the silver salts of tartaric and racemic 
acids direct from the acids themselves, by adding rather strong 
aqueous nitrate of silver to their moderately concentrated solutions; 
the salts, which were quickly formed, were filtered off, washed, and 
a/r-driod. They were, however, found to have the ordinary compo¬ 
sition OAAgjOe. 

The densities of comparable solutions of tartaric and racemic acid 
were next examined, because if right- and left-handed tartaric acids 
arc identical in properties, as wo have every reason to believe they are 
{except as regards polarised light), racemic acid, if simply consisting 
of these united in virtue of their crystalline natures, would be expected 
to give when dissolved solutions of the same density as tartaric acid; 
on the other hand, if derived from the two tartaric acids plus the 
elements of water, it would be expected to give solutions dissimilar in 
density. 

In the first determinations, rather dilute solutions were taken, the 
proportions of 1 mol. of tartaric acid to 100 mols. of water being 
employed, tho same wore used with dehydrated racemic acid, but with 
tho crystallised acid only 99 mols. of water, as tho add itself contains 
one. These solutions contained B'333 per cent. CiH 6 O fl . 

The numbers obtained were as follows:— 


L 

I. 

II. 

m. 

Racemic acid (dehydrated) 

* 15 

— 

1*03714 

1*03707 

„ crystallised „ 

Tartaric acid. „ 

1*03716 

1*03703 

1*03704 

1*03701 

Average. 

i-K} diff -= 0 - 00009 - 




This difference is almost nil, but still it was found in all the experi¬ 
ments. These were made side by side, so as to get the same tem¬ 
perature, and tho density tubes used were in the last experiment 
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reversed, so that any error arising from the determination of their 
capacity might be neutralised; this was done also in tlio subsequent 
density determinations. 

To see if this was a real difference, stronger solutions were used, but 
as crystallised racemic acid only dissolves to the extent of 1 in 
4*84 per cent, of water at 20°, it is of course difficult to got strong 
solutions; however, by making a hot 25 per cont\ solution of the dehy¬ 
drated acid, and determining its density before it had time to crystal¬ 
lise, the following results were obtained, as compared with tartaric 
acid solution of the same strength:— 

I. II. Average. 

1-12393 1-12404 1-12398 

1-12338 1*12360 1*12346 

Diff. 0-00052 

Here we find that there is a slightly higher density in iho case of 
racemic acid; the comparison, however, is not a rigorous ono, because 
we are comparing a supersaturated solution of racemic acid with an 
unsaturated solution of tartaric acid, but although tho difference is 
proportionally larger than in the case of the dilute solutions, still both 
lay in the same direction. 

These results made it desirable to determine tho donsitios of tho 
solid acids. For this purpose they were powdered for uso. Toluono 
was the liquid used in the experiments, and the air was removed 
from the powdered acid and hydrocarbon by moans of tho air-pump. 
The following results were obtained, about 21 grams of acid being 
used in each cose. 

Recrystallised racemic acid! ^7° 

(CJBEsOsHiO).J 4° 1 

Dehydrated racemic acid, 

0 4 H 6 0. 

Recrystallised tartaric acid, 

CjSeOe . 

These numbers show that racemic acid (dehydrated) has a density 
considerably greater than tartaric acid, viz., 0*0188. 

How, 25 p. c. of this difference is equal to 0*00470, 
and 8-33 „ „ „ „ 0-00154. 

The differences in the densities of the solutions of raoemio and 
tartaric acids given above axe very small as compared with these. 


„ 1*7782 
j „ 1-7594 


0*0188. 


t. 

25 p. c. solution of 1 ^g.oo 
racemic acid, de- >- — = 

hydrated. J 15 

25 p. c. tartaric acid = 
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These results, therefore, lead to the inference that racemic acid 
when dissolving in water separates into the two tartaric acids, a s mall 
quantity only remaining associated, even in supersaturated solutions. 

To see whether racemic acid could exist as a definite body if devoid 
of this molecule of water, a quantity of the ordinary acid crystallised 
from water, was recrystallised from absolute alcohol. It was thus 
obtained in well-defined small transparent crystals, differing from 
tartaric acid in being much loss soluble in alcohol. The crystals were 
dried between bibulous paper, and when heated at 100° neither lost 
weight nor did they become opaque, so that racemic acid is a 
definite product without the molecule of water it usually contains. 
This fact taken in conjunction with thoso above, point to the con¬ 
clusion that the water which is given off on drying racemic acid at 
I00 6 exists as such in that substance, and is present as water of 
crystallisation only. 

Mr. Pickering has very kindly determined the heat of dissolution of 
tartaric and racemic acids for mo. Tho following are his results and 
remarks. 

“ The acids were dissolved in 400 gram-molecular proportions of 
water at an initial temperature of 8-77° + 0*04. Tho results were as 
follows: w being the weight of the acid taken, and t — if tho fall of tem¬ 
perature observed. The water equivalent of tho calorimeter and its 
contents was 007*74 grams with the anhydrous acids, and 608*74 grams 
with hydrated acid, the molecular weights taken wore 149*64, and 167*6 
in the two cases. 


Substance. 

to. 

[t-ty 0. 

Molecular heat of dissolu¬ 
tion. 

Tartaric acid (doxtvo-) 

gram*. 

12*506 

12**18 

0-4741 

0-4728 

-3447 1 
-3161 J 

► — 3164 

Racemic acid, anhyd. 

12 *520 
12*688 

0-7836 

0-7828 

-6602 1 
-6668 J 

[•-6676 

Racemic acid, hyd... 

13*966 
14*042 
14*117 

COO 

(-7012)1 
-7078 1 
—7079 j 

•-70(56 


these numbers agree fairly well with those obtained by Berthelot and 
Jungfleisch, at 10°. 


Tartaric acid.. — 3270 cal. 

Anhydrous racemic acid. —5420 „ 

Hydrated „ „ . —6900 „ 
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but Thomson gives a somewhat higher value for the first of these 
acids, —3596 cal. at 19*6°. 

“ The heat of dissolution of hydrated racemic acid corrected for the 
heat of fusion of the water it contains (1501 cal.) is —5564 cal., and 
the difference between this quantity and the heat of dissolution of the 
anhydrdtis acid gives the heat of combination of the latter with its 
water, this is a negative quantity, —111 cal.; Berthelot’s figuros give a 
value not differing very much from this, namely, + 68 cal. This value, 
it must be remembered, refers solely to the heat of combination of the 
substances in the solid condition, and is independent of any decom¬ 
position which they may undergo on dissolution, provided the anhy¬ 
drous and hydrated acids yield identical solutions, which there is no 
reason to doubt. NTow it is very improbable that the heat of com¬ 
bination of a salt with its water should be a negative quantity or 
even nil, there is indeed but one imperfectly established case in 
which the experimental results indicate such an occurrence (this 
vol., p. 77); it is more probable that the negative value is apparent 
not real. Two explanations may bo offered: first, that tho so-called 
hydrated acid does not contain water of crystallisation at all, but an 
additional H 8 4- 0 as part of its constitution.* The gonoral behaviour 
of the acid, however, tends to discountenance such a view, especially 
as the molecular volume of the water deduced from Dr. Perkin’s 
results is 16*8, a quantity smaller than that (18*8) of H 2 4- 0, but 
similar to some of the values found for water of crystallisation in 
feebly hydrated salts. The second and more probable explanation is 
that the hydrated acid is not the hydrate of the anhydrous acid, but 
that when the former is deprived of its water, tho residual con¬ 
stituents enter into a state of more intimate combination, tho resulting 
anhydrous compound being different in constitution from tho hydrated 
compound. The quantity, —111 cal., would thus represent tho boat 
of combination of the water, less that absorbed on tho alteration of 
structure accompanying hydration.” 

."Ethyl Diaceto-tartrate and Diac( , lo-racemat ( > * 

Whilst making these experiments on tartaric and raoomic acids, I 
thought it would be of interest to re-examine diacetotartaric and 
diaceto-raoemic ethers in reference to their boiling points. As tlu* 
temperature at which these boil under ordinary pressure is very high, 
I preferred to take their boiling points under reduced pressure. They 
were both found to boil at the same temperature, viz., 229—280° 

* If it is not water, the heat of formation of tho so-called hydrated acid from tho 
anhydrous acid and water will he (7066—5676 =) 1890 cal., no allowance 1 laving to 
he made for the heat of fusion of any water in the first acid. 
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under 100 mm. Whilst preparing diaccto-racemic ether I succeeded 
in obtaining it in well-defined crystals from a solution in light petro¬ 
leum. Professor Haushofer has been so kind as to measure them for 
me, and obtained the following results:— 


Crystalline System Tiiclinic. 

Colourless, but not transparent, crystals in the form of thick tables 
or plates, the surfaces of which were insufficient for calculating the 
morphological elements. They appear to be a combination of the 
three pairs of surfaces (100) = a, (*010) = ft, and (001) = c, parallel 
to the axial planes with a hemipyramid (110) = the different 
developments of which are represented by the two figures in the cut. 
The substance is well characterised by the fact that convergent 
polarised light on the surface & gives rise to a uniaxial interference 
image (somewhat excentric). 

Angles measured. 

(0l0)(100) &' : a = 92° 26' 

(0l0)(110) = V : jp = 63 55 
(0l0)(001) = V : c = 96 45 
(100)(001) = a : c = 99 40 
(001) (110) r C : p = 93 34 



The crystalline form of the diacototartaric othor has already been 
measured by M. Oh. Soret, and described in M. Am6 Pictet’s 
Dissertation, Jleeherohes sur les JSthers Tariariques (Geneva, 1881). 

Add Twrtarate of Silver. 

When preparing the tartarato of silver already referred to, by 
adding a somewhat strong solution of silver nitrate to a similar 
solution of tartaric acid, after filtering off the silver salt, and allowing 
the dear solution to stand for about 24 hours, it was found to contain 
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a quantity of beautiful, large, well-defined, brilliant crystals. These 
were washed with a little cold water, and dried first on bibulous papor 
and then oyer sulphuric acid. Thoy gave the following numbers on 
analysis:— 

I. XL III. IV. 

* Silver. 39*27 39*39 39*35 39*28 

Water. — — 6*56 6*59 

The water was determined by heating at 100° and also at 110°. 

The formula C4H 6 ,Ag0 6 ,H J i0 requires silver, 39*27; water, 6*54. 
Several preparations were made, and Professor Haushofer was good 
enough to examine some of the crystals. Tho following are his 
results:— 


Crystalline System , Monoclinic; a zb : c = 0*7205 : 1 : 0*8685; 
p = 70° 10' 



Prismatic crystals usually developed in the direction of the ortho- 
pinaco'id. Crystals of tho combinations ooPco (100) = a, ooP (*110) 
= p, OP (001) = c, 3?oo (Oil) = 2 , ooSRoo (010) as 5, Poo (10T) = n 
The surface r is wanting in most of tho crystals. Tho surfaces a and 
p exhibit a fine vertical striation. 


Measured. 

a : c = (100) (001) = *109° 50' 
p : p — (110)(llO) = *112 5 

2 : q = (011) (Oil) = *101 52 
2 : a = (Oil)(100) = 105 1 

q:p = (Oil)(110) = 124 25 
r : a = (10l)(100) = 182 80 
2 : e = (011)(001) = 140 55 
6:2 = (010) (011) = 129 5 

6 : p = (010)(110) = 128 54 
ap — (100) (110) = 146 0 


Calculated. 


— — (before) 

— — (above) 
105° 16' 

124 24 
182 38 
140 56 
129 4 

123 58 
146 2 
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This salt when heated with water becomes opaque, and is apparently 
converted into the ordinary silver tarti ate, with separation of tartaric 
acid, which dissolves some of the salt. If boiled with a strong 
solution of tartaric acid, it dissolves, and on cooling a white product 
is first deposited, which afterwards changes into small crystals, 
consisting apparently of tho above acid silver tartrate. * 

An acid silver racemate appears to bo formed in tho same way as 
tho tartrates, but it is much less soluble in wafcor, and tho crystals are 
small. I have not been able to obtain it free from the neutial race¬ 
mate. One specimen of this impure salt gave 45*3 per cent, of silver $ 
this is much lower than the ordinary salt, which requires 59*3, and is 
good evidence that an acid racemate exists. 


XXXVI .—The Colouring Matter of Droscra Whittakeri. 

By Edward H. Bennie, M.A., D.Sc,, Professor of Chemistry in the 
University of Adelaide, South Australia. 

j Preliminary Notice . 

Among tho many species of Drosora to be found in Australia, one, 
JDrosera Whittalceri, which grows plentifully on tho hills near Adelaide, 
is conspicuous in the spring-time by its pretty white flowers* 
resembling those of the white oxalis. This species is provided with a 
tuber, one apparently to oaeh plant, which is found attached to a 
straight stem at a depth of 3 or 4 inches. Thoso tubers invariably 
consist of an innor solid but soft nucleus, Cull of reddish sap or juice, 
and an outer scries of easily doi ached thin and more or loss dry 
layers of an almost black material. Between thoso layers is to be 
found small quantities of a brilliant red colouring matter, tho amount 
varying in tubors of different sijao and ago, but apparently more 
plentiful in tho older plants. My attention was drawn to the plant 
by Professor Tate, of Adelaide University, and on inquiry I found 
that Mr. Francis, of this city, had extracted the colouring matter by 
means of carbon bisulphide, found that it was volatile, and that by 
its means boautiful tints could be produced ou silk by tho use of 
various mordants, but beyond that had not continued the investi¬ 
gation. 

A preliminary examination having shown that the substance could 
be obtained in the crystalline condition, it was determined to further 
investigate it. The plant is easily obtainable in spring, but on the 
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approach of summer the leaves dry up and disappear. When it is 
remembered that the yield of colouring matter is very small, that the 
tubers vary from J to f inch in diameter, and that to obtain each 
tuber it is necessary to dig down 4 or 5 inches, often in hard soil, it 
will be easily understood that a considerable amount of labour is 
required to collect even a moderate quantity. The time and labour at 
my disposal being limited, I have only been able to obtain about 
4 quarts (weight unfortunately not noted) of the tubers. The crude 
colouring matter obtained, as described below, from this quantity did 
not amount to more than 5 or 6 grams at the utmost. The method 
of extraction was as follows:— 

The tubers wore well crushed, and repeatedly treated with hot 
strong alcohol, washed with strong alcohol till the filtrate became 
almost colourless, and the spirit then distilled off. Tho residue, still 
containing a little alcohol, was then mixed with some water, allowed 
to stand, and filtered. In this way, almost the whole of the colouring 
matter was obtained as a dark-red mass on the filter-paper. This was 
dried, and then sublimed. The subliming apparatus consisted of a 
common saucepan, over the mouth of which was placed an oi'dinary 
tinned-iron sand-bath dish, and then inverted over this a largo glass 
funnel, having its neck closed by a cork. The filter-paper with tho 
substance was placed on the tin dish, and the temperature raisod till 
sublimation went on freely, but not to such a point as to cause fusion. 
A considerable amount of carbonaceous matter always remained 
behind, but this appeared to consist of a quantity of charred 
resinous (?) matter extracted by the alcohol, and not to be a product of 
decomposition, subsequent experiments having shown that sublimation 
of the purified material could be effected with littlo or no change. 

The sublimate thus obtained was of a brilliant vermilion colour, 
partly adhering closely to the surface of the glass, and partly in 
feathery crystals. Three specimens of this apparently pure material 
were burnt with the following results:— 


I. H. III. 

Carbon. 62*00 61*35 6246 

Hydrogen.. 4*27 4*84 4*51 


These numbers being scarcely satisfactory for a homogeneous 
material, small quantities of the substance were dissolved iu some 
suitable solvent, a few drops allowed to evaporate, and the residue 
examined microscopically. This at once revealed the presence of at 
least two substances, ouo crystallising in small reddish plates, and the 
other in longer yellow or reddish-yellow needles, the latter occurring 
chiefly on the outer rim of the evaporated drop, indicating latex* 
deposition and therefore greater solubility. After a few trials, it was 





OF DROSERA WHITTAKERI. 373- 

found that ono of those substances, being much less soluble, could be 
separated by crystallisation from boiling alcohol or boiling glacial 
acetic acid. From cither of these liquids, tho less soluble substance 
separates on cooling in small, brilliant, red plates, canoe-shaped under 
the microscope. Below are tho results of combustion, the specimens 
used having been obtained from different portions of crude sublimate 
as follows:— 

I. Crystallised three times from boiling glacial acetic acid. 

IT. No. I crystallised once more from the same solvent. 

III. Crystallised first from glacial acetic acid, then twice from 
boiling alcohol, then twice more from glacial acetic acid. 

IV. Crystallised first from boiling alcohol, then twice from glacial? 
acetic acid. 

V. Crystallised first from boiling alcohol, then three times from 
glacial acetic acid. 

The crystallisation was in each caso continued until a drop of the 
mothor-liquid, evaporated on a glass slide, gave no further indication 
under the microscope of the presence of tho reddish-yellow needles 
above alluded to. 


Substance. CO;. H 3 0. 

1. 0-2109 0-4655 0*076 

II . 0-2026 0*444 0*0715 

III . 0-2116 0-4639 0*0764 

IV . 0-2240 0*4895 0*0818 

V. 0*2723 0*5974 0*0985 

Found. 

Calculated for ( - K ■ ■ — - . ^ 

OniiA. i. n. hi. iv v. 

C . 60*00 60*19 50*77 59*93 60*00 59*83 

H*,. 3*64 4*00 3*92 4'0l 4*05 4*01 

O . 36*36 _____ 


100*00 

It is easily soon that the numbers agree fairly well with those 
required by tho formula CnHgOs, which may represent a trihydrozy- 
mdhylnwp'hthaqitmo'ne. Tho reactions to bo subsequently described 
soem to confirm this view. 

The crystals are anhydrous, and when dry are magnificently brilliant 
in sunlight. All the specimens described above melted at or very 
nearto 192—193°. The substance is soluble, although with some diffi- 

* It was found afterwards that a slight defeat in the dying apparatus was the 
probable cause of the rather high results for hydrogen. 
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culty, in boiling strong alcohol or glacial acetic acid, very sparingly 
•soluble in the cold liquids, and almost completely precipitated by 
water, in which, however, it dissolves to a small extent on boiling. It 
•dissolves more easily in ether, and less readily in benzene and carbon 
bisulphide. It is soluble in solutions of the caustic alkalis and 
ammonia, with production of a splendid deep violet-red colour, and is 
immediately precipitated by acids, or gradually by carbon dioxide. 
On mixing boiling dilute solutions of potash and this substance in 
strong alcohol, and cooling, a dark-coloured compound crystallised 
out, but the quantity obtained was too small to purify for analysis. 

In order to get some proof of the naturo of this material, attempts 
were made to discover the presonce of hydroxyl-groups, but so far 
unsuccessfully—this, however, is probably due to tho fact that want 
of material has prevented the repetition of experiments under proper 
conditions. 

A small quantity of material heated with benzoic chloride at 180° 
in a sealed tnbe for several hours yielded only a tarry uninviting mass. 

On© gram of substance was heated with methyl alcohol, methyl 
iodide, and caustic potash in suitable proportions in a flask attaehod 
to a reflux condenser, but the resulting liquid, on acidification, yielded 
only the unchanged substance. 

Oxidation .—The substance is easily and rapidly oxidised by nitric 
acid, chromic acid, alkaline permanganate or alkalino ferrioyamdo. 
In order to examine the products, one gram was heated in a flask 
(attached to reversed condenser) with a mixture of potassium 
dichromate and sulphuric acid containing about 5 per cent, of tho 
former: carbon dioxide came off in abundance. As soon as action 
had ceased, the liquid was distilled nearly to dryness, the retort filled 
up with distilled water, the contents again distilled off, and this 
process repeated. Tho mixed distillates wore neutralised with pure 
barium carbonate, filtered, evaporated in a platinum dish, tho residue 
taken up in a small quantity of water, filtorod, and again evaporated 
in a weighed dish and dried. The residue was crystalline, and 
answered to the qualitative tests for barium acotato. 

Weight of barium acetate found = 0'602 gram = 0*2833 gram 
acetic acid = 28*33 per cent. Theoretically a trihy&rorymrthjlmph- 
thaquinone should yield 27*27 per cent, of acetic acid on oxidation. 

The salt gave on analysis 53 per cent, of barium instead of 5372 
per cent, as required by theory, so that it was not quite pure. This 
result, therefore, so far confirms the view expressed above as to the 
nature of the substance. Oxalic acid appears to be a product of 
♦oxidation by nitric acid, but this was not confirmed. 

Reduction.—So far as preliminary experiments on a small scale in 
.test-tubes are evidence, reduction is not easily effected by sodium 
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amalgam, by zinc and hydrochloric acid, by iron and acetic acid, or 
by sulphurous acid. When, however, a boiling alcoholic (or acetic 
acid) solution is poured carefully into a boiling solution of stannous 
chloride in a mixture of alcohol (or acetic acid) with hydrochloric 
acid, tho deep rod colour of the solution rapidly passes into pale 
yellow, and on cooling a yellow substance crystallises out in brilliant 
scales, canoe-shaped under the microscope. Once or twice, when 
alcoholic solutions were used, the liquid on boiling for some time 
longer became green, and then violet-red; but as this change did not 
occur with acetic acid solutions, it was probably due to the formation 
of a small quantity of colouring matter caused by tho alcohol or 
some contained impurity, especially as a specimen of substance which 
crystallised out green instead of yellow had the same molting point 
as the yellow material, and on recrystallisation from a mixture of 
alcohol and water regained its yellow colour. The crystals were 
filterod off, washed with wator, and then dried in a vacuum over sul¬ 
phuric acid. Two specimens thus prepared meltod at 215—217°. 

On combustion the following numbers were obtained:— 


Substance. C0 2 . H 3 0. 

1. 0-2095 0-4558 0-093 

II. 0-2183 0-4700 0*096 

Found. 

Calculated for f -*-s 

O u H 10 O 6 . L II. 

C . 59-46 59-33 59*42 

H . 4-50 4-93 488 

0 . 36*04 — — 


100-00 

Tho numbers, therefore, agroo fairly well with those required for 
the corresponding hydroquinono. When dry, this substance is stable 
in the air, but if loft in contact wifch alcohol or wator it soon becomes 
red. This change, evidently duo to rooxidation, is much more rapid 
in alkaline solution, especially on heating, when the deep violet-rod 
colour characteristic of a solution of tho original substance in alkali 
appoars almost immediately. Oxidation occurs also when an attempt 
is made to sublime the reduced product in presence of air. It is 
easily soluble in alcohol and ether, less readily in benzene or carbon 
bisulphide. 

Examination of the Mother-liquor after Separation of the first 
described Substance, —The mother-liquor, whether acetic or alcoholic, 
deposited on standing (in a covered beaker) a furthor small quantity 
of crystalline substance, which, however, proved to be the same as 
that already described. 
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On pouring off the clear liquid and adding water, a copious crystal¬ 
line precipitate formed. This was filtered off, dried, and then boiled 
with ordinary strong acetic acid (not glacial) in such quantity as only 
to dissolve part of it, leaving perhaps about three-fourths undissolvcd, 
and the liquid filtered. The residue was then boiled again with tlio 
same solvent, this time in sufficient quantity to dissolve all but a very 
pmfl.11 portion, the latter filtered off and the liquid allowed to crystallise, 
and this operation then repeated, the object of the method of treat¬ 
ment being—first, to get rid of any more soluble matter; and, 
secondly, to remove any of the less soluble substance which might yot 
remain. The crystals thus obtained were needles quite different in 
appearance from the red plates above described, although to the eye of 
much the same colour. Under the microscope the single crystals 
seemed yellow, bnt wherever they overlapped the colour became deep 
orange to red, and the material was apparently homogeneous. 

The quantity in hand was small, and did not allow of many ro- 
crystallisations to make sure of purity, but the melting point was 
fairly constant, several different specimensmelting at 164—165°; one, 
however, melted at 170°. The numbers obtained on combustion agroo 
fairly well among themselves and with those required for tho formula 
CnHgO*. 


I... 

Substance. 
. 0-2213 

CO s . 

0-5194 

H,0. 

0-0871 

n... 

. 0-2195 

0-5136 

0-0839 

m... 

. 0-2031 

0-4780 

0-0788 


Calculated for 
ChH 8 04 . 

.... 64-70 

Round. 


o.. 

i ii. 

64-01 63-81 

nl. 

64-18 

H.. 

.... 3*92 

4-38 424 

4-31 

o.. 

.... 31-38 

— — 

— 


100-00 




This substance is considerably more soluble than tho other in all 
solvents tried. Its solution in caustic alkalis has simply a doop-rod 
colour without any trace of violet, and this corresponds with a marked 
difference in the absorption spectrum as shown below. 

Material was wanting for a study of the oxidation and reduction 
products in this case; but oxidation is readily effected as in tho other 
case, and the deep-red solution becomes pale-yellow on treatment with 
stannous chloride as described above, but no crystals separate (at least 
in the experiment tried) indicating a much greater solubility of the 
reduced product. 

In all probability, therefore, this second substance is also a derivative 
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of methylnaphthaquinone, but contains one hydroxyl-group less than 
the first. 

Absorption Spectra —The following are approximate representations 
of the absorption spectra of these two substances when dissolved in 
alcoholic potash, the upper dotted curve representing the less soluble 
substance CnHgOs, whilst the lower represents the more soluble 
OnHeO*. 


Less 

soluble 


CnH 8 0 5 . 


More 

soluble 


ChH 8 0 4 . 



Possibly there is still a third substance present, for the mother- 
liquor from the crystallisation of the second substance, when diluted* 
gives a precipitate, and this, when treated with boiling ordinary acetic 
acid, leaving a small quantity nndis&olved, yields a crop of crystals of 
lower molting point; if this process is reported, the melting point 
becomes still lower. Whether this is due to some more soluble 
impurity which increases in proportion at each crystallisation, or to 
the presence of a third substance of lower molting point, I .am at 
present unable to say, the quantity of material at my disposal being 
altogether insufficient. 

There can be little doubt from the preliminary experiments that 
those colouring matters are derivatives of a methylnaphthaquinone. 
Possibly the red substance referred to at the outset as occurring 
between the outer layers of the tubers is the less soluble and more 
highly oxidised of the two, the soft juicy interior of the tubers con¬ 
taining the other, but this point must be left for further examination. 
I hope next spring to be able to secure a much larger quantity of 
material, and to follow up these results by a closer investigation. 

2 o 


VOIi. H. 
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TYT VTT .—Further Notes on the Di-Hatmd Derivatives of 
T/docarbamide. 

By Georges McGowan, PhD., Demonstrator of Chemistry, 
University College of North Wales, Bangor. 

Since the previous paper (Trans., 1886, 191), in which I described 
various dithiocarhamide-derivatives, I have continued the study of 
those compo un ds. This paper will be confined to tho di-haloid com¬ 
pounds of dithiocarbamide, leaving for future discussion some com¬ 
pounds of thiocarbamide with organic acid radicles. 

Dithiocarhamide Dibromide, (CSN*Hi)»B)V 

Claus (Annalen, 179, 139) has already described dithiocarhamide 
dibromide, (CSNaH^aB^, obtained by the addition in molecular pro¬ 
portions of bromine to thiocarbamide, either in alcoholic, or with 
careful cooling, in aqueous solution; but he states at the same time 
that from the ease with which it decomposes, ho found difficulty in 
getting it in a state sufficiently pure for analysis. I have, however, 
succeeded in obtaining it in beautiful large crystals, by tho gradual 
addition of bromine to a moderately dilute aqueous solution of ihio- 
carbamide, of course cooling whenever the solution tended to become 
too warm. On standing, the crystals are deposited, the substance 
not being very soluble in water. At the ordinary temperature the 
crystals are stable. A small portion of the substance (which had 
been dried on paper) was powdered, pressed between paper, and Hum 
placed over sulphuric acid in a vacuum. 

01891 gram gave 28*0 c.c. N. at 14° 0. and 779 mm. 

Mercury pressure < ... 17*99 per cent. N, 

Calculated for (CSN 2 H 4 ),Br 2 . 17*95 „ 

Claus has already mentioned, that in outward appearance thodibro* 
mido is not to bo distinguished from tho dichlorido, (0RN 3 Ih) 2 ()I 4 . 
This is not only true for the noedle-shapod crystals, as originally 
deposited from alcoholic solution, but also applios to thoir behaviour 
if dissolved in 90 per cent, alcohol on a microscopic slide, and allowed 
to recrystallise (already described by me for tho dichlorido, Trans., 
1886,191). Only, in the case of tho dibromide, tho plates deposited 
seem to be more elongated than in that of the chloride. 

Action of Excess of Bromine on Thioccurbmiide* 

Another substance was formed, however, when the addition of 
bromine to the aqueous solution of thiocarbamido was continued, 
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always with cooling, until it ceased to be absorbed, and the solution 
no longer gavo a precipitate of sulphur on the addition of alkali, 
thus showing that dibromido was no longer present (Clans, be . cU.). 
On nearly but not quite neutralising this solution with caustic 
potash, ovaporating to drynoss on a water-bath, and extracting the 
residue with boiling alcohol, tho liquid deposited, after distilling off 
the alcohol, long, flat somewhat deliquescent prismatic crystals, mixed 
with cubes of potassium bromide. The former wore freed from tho 
potassium salt by a few rocrystallisations from cold absolute alcohol, 
iu which they arc soluble, pressed between paper, and finally dried 
for a short time in the air-bath. 

0*1255 gram gave 53*5 c.c. N at 8*, and 727*5 inm. morcury pres¬ 
sure a= 49-27 per cent. N. 

Calculated for carbamide, CON3H4, 46*GG por cent. N\ 

The molting point of those crystals was found to be 132—133° (not 
very sharp) ; carbamide fuses at 120°. 

This result being unsatisfactory, a further quantity of the com¬ 
pound was prepared, but the product was found in this case to bo 
very deliquescent and somewhat difficult to crystallise, owing, no 
doubt, to tho presence of some cyanamide, and also to the fact that 
tho amount at command was not very largo; nitric acid was, therefore, 
added to its aqueous solution, whom crystals of carbamide nitrate, 
CON B H 4 ,UNO# wore at once thrown down. Those, after being rodis- 
wolvod in water and roprocipitatod by nitric acid, wore analysed. 

0*1075 gram gave 48*0 c.c. N at 9", and 741 mm. morcury pressure 
«s 34*34 per cent. N. 

Calculated for (XlNjH^HNOt * 34*15 per cent. N. 

This compound was, therefore, carbamide nitrate, and tho original 
crystals wore carbamide, OONaH*, not quite pure. 

Tho residual sails, after tho extraction of tho whole mass by 
alcohol, wore found to consist of bromide and sulphate of potassium, 
a portion of the latter having iudood already crystallised out from 
tho aqueous solution before it was evaporated down. 

Tho action of excess of bromine on thiocurbamido in aqueous solu¬ 
tion, therefore, is to convert if into carbamide, or more probably in 
tho first instance into oyanamidc, thus ?~~ 

Thioearbamido. Cyammldo. 

CSN 8 il 4 + 4Br* + 411*0 = ON’NH* + 8HBr + H*S0 4 . 

This is corroborated by tho fact that 7*11 grams of nearly pure 
thiooarbamido required approximately 64 grams of bromine for oxida¬ 
tion, tho calculated amount for tho above equation being 60*0 grams. 
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The higher percentage of nitrogen found in the estimation at p. 379, 
viz., 49*27 per cent, instead of 46*66 per oent., was thereforo no doubt 
due to the presence of a small quantity of dicyandiamide, polymerised 
from the cyanamide originally formed. 

Action of Sulphuretted Hydrogen on Dithiocarbcmide Dichloride, 
(CSNaH^Cl* 

If dithiocarbamide dichloride is dissolved in absolute alcohol, and 
sulphuretted hydrogen passed through the solution, sulphur is at once 
deposited. 

(a.) 0*716 gram (CSNjH^aCla yielded 0*1015 gram S (washed and 
dried in air-bath). 

Calculated for the equation— 

(CSN*H 4 ) 2 C 1 2 + H*S = S + 2CSBr a Hd,H01, 
we should have 0*1027 gram S. 

The filtrate from the sulphur was evaporated over sulphuric acid in 
a vacuum, when Borne hydrochloric acid was given off, and crystals 
(well-formed four-sided pyramids) deposited. These were dried 
between paper for a chlorine determination. 

0*2291 gram ignited with lime, gave 0*2249 gram AgCl as 24*3 
per cent. Cl. 

Calculated for CSN 2 H 4 ,HCi = 31*56 per cent. Cl. 

(5.) 0*922 gram (CSNaH^^Clj yielded 0*1333 gram sulphur; ealeu* 
lated for the above equation 0*1323. 

The alcoholic filtrate was evaporated exactly as above (it had an 
acid odour from hydrochloric acid), and the rosidual crystals won* 
analysed. 

0*1834 gram gave 01456 gram AgCl = 19*64 per cont. OL 

Calculated for CSN 2 H 4 ,HC1 = 31*56 per cent. CL 

The crystals contained no dichloride. 

There can, therefore, be no doubt that iho equation above given 
represents the action of sulphuretted hydrogen on dithiocavbamiclo 
dichloride in alcoholic solution. But the thiocarbamide hydrochloride, 
CSNaH^HCl, formed, not being very stable, is partly decomposed 
into thiocarbamide and hydrochloric acid. 

Action of Cyanides on Thiocarbamide md its Dichloride . 

I have made a good many attempts to prepare what would bo a 
highly interesting compound, viz., dithiocarbamide dicyanide* but 
without success. I may, however, here shortly describe the action of 
a few cyanides on thiocarbamide and its dichloride. 
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(1.) Cyanogen Iodide I ON.—II iodide of cyanogen is dissolved in 
absolute other, an equivalent quantity of finely-powdered thiocarb- 
amide added, and the whole shaken up, the thioearbamide—itself 
insoluble in other—dissolves conqdololy, while tho liquid becomes 
dark from separated iodine; possibly tho following reaction occurs, at 
least in tho first instance 

20SN a H 4 + 2ION = (CSN*H 4 ) 2 (OTr) a + I 2 . 

On shaking up this ethereal solution with excess of mercury, in the 
hope of getting rid of the iodine, a yellow-coloured solution was 
obtained, which, on evaporation of tho ether, loft a viscid orango- 
eolonrod mass, smelling of hydrocyanic acid. On dissolving this in a 
little alcohol, and then adding excess of water, a white milky preci¬ 
pitate was formed, which agglomerated immediately to a yellow mass. 
This was collected and dried, first over sulphuric acid, and finally at 
a temperature of about 50°. 

0*1301 gram gavo G*05 c.c. N* at 11° 1747 mm. mercury prossuro 
= 5*45 per cent. N. 

Thifj snbstanco was found to contain both iodine and mercury, and 
is therefore nothing olso than the double compound of thioearbamide 
with mercuric iodide, CSNJhjHgl,*, already described by Maly (lier., 
9, ] 73), which contains 5*20 per cent. N. It crystallises from alcohol 
in radiating groups of needles. 

(2.) Silver Cyanide , AgOJSL — If dithiocarbamido dichlorido, 
(CSNiH^Clj, dissolved oiihor in a little water or alcohol, or without 
any solvent whatever, is rubbed in a moitar with cyanide of silver, 
hydrocyanic acid oscapcs, and tho solution is found to contain thio¬ 
cyanate, and, on slow evaporation, deposits crystals of ammonium 
chloride. This evolution of hydrocyanic acid takes place oven if the 
two compounds, just moistened with absolute alcohol, are allowed 
to react on oach other in a vessel surrounded by a mixture of ice and 
suit* 

(3.) Pofasfiimn Cyanide^ KON.—Tho notion hero is very similar to 
that of silver cyanide, if a little dithiocarbamido dichloride is added 
to a cold aqueous solution of potassium cyanide, it dissolves, hydro¬ 
cyanic aeicl being ovolvod. If the dichlorido, in alcoholic solution, is 
heated with excess of finely powdered cyanide of potassium, much 
ammonia and hydrocyanic acid are givon off', while the resulting liquid 
is found to contain thioearbamide,'* and a small quantity of a brownish 
liquid with an aromatic odour. 

* Tho amount got was necessarily very small. On analysis, it yielded 33*7 per 
cent. K ; calculated for CSN 2 J[ 4 30 85 par cent. Besides tikis, its general appear¬ 
ance and behaviour corresponded exactly with that of tliiooarbamido. 

VOL* LI. 2 X> 
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(4.) Silver Potassium Cyanide, AgOH,KCH.—0*318 gram of this 
double cyanide (2 mols.) and 0*3 78 gram dithiocarbamido diohlorido 
(1 mol.) were dissolved in wator separately, and the solutions mixed, 
when a precipitate of silver cyanide at once camo down. Tho filtrate 
from this was strongly acid to test-papers, and smelt of hydrocyanic 
acid. It contained no unchanged dichloride, and no ammonium Halt, 
but much thiocyanate. 

In order to determine tho quantity of hydrocyanic acid ovolvod in 
the above reaction, 0*5 gram (tbat is, an excess) of the double cyanide 
of silver and potassium was added to an aqueous solution of 0*234 
gram dichloride in a flask, which was then heated till no more hydro¬ 
cyanic acid was given off; the vapours wore passed into a solution of 
nitrate of silver acidified with nitric acid, and tho resulting silver 
cyanide was finally converted into chloride. In this way, 0*2005 gram 
of AgCl were obtained, coiTOsponding with 0*0507 gram ilON 
evolved. How, according to the following equation— 

(CSN a H 4 ) a Cl 3 + 2AgCH,KCH = CSH 3 H 4 + OTTNH. + R + 

2IICH + 2KC1 + 2AgON, 

there ought to be 0*0547 gram HCN, which agrees very closely with 
the result got. 

This reaction, and thoso with the other cyanides, point therefore to 
the formation, in the first instance, of dithiocarbamido dicyauido, 
which immediately decomposes, probably in tho same way an i ho 
other di-halo'id compounds of thioenrbamido do when their solid ions 
are heated, or on addition of an alkali, or simply on standing (Claim, 
loo . cit.), the sulphur which is liberated being, however, in this ease 
taken up by the excess of cyanido prosont, with the formation of 
thiocyanate. 

University College of N. Wales , Bangor, 

February , 1887. 
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XXXVIII .—Researches on Chrom-orgamc AMs. 

By Emil A. Wbrnuk, Assistant in tho Chemical Laboratory, University 

of Dublin. 

When oxalic acid is used to reduce potassium dichromate, two distinct 
compounds can be obtained according to the conditions under which 
the experiment is performed. 

1st. If the oxalic acid is in largo excoss, and partly present as acid 
potassium salt, the beautiful “blue oxalato of chromium and 
potassium ” is obtained, discovered by Dr. Gregory in 1837. 

2nd. If the oxalic acid used for reduction bo not in very great 
excess, and none of it as the potassium salt, a fine rod salt will bo 
formed which was discovered by Crofts in 1842. 

The compounds thus obtained have boon generally iroatod as 
“ double salts,” that is, as molecular compounds of chromium oxalato 
with oxalate of potassium, or any of the other metals which can ho 
made to displace potassium in thcHO compounds. Malagnti, however, 
took a different view of their natnre, and pointed out (Oomph rend., 
16 , 456) that “the oxide of chromium, and probably all the oxides of 
the same formula, can, in combining with certain organic acids, give 
rise to compounds which, far from being salts, arc writable acids.” 
Malaguti’s view seems to have attracted little attention, as it has 
been almost ignored by other chomists (with the exception of Clarke 
and Keblor) who have worked with those remarkable chrominui- 
dorivatives. 

My examination of tboso substances has led mo to the conclusion 
that they arc salts of complex chromoxalic acids, and that other 
organic acids can bo more or less completely substituted for oxalic 
acid in Home of theso compounds. 

In tho prosont paper, T propose to describe ilio rowults obtained with 
salts of chromoxalic acid, and primarily to show that tho formula of 
Gregory’s salt, K#Cr(C a 04)4,31L0, must be doubled. 

Paut T. 

On ceriam Ohrrmoxalales {TYtm Series). 

A quantity of Gregory’s salt was prepared according to its 
discoverer’s directions, and analysed with tho results stated below 
Tho method adopted for the analysis of this salt and of tho different 
compounds described, was as follows: the substance was ignited in a 
platinum crucible with free access of air, the residue consisting of a 

2 o 2 
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mixture of potassic chromate and carbonate was dissolved in water, tlio 
acidified solution reduced by boiling with alcohol, and tho chromium 
precipitated with ammonia; the potassium was estimated in tho 
filtrate by evaporating to dryness, igniting, and weighing as sulpluito. 
The oxalic radicle was estimated by boiling the aqaeous solution of 
the salt with a slight excess of potash until completely decomposed, 
filtering from precipitated chromic hydrato, and determining the 
oxalic acid in the filtrate, after acidifying with sulphuric acid, by 
means of potassium permanganate. 

Found. 

A ... —— 



Theory. 

r 

1 

n. 

K,. 

24’02 per cent. 

23-84 

— 

Cr 2 . 

10-68 „ 

11-08 

11-14 

(C a 0 4 ). 

64-20 „ 

6384 

63-09 

(H 2 0) g ■ • • • 

n-io „ 

11-24 (by diff.) 

— 


100*00 

100-00 



The formation of this salt is represented by the following 
equation:— 

K 2 Cr 2 07 4 ~ 4 KHO 2 O 4 + 5H 2 C 2 0 4 = K 8 Cr 2 (CA)e 4“ 600* + 7H 2 0; 
and its decomposition on ignition as— 

E^Cr 2 (C 2 0 4 ) 6 + 90 = 2 K 2 Cr 0 4 4- K a CO a + 1100*, 

which requires a residue amounting to 54 per cent, of tho crystal¬ 
lised salt; 1*424 gram ignited with free access of air loft a rosiduo 
weighing 0*7645 gram, equal to 53'69 per cent* of tho original 
weight. 

The proof that the doubled formula used above is tho correct 
one is afforded by the formation of the well-defined compound 
Kft(ini 4 )Cr 2 (Ca 0 4 )e, 6 H 20 , which is obtained by replacing ono molecule 
of KHO 2 .O 4 by (NTH 4 )HC 2 0 4 in the equation representing tho formation 
of Gregory’s salt. The ammonium in this compound was determined 
by distillation with soda solution, using an apparatus somewhat 
similar to that described by Holmes (Ghem. News , 52, 49)— 


Found. 



Theory. 


£- 


Ks. 

,. 20*47 per cent. 

21-14 

21-17 

UH 4 .... 

.. 1-88 


1-75 

1-88 

Or*. 

.. 10*92 


11-40 

10-91 

(O*oo».. 

.. 55*40 


65-61 

55-40 


. 11-33 


11-10 (by cliff.) 

11-83 


100-00 


100-00 
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This compound crystallises in deep-blue rhombic prisms, indis¬ 
tinguishable in appearance from Gregory’s compound, and possessing 
similar properties. 0*7063 gram ignited loft a rosiduo weighing 
0*3728 gram. s= 48*70 per cent., consisting of chromate and car¬ 
bonate of potassium. The decomposition is represented by tlie 
following equation:— 

2K5(NrH 4 )Cr a (C a 0 4 ) 6 + 90 a = 4K a OrO A + K a OO d + 23STH, + 

230O a + H a O, 

which requires a residue amounting to 47*95 per cent, of the 
crystalline salt. 

The decomposition of these salts on ignition is given as being 
characteristic, and furnishing at tho samo time corroborative evidence 
of the formula of tho particular compound. 

I may mention hero a salt prepared by replacing tho KHC a Ot by 
NaHC a 0 4 ; the resulting compound, which is exceedingly soluble in 
water, and crystallises very imperfectly, has tho formula 

KaNa^CC, 0 4 )o,8HA 

as deduced from the following analysis 



Theory. 

F~ 

Found. 

if. 

Kj .... 

.... 8*24 por cent. 

8-09 

— 

29*a 4 •.. • 

.... sm „ 

9-37 

— 

Or* .... 

.... 10-99 „ 

11-37 

— 

(0,00. 

.... 55-84 

56-18 

56*12 

(H,0) 8 

.... 15-21 „ 

14-91 

— 


100-00 

99-92 



When ignited under tho same conditions as tho other salts, this 
compound, unlike them, loaves a readily fusible residue: 0*0555 gram 
left rosiduo weighiug 0*3102 gram, equal to 48*23 por cent. Tho 
decomposition of tho salt is represented by tho equation— 

K^Ci' 2 (0 % 0<) 6 ,81I 2 0 + 90 » 2Na,Cr0 4 + K»CO s + 110O a 

+ 8H s O, 

which requires a rosiduo amounting to 48*83 por cent. 

Tho fact of chief importance connected with these salts is tlmt 
thoir solutions are not precipitated by calcium chloride or ammonia : 
moreover, when they aro troatod with solutions of certain of the 
heavier metals, as load, silver, barium, &c., they do not yield simple 
oxalates by double decomposition, but salts which contain tho new 
metal in the place previously occupied by tho alkali metal* These 
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facts suggest a more intimate unio n between the chromium and 
oxalic groups, than that which is usually supposed to exist in wiiaf 
are commonly accepted as double salts; in other words, it appears 
that in these compounds the group Gr/OjOOe phiys the part of an 
acid radicle, giving rise to a complex chrom-organic acid of which 
Gregory’s blue compound is the normal potassium salt, viz., potassium 
chromoxalate; the acid itself being hexabasic. On this view, 1 
propose to represent the constitution of the salt thus:— 



On referring to the literature of the subject, I found, as already 
stated, that a somewhat similar hypothesis had been advanced by 
Malaguti in 1843 in a letter to Dumas ( Oompt . rend., 16, 456) ; the 
statement concerning the constitution of these compounds, which I 
have given in his own words at the commencement of this paper, is, 
however, disputed by Lowel (Gompt. rend., 16, 862). Ho considers 
them to be double and triple salts, as does Rees Rooco (Oompt. mid., 
21, 1116), who prepared a number of similar salts by double decom¬ 
position, besides analogous compounds containing iron and alum¬ 
inium. 

When we examine the salts containing other metals, it soon 
becomes evident that the alkali metals occupy a position in these 
compounds quite distinct from that of the chromium. 

Hartley’s (Proc. Boy . Soc., 21, 499) calcium compound, 

KCaCi<0,0 4 )„4H 4 0, 

termed by him “ potassio-calcic chromic oxalate,” was propnrod 
according to his directions. I experienced some difficulty at first in 
obtaining this compound free from calcic oxalate, but by filtering a 
hot concentrated solution into a vessel immersed in a freezing mixture, 
small, but well-defined, perfectly pure crystals wore obtained. After 
drying by pressure, and for a short time over oil of vilriol, those gave 
on analysis results agreeing with those obtained by Hartley, but his 


formula must now be doubled:— 

Theory. 

r~ 

Found. 

n! 

K*. 

8*36 per cent. 

8-71 

— 

Ca,. 

8-56 „ 

8-43 

8*68 

Or* . 

H‘14 „ 

11-42 


(CaOi)^ .... 

66:58 „ 

57-04 

56-88 

(HfcO)s • • «• 

15*41 „ 

100*00 

18-89 

99-49 
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The wator determination in tho above analysis is low, from the fact 
that it is impossible to obtain this salt free from moisture without its 
parting with a small portion of wator of crystallisation, which it loses 
very readily over oil of vitriol. 

In an experiment, with a view to prepare a further quantity of this 
salt, cold moderately dilute solutions of calcium chloride and tho blue 
potash salt wore mixed (Hartley recommends warm dilute solutions); 
the liquid was allowed to stand for a few days in a largo flask, and at 
tho end of that time a quantity of crystals had deposited, in tufts of 
prismatic needles; these when dried wore of a fine deep-blue colour, 
much larger tlian Hartley’s salt, and entirely devoid of the beautiful 
greenish lustro so characteristic of the latter. On analysis, this com¬ 
pound gavo results agreeing with tho formula K^Ca^Ci^CiOtJ^GlI.O, 
differing therefore from Hartley’s salt by 2 rnols. of wator of crystal- 


lisation:— 

Theory. 

£ 

Found. 

n: 

K,. 

8*08 per cent. 

914 


Oa,. 

800 „ 

8-04 

8-85 

Or* . 

u-r>8 „ 

10-84 

— 

(0,04). ... 

58-71) „ 

58-08 

58-79 

(11,0),.... 

12*05 „ 

11-75 



100-00 

5)0-35 



Tho mother-liquor from those crystals furnished a quantity of 
Hartley’s salt, i liavo since made unsuccessful attempts to obtain a 
further quantity of this hexa-hydrated compound; its formation 
appears to bo entirely dependent on tho degree of concentration of 
the mixed solutions. These two calcium salts, differing from each 
other in their composition by only 2 tools. HjO, possess very different 
physical properties,as seen from the following table: - 


I. Kormulft— 

Minute ciyKtuIUno mxnlhw 

Partially decomponed by 

K 3 C%(;r a (aA)«-81I,0. 

jKWHOMflmK a beautiful 
gmuiinli hi Hire. 

hot water, with separa¬ 
tion of ealoie oxalate. 

2. Formula—■ 

lbriknatta noodle#, 
black by roilwtwl light/, 
blue by transmitted light. 

Not evidently decomposed 

KjCuaUraOJAl.-eWaO. 

by wator. 


These salts containing calcium in combination with the oxalic radicle 
to the extent of over half the weight of tho entire compound, are 
soluble in water, yet the addition of a sol able oxalate immediately 
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precipitates the calcium; this behaviour furnishes, I think, a striking- 
proof that these compounds are not double salts. An attempt to 
proparo a salt containing calcium only, by mixing an excess of calcium 
chloride with the blue salt, was unsuccessful, no tloliniio compound 
separating from the concentrated solution. The corresponding barium 
salt, which is very characteristic, is readily obtained by precipitating 
the blue salt with an excess of barium chloride. 

This compound crystallises in fine, long, silky needles, of a pale 
greenish colour, slightly dichroic; sparingly soluble in cold, roadily 
soluble in hot water, a tolerably concentrated solution gelatinises on 
cooling. The composition of this salt is BajCrfc(Ca0 4 )e,8H20 


Found. 



Theory. 

£ 

II. 

B&g • • • > 

.... 34*62 per cent. 

34'48 

34*53 

Cr 2 .... 

8*70 

8-47 

— 

(0,0 4 ). 

A A ,.y|,Q 

» • v • 4TJ1 j j 

44-29 

— 

(H»0) 8 

.... 1219 

12-26 

— 


100 00 

99-50 



When ignited, this salt leaves a residue of barium chromate and 
carbonate, the decomposition being— 

Ba*Cr a (C*0 4 ) 6 + 90 = 2BaCr0 4 4- BaCO* + llCO a . 

Two tribaric salts, containing respectively 12 and 18 raols. of water 
of crystallisation, aTe described by ReoB Reece (GompL 21,1116), 
while Clarke (Bar., 14, 36) describes one containing 7 mols. HjO, the 
existence of which is doubtful, as it seems a peculiar properly of all 
these salts to crystallise with an even number of water molecules. 

By treating the barium salt with dilute sulphuric acid, the barium 
is precipitated, and a liquid is obtained possessing a (loop greenish - 
red colour, strongly dichroic, not precipitated by excess of ammonia, 
nor by calcium chloride; treated with potash (not in excess) i< yields 
the original blue salt on evaporation. This liquid in all probability 
contains the acid H 8 Cr a (C a 0 4 ) 6 in solution, which, howovor, I have not 
yet succeeded in isolating, as the liquid decomposes on evaporation 
even in a vacuum, with separation of oxalic acid. A similar solution 
is obtained by acting on oxalic acid with a solution of chromic acid 
in proportions represented by the equation— 

H s CrA + 9H 2 C*0 4 = H6Cr a (C a 0 4 ) 6 + 713*0 + 600*. 

On attempting to throw the compound down by tho addition of strong 
alcohol to the aqueous solution, it was found that it mixod readily 
"with the latter, the compound being therefore soluble in alcohol. A 
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quantity of the barium salt in fine powder was suspended in absolute 
al coh ol, and decomposed by tlio calculated quantity of sulphuric acid; 
tlio complete decomposition of the barium salt in presence of tlio 
strong alcohol takos so vend hours, being very slow oven at the boiling 
point, of the alcohol. The mixture was allowed to stand sovoral days, 
and the resulting deep grocnibh-rod alcoholic solution filtered from the 
barium sulphai o. On co ueontration, the solution refused to crystallise, 
but when evaporated to dryness, it loft a bright green amorphous 
residue, exceedingly deliquescent, and possessing a peculiar othoreal 
odour. When ignited, this compound loaves a residue of chromic 
oxide, amounting to 17*48 per cent, of the original woight; for want of 
material it has not yet been investigated or analysed, suffice it to say 
hero that it is not the acid H G Cr/CiOi) 0 , but appears to be an ethereal 
compound, as wlion treated with water it is decomposed with separa¬ 
tion of a heavy oily liquid (ethylic oxalate?). I hope later on to 
fully investigate this peculiar compound, and give the results in a 
future communication. I havo also obtainod other salts of tho blue 
series by tho addition of eortain oxalates to tho rod series; these 
include compounds containing various organic bases, as aniline, carb¬ 
amide, <fcc., <fcc., and will bo described in a future paper. 

University Laboratory, 

Trinity College, Lublin . 


XXXIX .—Supper saturation of Salt Solutions . 

By W. W. J. MTioorj, M.A., D.So., VJU3.1I)., Lecturer on Ohoraistry, 
Mason College, Birmingham. 

In previous papers on this subject (Phil. Mag., 1885, June and 
Hoptombor), l brought forward tho view formerly advanced by 
Loowol (yi/m. Ohim. Vhys. [3], 49—51), that solutions usually regarded 
as supersaturated are not really so, but owo their formation to tho fact 
that tho salt dissolved is not the same as that which crystallises out in 
the solid state. Considerable support is given to this view by the 
fact that tho salts which exhibit the property of forming supersaturated 
solutions arc all hydrated when crystallised from solution at tho ordi¬ 
nary iomporaturo, no well authenticated instance existing, so far aB l 
am aware, of snporsataration of a solution of a wilt which crystallises 
without water.* While on tho other hand, if tho solutions of anhy- 

* Oitmlin (Handbook, vol. i, pugo 11), it is true, Hiatus tliat potassium diohro* 
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drous salts are examined at low temporalui’os, temperatures at which 
hydrates arc formed, then supersaturation is readily producod (Guthrie, 
PM. Mag. [4], 49 , 1). 

Supeisaturation has been frequently compared to snporfusion, the 
analogy being suggested by the usual method of preparing super¬ 
saturated solutions by cooling hot solutions, but it has been shown 
by de Coppot (Oomptf. rend., 1871, 73 , 1324) and myself (/oc. crt.) 
that supersaturated solutions can be readily prepared by dissolving 
cold dehydrated salt in cold water, and I have shown (loo. fit.) that 
such solutions are identical, so far as amount of dissolved salt is con¬ 
cerned, with solutions prepared by the aid of heat. Thus the analogy 
bieaks down; in addition, supersaturated solutions aro perfectly stable; 
so long as air is excluded, they may bo shaken, either alone or with 
sharp particles such as broken glass; a cunreut sufficiently strong to 
decompose the water is without effect on them, and finally they may 
he frozen without formation of the hydrate, which is at onco pio- 
duced by the addition of a crystal of the solid salt. In fact, the 
sole cause, which never fails to terminate the stato of supernatura- 
tion, is contact with a crystal of the hydrate, or of a salt isomorphous 
with it. 

In the papers referred to, I ascribed the formation of supersaturated 
solutions to the existence in solution of what may, for want of a bettor 
term, be called the anhydrous salt. According to this view, super¬ 
saturated solutions differ in no way from ordinary solutions, they aro 
merely saturated or non-satnTated solutions of the anhydrous salt, 
combination with water to form the hydrate taking place only at 
the moment of crystallisation. These views havo met with but little 
acceptance, however, by those who aro interested in the subjoct, the 
colour of some dissolved salts being regarded as positive proof of tbo 
existence of the hydrate in solution, moreover, stress has boon laid on 
the fact that the experiments were made in one case with sodium 
sulphate, which is regarded as an exceptional salt; but on the other 
hand, these experiments were borne out by others on sodium thiosul¬ 
phate, which exhibits no apparently exceptional behaviour in its solu¬ 
bility. 

In order to bring more experimental evidence to boar on this diffi¬ 
cult problem, I venture to lay the results of further experiments 
before the Society. These naturally fall into two groups. 

mate and silver nitrate are exceptions to the above; and F. Kohlrausch (Ann Phys, 
Chem r , 6, 28) chums to have prepared a supersaturated solution of ammonium 
chloride, while elsewhere I have seen it stated that pot&Bsium nitraic exhibits this 
proporfcy. I have myself attempted m vam to prepare supersaturated solutions of 
anhydrous salts; and Dr. Tilden informs me that he also has boon uniformly un- 
sucMasfuL 



NIOOL: SXJPERSATUBATION OF SALT SOLUTIONS. 35)1 

1. Experiments showing that ordinary and supersaturated solu¬ 
tions of the same salt have the same constitution 5 and 

2. Those which show that solutions of a salt do not contain the 
hydrate which is known in the solid state. 

The iirst of these cases can bo approached from two sides. It is 
possible to pass from an ordinary solution to a supersaturated one, 
either by lowering the temperature of a solution containing a definite 
amount of salt, or by increasing the amount of salt dissolved at a 
definite temperature. Each of theso methods yields evidence which 
is only partially conclusive, but the two together make the proof com¬ 
plete. 


Amount of Salt Constant, Temperature Falling* 

A solution of a salt saturated at any one tomporaturo is suporsaturated 
when the tomporature falls, and non-saturated if it rises. With such 
a solution 10 ° or more above its saturation temperature, it will bo 
possible by examination of the curves representing the various 
physical constants as the temperature falls to ascertain whetlior these 
exhibit any change in direction, gradual it may be, but still decided, 
in passing the saturation temperature. 

Taking the varioas physical constants, so far as they have been 
determined in this connection, we have first the electric conductivity, 
as examined by Heim, the results of whoso experiments have boon 
recently published (Ann. Fh. Chum., 1886, 27, 643). His observations 
wore made with solutions of the salts, zinc snlphate, sodium sulphate, 
magnesium sulphate, sodium carbonato, and calcium chloride, and are 
thus fairly representative of the various hydrated salts which form 
supersaturated solutions. The method of experimenting was that 
indicated above; a solution of the salt under examination was pre¬ 
pared Batura tod at some intermediate temperature, such as 30° ; it 
was thou boated to (50*, and the Hpocilic row 1 stance was determined at 
every few degrees as tho tomporature foil to 10 °, or even lower. The 
results are summed up by Heim, as follows:— 

“ Tho published experimental figures and tho curves representing 
those clearly show that none of tho salt solutions examined exhibit 
any sudden change in their specific resistance, as they pass into tho 
supersaturated condition. .... It is not possiblo, by tho more 
inspection of the curves, to determine whether or from what point 
the solution was supersaturated.” 

J lei in believes that this is proof of LoowoVs view that a solution 
containH the anhydrous salt, and that there are no truly •supersaturated 
solutions. In this 1 believe ho is mistaken; his results furnish proof 
that tho constitution of a solution is not altered in passing from tho 
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nonsaturated to the supersaturated condition by fall of temperature; 
tbis is only one half of the proof. 

Secondly, we hare the specific viscosity as a means of examining 
this subject. I have made experiments on solutions of sodium sul¬ 
phate, phosphate, and carbonate, saturated at about 30°. TUo form of 
apparatus employed and the precautions takon will be described in a 
future communication on the specific viscosity of salt solutions. The 
principle was the same as that of Heim. The results aro contained 
in Table I, where the strength, saturation temperature, and tlio specific 
viscosity are given, the last being the time of flow of the salt solution, 
multiplied by 100, and divided by the time of flow of pure wator at 
20°. The temperatures of observations were 20°, 25°, 30°, 35°, 40°, 
and in the case of the sodium sulphate solution every dogroe between 


Table I. 



Na 3 S0 4 . 

f. 

NflgSgOg. 


Na^HPO* 

80-0 f . 

459 *4 

20° 

834*4 

■a 

405*4 

24*9. 

388*2 

25 

685*2 

25 

840 4 

80Q. 

332 *9 


574-5 

30 

291 3 

31*1. 

322-9 

— 

—* 

— 

— 

32 *2 .. 

313-2 

— 

— 

— 

—- 

33*2. 

304-6 

— 

— 

— 

— 

34*2. 

297*1 

— 

— 

— 

— 

35*1. 

289*8 

85-1 

487-1 

35 

251*3 

40-0. 

254*2 

40*0 

420-7 

40 

220*8 

Strength. 

45/100 

79/100 

26/100 

Saturation f ... • 

81‘2° 

28° 

81° 


30° and 35°. The curves corresponding to the results aro shown in 
Plate I, a vertical dotted line indicating the saturation temperature. 
In this case also the curve is perfectly continuous; thcro is nothing 
to indicate any change in the constitution of the solution. 

Thirdly, there is the rate of expansion of supersaturated solutions. 
This I determined only qualitatively in the following way:—A solu¬ 
tion of the salt saturated at about 30° was placed in a bulb furnished 
with a hollow stopper, to which was attached a long glass tube of 
uniform bore, graduated in millimetres. This last was surrounded by 
a glass jacket, through which water from the main flowed in a con¬ 
stant stream. The solution, nearly filling the bulb, was covered with 
a layer of paraffin oil, and the stopper inserted* The bulb was thou 
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placed in a bath, side by Hide with a thermometer divided into tenths, 
the approximate ratio of the contents of each mm. of the tube to the 
contents of the bulb was 3 *5:100,000. No attempt was made to take 
account of tho amount of paraffin present, as the experiments were 
intended solely to ascertain whotlior tho expansion hotweon 20° and 
40° was uniform or not. I therefore give only the curves correspond¬ 
ing to tho results, as read in mm. of tho tube. Salts wore examined of 
the following concentration and saturation temperature:— 


Salt. 

*/100. 

Sat 

Sodium sulphaito. 


30 

Zinc sulphate. 

. 04/100 

30 

Sodium carbonate ... 

. 38/100 

30 

Magnesium sulphate . 

. 41/100 

30 

solubility of those at 20° 

and 40° being— 


Salt. 

20°. 

40°. 

Sodium sulphate . 

.... m/ioo 

48*8/100 

Zinc sulphate. 

.... 57/100 

72/100 

Sodium carbonate. 

.... 21*4/100 

40*2/100 

Magnesium sulphate.... 

_ 30*2/100 

45*6/100 


Here, again, it is impossible to detect the saturation temperature by 
more inspection of the volume curves (Plate II). 

Those experiments on the various physical constants prove com¬ 
pletely that there is no change in the constitution of the solution in 
passing tho saturation point. In other words, that a supersaturated 
solution has tho same constitution as a saturated solution prepared in 
tho samo way. Tt remains to be proved that it is the same as that of 
a non-saturatod solution prepared in tho ordinary way. 

Ttmpwatuw Constant, Concentration Varying , 

In this connection T can bring forward determinations of only two 
physical constants, density and specific viscosity, The results obtained 
by experiment on tbo densities of solutions of sodium sulphate and 
thiosulphate arc contained in a previous paper (fee, cih). But I intro¬ 
duce tho curves hero (Plato 11) for tho sake of completeness. It will 
bo soon that tho density curve is perfectly regular in tho caso of both 
Halts, nothing indicates suporsaturation. It must be remembered that 
determinations of tbo density of supersaturated solutions are liablo to 
greater experimental error than ordinary determinations; loss of 
water is almost unavoidable in the preparation of such solutions, and 
twice tho usual error is introduced, owing to tho nocossity for employ¬ 
ing a liquid to protoot tho solution. Similar results were also obtained 
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by Schiff, so that it is certain that the density curves do not change 
their direction at the saturation point. 

Secondly, the specific viscosity at constant temperature increases 
uniformly with uniform increaso of dissolved salt. This is shown by 
the results in Table II. Experiments wore made with sodium sul¬ 
phate, carbonate, and phosphate, and the solutions wero of such 
strength that they extended equal distances on either side of the 
saturation point. The amounts of salt are in parts per 100 of water, 
not percentages.* Plate III gives the corresponding curves, which arc 
again perfectly uniform and continuous on either side of the satura¬ 
tion point. 

Table II. 


*/100. 

Naa 30 4 . 

ar/100. 

NaalIPCV 

*/100. 

NajOOj. 

10-0 

134-7 

5*0 

124*2 


165*3 

12-5 

146-0 

7*5 

139 -2 

! 12-5 

189*4 

15-0 

158*8 


156*6 

I 35*0 

210-2 

17*5 

173-1 

spfSSBI 

178*2 

17-6 

253*4 

20 *Of 

188-4 


205*6 

20*0+ 

292*9 

22*5 

206 -7 

■ ! | 

— 

22-5 

842*3 

25*0 

224-2 


— 

25*0 

401*2 

27*5 

245-6 

■ 

— 

27-5 

466*3 

80*0 

268-4 

Hi 


30*0 | 

6*46 *8 


These experiments show that supersaturated solutions have tho 
same constitution as non-saturated solutions at the same temperature, 
and those in the first part of tho paper proved that alteration of tem¬ 
perature produces no abrupt change when tho solution passes from 
the one state to the other. There can thus be no doubt that dilute, 
saturated, and supersaturated solutions all have tho same constitution* 
This being the case, supersaturation cannot be explained by tho hypo¬ 
thesis that the state of hydration of the dissolved salt is different in 
the two cases, nor can we fall hack on tho M inertia ” of Kromors, for 
I have shown that a supersaturated solution can dissolve dehydrated 
salt. Some other explanation must therefore be sought for. This is 
to be found, I believe, in the statements in my previous paper. 

“ The individual in solution is not the same as that in tho solid 
state, when hydrated salts are considered. 

“ A supersaturated solution is a solution of the anhydrous salt, 
which may or may not be saturated.” 

* The solutions were prepared by dissolving weighed quantities of salt in measured 
quantities of water, and are thus only approximate. 

t Nearly saturated. 
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There is a pood deal of ovidonce in support of the former of these 
statements, thus:— 

Loowcl {Aim. Ohim. Phjs [3], 49, 32) found that a supersaturated 
solution of sodium sulphate deposited either the hoptahydrato or dcca- 
hydrate, according to which hydrate was used to terminate superRatu- 
ration, and he obtained similar results with other salts, such as sodium 
carbonate, magnesium sulphato. 

Again, it has been found that a supersaturated solution of nickel 
snlphato deposits the pentahydrato or hoptahydrato nnder similar con¬ 
ditions, whilo Gomez {Comyt. rend., 186*7, 63, 843) fonnd that snper- 
satnratod solutions of tho salts of racomic acid deposited doxtro- or 
Imvo-tartrato, according to which crystal was introduced into the 
solution. 

Now it does not scorn probable that woro tlio salt in solution com- 
binod with its maximum amount of wator of hydration, that mere 
contact with a crystal of lowor hydraiion could effect the separation 
of two or thieo or more molecules of water, more especially in pre¬ 
sence of cxcoss of water. But in addition I am able to bring forward 
ovidonce, in one case at least, which proves that the individual in solu¬ 
tion is not tho same as that in tho solid state. In my previous paper 
I described the formation of crystals in a snporsaturatod solution of 
sodium thiosulphate which had been prepared several years before, by 
fusion of tho solid salt, and probably by boiling beforo soaling the 
tube; of this last I am not cortain. These crystals containod loss 
than 2 mols. H a O, though they woro only partially separated from the 
mother-liquor. This led mo to try evaporation of a supersaturated 
solution at the ordinary tomporatnro over sulphuric acid, and as 
sodium thiosnlpbato forms very stable supersaturated solutions, 1 
fused some crystals, and exposed iho solution over sulphuric acid 
for iwo days, at a temperature botweon 16° and 21°, with tho 
result that an abundant crop of crystals was obtained. On de¬ 
canting <ho mother-liquor into a dish, it immediately solidified, and 
tho crystals woro again exposed over sulphuric acid for 24 hours; 
at tho cud of that time they woro surfaco-dry, were perfectly transpa¬ 
rent, and not effloroscod in tho least, showing that tlioy wore in tho 
samo state of hydration as whon dopositod from the solution. Wlion, 
however, they woro touched they crackled, grew warm, and slightly 
opaque. On heating thoy liquefied partially, and a liquid was obtained 
which containod solid transparent crystals; this showing that the 
substance contained mother-liquor, which had crystallised as ponta- 
hydmte. Two analyses of the crystals gave 15*6 per cont. of water, 
corresponding with 1*6 mol. II a O to 1 mol. of tho anhydrous salt. 
Thus tho crystals produced by the evaporation of a supersaturated 
solution of sodium thiosulphate have at tho most tho formula 
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(NaiS 2 0,)2,3H 8 0, or more probably NajSjQjflljO, the latter formula 
indicating the presence of about 25 per cent, of the pouts hydra to. In 
any case, the results show that the salt deposited from the super¬ 
saturated solution is not the pentahydrato, and that consequently the 
pentahydrato is not present in tho solution. I hope soon to bo able 
to describe the results of similar experiments with other salts. But 
what I have said, taken in conjunction with tho experiments formerly 
described, when I prepared supersaturated solutions by dissolving 
cold salt in cold water, or in cold non-saturated solutions of tho same 
salt, put it beyond question that such solutions do not contain the 
hydrate which exists in the solid state. 

The second statement that supersaturated solutions are saturated or 
non-saturated solutions of the anhydrous salt is not so easily proved. 
It mnst stand or fall with tho hypothesis that all solutions contain tho 
anhydrous salt, and I must emphasiso hero once more that by this I do 
not mean anhydrous in tho sense when applied to a solid salt, but oh 
opposed to the view that any portion of the water is connected with 
the salt in a way different from tho rest of tho water. 

This homogeneity, so to speak, of tho solvent water is so oloarly 
proved by experiments on vapour-prossuros, freezing points, molecular 
volumes, electric conductivity, and other physical constants of solu¬ 
tions, that I think we ought to hesitate beforo assorting that hydrates 
exist in solution, tho solo evidenco in the support of this boing heat 
evolved on solution of dehydrated salts as opposed to tho absolution 
of heat attending tho solution of tho hydrates, and the colour-changes 
attending the warming or other treatment of solutions of certain 
salts. 

The thermal argument I have already treated of at somo length in 
a previous paper ( Ohem . News, 1886, 54 , 1403), and I am still con¬ 
vinced that all the thermochomical rosulis relating to Thomson's 
“Acidilat” or Ostwald’s “ Ajfinitiit” tend to prove by their con¬ 
cordance tho non-oxistenoo of hydrates in solution. 

The colour-changes are at first sight an insuperable difficulty, but I 
believe that as our knowledge of tho phenomena of solution increases, 
weshall find that these are duo, not to hydration or dehydration, but 
to some rearrangement of the molecule of the salt itself, similar it 
may be to the rearrangement in tho case of chromium sulphate, but 
differing from it in being xnoro oasily reversed, in fact the experiments 
of Wagner ( Wied, Ann,, 1883, 18 , 286) on the specific viscosity of 
copper chloride before and after heating lend much support to this 
view. 
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XL .—Action of Heat on Peroxide of Nitrogen. 

By Arthur Rjchardson, Ph.D., Assistant Lecturer, University College, 

Bristol. 

Hitherto tlie decomposition of peroxide of nitrogen by beat bas been 
studied only for temperatures below 180°. The change which this 
substance undergoes when heated from 4*2—97*5° was observed by 
Playfair and WanHyn (/. Chem. Soc ,, 1862,15, 156), who found that 
the density of the gas for the highor temperature is not far removed 
from that calculated from the formula NO*, whilst that found for the 
lower temperature corresponds more nearly with tho formula of the 
compound NKV Deville and Troost (Oomjpt. rend. 9 64, 237) have 
also shown that at a temperature of 140°, N 2 0 4 is completely dis¬ 
sociated into NOa, whilst Nauman (JDer., 1878, 2045) observed that 
at constant temperatures tho amount of dissociation increases with 
diminished pressure, and for equal pressures increases with rise iu 
temperature. Again P. and L. Natanson (Ann. PJtys . Ohem. 9 1886, 
606) have found that at —12°, and at a pressure of 115*4 mm. the 
vapour-density of the gas is 42*54, that calculated for ITjO* being 46. 

It has been observed by Ramsay (Trans., 1885, 678) that nitric 
peroxide becomes colourless at a temperature below a red heat. The 
author finds that when the peroxide is heated in a glass tube over a 
Bunsen flame, tho gas becomes almost colourless at a temperature a 
little above 500°; on allowing the tube to cool, tho gas passes through 
a senes of colour-changes similar to those obsorvod on boating the 
tube, and finally assumos its original tint at tho temperature of tho 
air. A similar experiment was made with tho gas under very great 
prossuro; it was found that the amount of dissociation was diminished 
by increased prossuro, for in this case no diminution in tho intensity 
of the dark-rod colour of tho gas was perooptiblo at 500°. 

When one limb of a bent glass tube containing tho gas was strongly 
heated, whilst the other limb was immersed iu a froezing mixturo, a 
dark-blue liquid condonsod in the cooled limb, while the liquid which 
oondonsod before tho tube was heated was of a palo-yellow colour. 
On warming the tube gently, tho blue colour of the liquid was changed 
to green, and finally became red; the blue colour could bo again 
restored by cooling tho tube in a freezing mixture, oven after the rest 
of the tube had become cold. As this blue liquid is known to be 
nitrogon trioxido, produced by the union of nitric oxide with nitric 
peroxide, its formation appears to be a conclusive proof of the presence 
you. li. 2 e 



398 


RICHARDSON: ACTION OF HEAT 


of nitric oxide as one of the dissociation products of the peroxide; it 
would appear also that the combination of nitric oxide with nitric 
peroxide takes place more readily than that of oxygon with nitric 
oxide, or of oxygen with the trioxide, provided there is an oxcoss of 
the peroxide. 

When the tube was opened immediately after heating, froe oxygon 
was found to be present on testing the gas in the usual way. An experi¬ 
ment was then made to ascertain whether any further decomposition of 
the gas took place, and for this purpose a hard glass tube containing the 
peroxide was heated to between 600—700°, and then sealed. When 
the tube was opened under strong sulphuric acid, comploio absorption 
of the gas took place, showing that no further decomposition of the 
nitric oxide had occurred. 

It would appear then— 

1. That nitric peroxide dissociates when heated into nitric oxide 
and free oxygen. 

2. That nitric oxide, in presence of a large excess of peroxide, unites 
with the latter to form the trioxide more readily than it docs with 
oxygen to form the peroxide; and that, under these conditions, recombi¬ 
nation of nitric oxide with oxygen is completo only after some timc r 
even at ordinary temperatures. 

A series of quantitative experiments were then made, in order to 
ascertain the amount of dissociation which the peroxide undergoes at 
different temperatures. The peroxide was prepared by acting on 
arsenic trioxide with nitric acid to which an excess of strong sul¬ 
phuric acid has been added, as recommended by Groves. Tho- 
materials were heated gently in a retort with a drawn-out nook 
which dipped into a flask cooled in a freezing mixture, tho condensed 
gas, which consisted of peroxide of nitrogen together with a con¬ 
siderable quantity of nitric add, was then distilled by moans of a 
water-bath, and the peroxide which passed over was condensed in a 
two-necked bulb containing phosphoric anhydride cooled in a freezing 
mixture. 

When vapour ceasod to distil over, tho receiver was sealed, and 
shaken to bring the liquid in contact with the phosphoric anhydride, 
and allowed to stand for 12 hours; in order to romovo all traces of 
impurities, it was distilled three times from fresh phosphoric anhydride, 
the gas being led through a U-tube containing the same substance. 
The liquid so obtained was sealed up in a bulb, and at ordiixaiy 
temperatures was of a clear red colour, changing to a pale-yellow tint 
on being cooled. All connections of cork or india-rubber were avoided, 
the different parts of the distilling apparatus being sealed together* 
The vapour-density of the peroxide was determined by u Dumas* 
method,” and when temperatures not higher than 358° were required 
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Hie bulb was heated in tho vapours of tlio following substances, which 


were known to be pure:— 

Chlorobenzene, b. p. at 760 mm . 132*1° C. 

Aniline, b. p. at 760 mm.. 184*6 

Methyl salicylate, b. p. at 760 mm. 223*0 

Bromonaphthalene „ „ .... 280*6 

Triphenylmethane „ „ .... 368*0 


For higher temperatures, Ramsay and Young’s method was adopted, 
that is to say, the required temperature was obtained by causing the 
substance to boil under known pressures higher or lower than that of 
the atmosphere; in this case, sulphur was used, the boiling points of 
which, under pressure between 600 and 2000 mm., has been accurately 
determined by Regnault. 

The apparatus in which tho bulb was heated consisted of an iron 
pot, A (see Fig. 1), having a grooved flange on tho open ond. This 
vessel was of such a size that the experimental bulb, B, could be sus¬ 
pended in it without coming in contact with the sides; tho lid, C, 
was provided with a projection, which fitted into tho grooves on the 
flange to which it was screwed by means of clamps; a wide glass tube, 
D, passed through the contre of the lid; this tube was drawn out at 
E into a" narrow neck which was fitted with a stout piece of india- 
rubber tubing, through which passed the stem, H, of the experimental 
balb, the two joints boing carefully wired; a side tube was scaled on 
to D at F, which was connoctod with the air-pump I, and pressure 
gauge X As far as possible the lid and glass tube wore made air¬ 
tight by means of white lead, but in order to avoid errors through 
leakage, a large receiver was connected with tho apparatus 5 by this 
means the alteration in pressure produced by leakage was roduood 
to a minimum. To uso tho apparatus, the bulb was suspended in its 
place in the pot, which was previously charged with fragments of 
sulphur, the lid was then screwed down, and a sufficient amount of 
the cooled peroxido was poured into the bulb; next the required 
pressure was obtained by means of the air-pump, and tho apparatus 
was heated till the snlphnr boiled. As soon as tho vapour appeared 
in the glass tube, the atom of the bulb was sealed off in tho blowpipe, 
and the apparatus allowed to cool, the lid was then unscrewed, and 
the bulb removed, cleaned, and weighed. 

As it was often a considerable time beforo the sulphur vapour rose 
in the tube, the chance of diffusion of the peroxide from the neck of 
the bulb was avoided, by fitting a second bulb, G, over the stem, 
which was drawn out to a long capillary at one end, this bulb 
remained full of the peroxide during the experiment* 

The highest temperature that could bo conveniently obtained by 
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this method was 494*4°, that is, sulphur boiling under a pressure of 
1500 mm. For higher temperatures, a cylindrical air-bath was usod, 
and the temperature was indicated by means of an air-thermometer, 
which consisted of a hard glass tube drawn out into a narrow nock; 
the volume of this tube having been previously determinod, it was 
suspended from the lid of the bath for 15 minutes, it was then sealed 
at the neck, and removed, and another tube at once substituted which 
contained a little of the liquid peroxide, this tube was allowed to take 
the temperature of the bath, and then sealed, and weighed when cold; 
finally the temperature was again taken by another air-tube similar to 
the first. The temperature was calculated by opening the air-tubes 
under water, from which all air had been expelled by prolonged 
boiling; the volume of residual air iu the tubes was then found by 
weighing, the required data being obtained, the temperature could be 
calculated. Temperatures takeu in this way agreed with oach other 
within 10°, and by taking the mean of the temperatures given by sovoral 
tubes, a pretty close approximation to the true temperaturo could be 
obtained. Tubes containing the peroxide, when removed from the 
bath heated to 620°, were porfectly colourless, the colour returning as 
the tubes cooled. The complete dissociation of the peroxide into 
nitric oxide and oxygen is represented by the equation 2NO a = 2NO 
+ 0 2 , the vapour-density of the peroxide being 23, that of the 
product 15*38. 

From the experimental results given iu the table (p. 401), it will 
be seen that at a temperature of 140° the vapour-density of the gas 
is expressed by the formula N0 2 , whilst as the temperature rises, the 
number representing the vapour-density of the substance becomes 
smaller, and finally at a temperature of 619*5°, it corresponds with 
that of complete dissociation. It appears, then, that tho peroxide 
undergoes dissociation in two distinct stages, giving a doublo dis¬ 
sociation curve, and that the dissociation of NaO* into NO*, which is 
complete at 140°, is immediately succeedod by a further dissociation of 
NO* into NO and O, which is complete below 620°. Tho form of tho 
curvo (Plates I and II) representing the socond part of the change, is 
that usually exhibited by dissociating substances, the change of density 
being most rapid at the temperature at which half the total number 
of molecules of the original substance is decomposed. 

In conclusion, I may add that on passing a series of electric sparks 
through the peroxide at the ordinary temperatures in a sealed glass 
tube, a white solid is deposited on the sides of the tube. This 
substance is also formed when the gas is heated to about 400°, also 
when a tube containing the liquid is exposed to sunlight for some 
months. No deposit was observed in tubes which had not been placed 
under one of these conditions. 
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This substance was soluble in water, from which it could be again 
deposited on evaporation; at a temperature between 500° and 600°, it 
volatilised, but as it is only very sparingly formed enough, of the 
substance has not yet been obtained for analysis. 


XLI .—Formation of Pyridine-derivatives from Citric Acid, and on the 
Constitution of Pyridine . 

By Dr. S Rtjhemann, Jacksonian Demonstrator in the University of 

Cambridge. 


Two years ago Hofmann and Bolirmann (Per., 17, 2081) transformed 
the amides of citric acid into citrazinic acid, a derivative of pyridino, 
by the aid of sulphuric acid, the reaction which took place being 
represented by the following formal©:— 


CONH, 



NH/OC CO-NHa 


Oitramido. 


COOH 

/K 

HO OH 

ho-4 Aoh 

Citrazxmo acid. 


They further proved that the nitrogen-atom in this dihydroxypyri- 
dinecarboxylic acid is in tho para-position to the carboxyl-group, by 
converting it into isonicotinic acid. 

1 desired to investigate more minutely the mode of formation of tho 
pyvidmo nucleus, and to ascertain the influence of tho hydroxyl- 
group of citramido in the reaction, especially with roforenoo to its 
modo of removal. This inquiry is closely connected with tho question 
of tho constitution of pyridino. 

During tho last few years, objections to tho old formula o£ pyri¬ 
dino havo boon raised by various chemists. When Riedel (Ben, 16, 
1609) and then Bomthson (Per, 16, 1971) brought forward their 
formula for aoridine, tho constitution of pyridine was surmised 
to bo— 
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Bat Berathsen and Bender admitted that the formation of acridine 
from diphenylamine and formic acid does not afford a convincing 
proof for this constitution of pyridine. And, further, Ladonburg* 
(Ber., 16, 2063) has suggested that acridine may bo represented by 
the following graphic formula:— 

CeM 

c^-oh’ 

from which the old formula of pyridine is deducible. 

The theory that the nitrogen-atom of pyridine is directly linked 
to three carbon-atoms is supported by the important investigation of 
Hantzsch (Ber., 17, 1612) on the formation of pyridine-derivatives 
by the action of aldehyde ammonia on ethylacetoacotate. He esta¬ 
blished the fact that the aldehyde radicle enters into the pyridine 
nucleus in the para-position to the nitrogen-atom, and from this he 
concludes that pyridine is represented by the modified formula; this* 
reaction can be explained, however, although with little probability, on 
the assumption that the aldehyde ammonia first decomposes, and then 
the components, aldehyde and ammonia, condense with the ethyl aceto- 
acetate. 

I hope, however, the following experiments will afford a conclusive 
proof of the correctness of the constitution suggested by Riedel. 

My starting point was ethyl citrate. A good yield was obtained by 
using Conen’s {JBer., 12, 1663) method of preparation, and X can 
corroborate this chemist’s statement, that it is necessary to distil 
under diminished pressure. The citrate distils almost completely at 
218°, under a pressure of 60 mm. When it is mixed with rather more 
than an equivalent quantity of acetic chloride, and warmed on a wator- 
bath, it is converted into ethyl acehjldtrate , 

ooocI::cI;> o ( o - ooch *) >o o°ca. 

Tbe boiling point was found to be 288°, as given by Wislieonus 
(Annalen, 129,192), but at this temperature it turns brown, so that it 
is again advisable to distil under diminished pressure. Tt boils at 214°, 
press. 40 mm. (228—229° 0., press. 100 mm.). Its sp. gv. at 15° is 
1*1459, when referred to water at the same temperature. 

On analysis the following numbers were obtained:— 


Theory. 

t -Found. 

Cu. 168 62*83 53*00 

H*. 22 6*92 6-91 

0 8 . 128 40*25 


318 100*00 






PYRIDINE-DERIVATIVES PROM CITRIC ACID, 


4.05 


On slightly wanning ethyl acetyloitrate with phenylhydrazine, 
crystals at once separate out. After recrystallisation from bonzonc, 
their melting point is 128°, which exactly coincides with that given 
by Fischer (Annalen, 190, 129) for acetyIphenylhydrazine. The 
analysis identified it. 

The formula CeHs-NH'KH'C^HsO, requires the following num¬ 
bers :— 

Theory. 

0 8 . % 64-00 

H 10 .... 10 6*67 

BT. .... 28 18*67 

0. 16 10*66 

150 100*00 

This result is of considerable importance, for it proved that tho 
acetyl-group readily leaves tho acetyl citrate. The iollowing experi¬ 
ment points to the same conclusion. 

Action of Ammonia on Ethyl AcetyIcitrate. 

On po aiing strong aqueous ammonia on the ethyl acetyloitrate, it at 
once becomes yellow, and after standing for a few days, tho oil entirely 
disappears, and the solution reddens. This red solution on exposure 
to the atmosphere develops a deeper tint, and begins to fluorosco, 
transmitting the green rays, and reflecting the red. If tho acotyl- 
citrato is perfectly puro, no crystals separate out, oven after standing 
for sevoral weoks. On ono or two occasions a minute quantity of 
small yellow crystals was doposited; those could ho rocrystallised 
from hot water, but the amount o£ tho substance at my disposal was 
too small for an investigation ot their constitution. Most probably 
it is citramido derived from tracos of othyl citrato contained in tho 
othyl acetyloitrate. 

On warming tho rod solution thus obtained on a water-bath, 
ammonia was given off, tho colour o£ tho solution doopenod, and 
crystals separated; these, on being collected and washed with wator, 
have the appearance of a grey powder. More crystals wore obtaiuod 
by concentrating tho mother-liquor, which is deeply coloured; on 
furihor evaporation, a black resin remained, from which nothing 
crystalline could be extracted. Tho grey substance is easily soluble 
in ammonia, and therefore has acid properties; it is also somewhat 
basic, for it dissolves in strong hydrochloric acid, and is precipitated 
unchanged from the solution on diluting it with water. Its behaviour 
with those solvents affords a means of purifying it, for it can bo dis- 


Found. 


x. ax. 

63-73 — 

6-73 — 

— 18 68 
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solved in ammonia and precipitated ■with, dilute hydrochloric acid; the 
analysis of the product, however, showed that the purification was 
incomplete (see III in the analytical results given below). 

It can be obtained perfectly pure, however, by crystallising it from 
a large quantity of boiling water, when it separates in groy micro¬ 
scopical crystals, tho solution turning dark brown on exposure to the air. 
The analysis, as well as its properties, prove that the substance is the 
amide of the citrazinic acid which Hofmann and Behrmann produced 
from citramide by means of sulphuric acid. I therefore call it 
vitrazinamide. 

The following equation represents its formation:— 

CuH^Oa + 3NH 3 = SCyavOH + 0H 3 -00NH 2 + H 2 0 + OoHfibTaOa. 

The formula 0 6 HflNr a 0 3 requires the following numbers :— 

Found. 




Theory. 

£T 



_1 


(— 


n. 

III. 

IV, 

c,... 

... 72 

46-75 

46-6 

46-34 

46-08 

— 

He* * . 

6 

3-90 

4-1 

4-06 

4-17 

— 


... 28 

18-18 

— 

— 

— 

18-19 

0». .. 

... 48 

3117 

— 

— 

— 

— 


154 

100-00 






Otisrazinamide possesses strongly acid properties, as was mentioned 
above. Its solubility in ammonia is characteristic of its behaviour 
with the other alkalis. Silver nitrate added to the ammoniaoal solu¬ 
tion produces a yellowish-white precipitate, which rapidly decomposes 
and darkens. Barium chloride or calcium chloride added to tho 
ammoniacal solution throws down a slightly coloured crystalline pro- 
cipitate. 

The barium salt becomes yellow on drying in a vacuum over sul¬ 
phuric acid, or at 100°. In both cases the analysis showed that it 
contains 2 mols. H 2 0. 

The formula (CsHgN^Os^Ba + 2H 3 0 requires tho following num¬ 
bers:— 

Found. 

Theory. € 1L S. 

Ba. 28*6 per cent. 28‘8 28*85 — 

ST. 117 „ - - 1175 

Oitrazinamide, like citrazinic acid, is a very stable compound; it is 
dissolved by strong sulphuric acid in the cold, and even aftor standing 
for several days it can be precipitated unchanged, as it is from its 
solution in hydrochloric acid. 
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The following nitrogen determination proves that it is not altorod 
by this treatment:— 


Theory. 

H. 18*18 


Found. 

18*19 


It is not altered by digestion with methyl iodide and methyl alcohol 
for 4—5 hours at 100°, for on analysis it gave 18 per cent. N. 

On distilling citrazinamide with zinc-dust, an oil with the distinct 
odour of pyridine was obtained. Lack of material prevented me from 
analysing this product. That citrazinamide is a derivative of pyridine, 
however, is sufficiently proved by its behaviour with hydrochloric 
acid. When this amide is heated in a sealed tube at 200—220° with 
strong hydrochloric acid, it is completely decomposed into a humus¬ 
like mass, with the formation of ammonium chloride; but if the amide 
is heated in an open vessel with concentrated hydrochloric acid, 
yellowish-brown crystals separate, and the liquid contains ammonium 
chloride. These crystals are citrazinic acid . Although this acid is 
only very sparingly soluble in water, it can be crystallised from a 
largo quantity of boiling water. The colour of the crystals remains 
the same after several recrystallisations. Its properties as well as its 
analysis prove it to be citrazinic acid. 

The formula CeBySTO* requires the following numbers:— 


Found. 



t — 

Theory. 

A 

/- A - K 

I. 11. 

0 . 

... 72 

46-45 

46-00 — 

H.. 

... 5 

3-23 

3-55 — 

1ST. 

... 14 

9-03 

— 9-26 

O* . 

... 64 

41-29 

— - 


165 

100-00 


Hofmann and Bohrmann found 

that citrazinio acid gave 


coloration with a warm solution of potassium nitrite. Those crystals 
also gave this coloration, as indoed did the aqueous mother-liquor. 

This conversion of ethyl acetyloitrato into a derivative of pyridine 
seomod of sufficient importance to merit a fullor investigation. Does 
the action ensue on allowing the ethyl aootyloitrato to stand with 
aqueous ammonia in the cold, or are not the necessary conditions 
fulfilled until tho ammoniacal solution is evaporated on the water-bath V 
These questions aro easily answered. Citrazinamide oould readily 
be obtained from the cold ammoniacal solutions without any warming, 
for on adding dilute hydrochloric acid a substance was thrown down 
which on analysis gave the numbers in II (see above, p. 406). 

I believe this is tho first time that citric acid has been directly con- 
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verted into a derivative of pyridine under conditions analogous to 
those of plant life, for the pressure is atmospheric, and the tempera¬ 
ture is morely that of the air, and above all no condensing agent, such 
as sulphuric acid, is used. 

The details of this action can be traced by aid of the following 
graphical formulae, which need no further explanation:— 


COOCaH* 

A\ 

HjC O CH S 
| OOCH, | 
CjH,0'0C CO-OCA 


CONH* 


+ 3NH, = 


Hi 


/ oa 


OH* 


NH, 


:,-0(i CO-' 


OCA 


(pONIIg 

OC I „ ’ CO 

. 

N ,H _OC,H t 

Whatever view may be taken of the process of the formation of 
citrazinamide from ethyl acetylcitrate by the action of ammonia, it 
follows that under the above conditions the nitrogen-atom must be 
directly linked to that carbon-atom which is in the para-position. 

A further experiment was made with direct reforenoe to this con¬ 
clusion. The above experiments with ethyl acetylcitrate woro repeated, 
using methylamine instead of ammonia. If the abovo explanation bo 
correct, no analogous condensation would bo possiblo, for with ilio 
nitrogen-atom thoro is no available hydrogen-atom connected, which, 
on removal with the hydroxyl-group, would allow the nitiog on-atom 
to link itself to the 7 -carbon-atom. 

An inspection of the graphic formula ronders this deduction 
evident:— 


CH 3 -CONH a + 2 C s H 5 -OH. 


HC 

IIO 


C^ONHa 


S N" 


.con 


+ CaHo-OH •+* 

HaO. 


co*nh*ch 3 



oi co 
NHOH* OCA 
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As a fact no condensation ensued. The product was a viscous oily 
mass. 

The reaction which Hofmann and Behrmann (loo. cit .) discovered 
for the formation of cifcrazinic acid, may be explained as follows:— 



If the above constitution for citrazinamido be accepted, the con¬ 
stitution of pyridine, by strict analogy, must be— 

CH 

H& Je 

Y 

The above investigation, by showing that the introduction of the 
acetyl-group loosens the hydroxyl-group of ethyl citrate sufficiently to 
enable it to condense with ammonia, has opened a further Bold for 
research. 

I am at present investigating the action of ammonia on othyl acetyl- 
citrate, and on ethyl diacetyltartrato, and hope to communicate the 
results of this work to the Society in a short time. I may mention 
that in those compounds the acotyl-group has tho same freedom as in 
the ethyl acctylcitrate. This has boon proved by tho analogous forma¬ 
tion of acotylphonylhydrazino in both casos. 
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XLIL —On Silver containing Bismuth. 

By William Gowland, Associate of the Royal School of Mines, 
Chemist and Assayer of the Imperial Mint, Osaka, Japan, and 
Toshimasa Koga Assistant Assayer. 

The experiments recorded in this paper were made with the object of 
determining the effects produced by the presence of small quantities 
of bismuth on the ductility of silver, and on the uniformity of com¬ 
position of silver bullion. 

The silver bullion received in the Imperial Mint from certain Japanese 
mines and refineries, is occasionally found to be possessed of extra¬ 
ordinary brittleness. On melting this silver with its surface uncovered, 
and removing the slag formed from time to time, the brittleness dis¬ 
appears, a more or less prolonged exposure of the molten metal to the 
oxidising action of the air being required, according to tho extent of 
the brittleness. On examining the slags formed during the early 
stages of the melting, they are found to consist chiefly of litharge, 
bismuthous oxide being present in but small amounts. As the oxida¬ 
tion proceeds the bismuthous oxide increases in quantity, until at the 
end of the process, when the silver has become tough, the slags are 
richly bismuthiferous. Every lot of brittle silver of high fineness 
which has been received during many years has been so melted and 
toughened, in some cases potassium nitrate being usod to hasten the 
operation. The slags have been for some time frequently oxamined, 
and have always been found to contain bismuth but no other metals 
in proportions likely to cause brittleness. Arsenic and antimony have 
been repeatedly sought for, but have never been found in appreciable 
quantities. 

An ingot weighing 651*24 troy oz. (20*2558 kilos.), which was 
brittle to an extraordinary degree—so much so that it broke into 
halves whilst a small cutting was boing taken for assay from one edge 
of its base—was analysed, and found to be of the following composi¬ 
tion :— 


Silver. 

. 98-100 

Gold. 

. 0-015 

Bismuth. 

. 0-756 

Lead . 

. 0-857 

Copper. 


Iron... 



99*808 
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The amount of lead present iu this example might perhaps have 
been partially the cause of the brittlenoss, hence in ordor to demon¬ 
strate that bismuth alone is capable of inducing this property in silver, 
the following synthetical experiments were made. 

Pure silver was melted with bismuth in the following propor¬ 
tions :— 

I. II. 

r , ----A...^ f - A .. . ^ 

Silver.... 6*41 grams = 99 p. c. 6*45 grams = 99*5 p. o. 

Bismuth. 0*06 „ = 1 „ 0*03 „ = 0*5 „ 

The melting was oarefully performed under charcoal in small clay 
crucibles,, and well melted buttons were obtained. Tho buttons in 
both cases were brittle, and were broken easily in a vico, without 
being first cut or nicked with a chisel. Thoir fractures were similar, 
dull, and minutely crystalline. When hammered or rolled, both alloys 
behaved in the same way. On hammering a pioce, it cracked much at 
the edges, but on rolling, although at first tho edges cracked, yet on 
cutting off the cracked portions and rolling further, tho metal became 
slightly ductile. 

On obtaining these results, another alloy was prepared. 194*4 grams 
of pure silver were melted with 2*98 grams of bismuth, giving a 
millesimal composition of silver, 984*89, bismuth 15*11, tho silver 
being first melted under charcoal, and the bismuth added to the 
molten silver. After careful stirring the metal was poured into a 
small iron bar mould, yielding a bar measuring 82 mm. long, 44*5 mm. 
broad, and 6*3 mm. thick. 

The bar was nicked slightly on the fine AB (Fig. &)» and broken in a 
vice. It broke easily, with a short, dull, minutely crystallino fracture. 


Fia. a . 
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The longer portion was then rolled to a thickness of 2*5 mm., when it 
cracked too much for further rolling, the chief cracks extending very 
nearly to the middle of the strip, and minute cracks covering its entire 
surface. Assays were made of cuttings from several points in the 
rolled strip, in order to ascertain whether the bismuth had concen¬ 
trated in any part during solidification. The results of the assays are 
given in Fig. 6. From these it will be seen that there is slight con¬ 
centration of silver in the middle of the bar. 


I'm. 5. 



But as in such a small bar solidification must have taken place with 
great rapidity, and as different results may follow with larger masses 
under conditions of slower cooling, it was deemed advisable to operate 
on a larger scale, and to determine the effect exorcised by the presence 
of small quantities of bismuth on the uniformity of the composition 
of silver bullion when in ingots of the size and form ordinarily met 
with in commerce. Also at the same time to ascertain from which 
part of an ingot an assay cutting should be taken so as to most 
accurately represent its mass. 

To this end 1030*01 troy oz. (32*0369 kilos.) of silver wore melted 
with 15*50 troy oz. (0*4821 kilo.) of bismuth, under the conditions 
and in the manner described below. 

The silver consisted of two ingots, which assayed respectively 999*1 
and 999*2 millesimal fineness. 

The bismuth was tho pure refined metal of commerce. 1L was found 
to contain only traces of gold, copper, nickel, and lead, and 1*8 per millo 
of silver. 

The plumbago crucibles, covers, and stirrers were new. 

The weight and composition of the charge were as follow:— 

Ingot of silver 418 83 troy oz. (13*02707 kilos.), 999*1 fineness. 

„ „ 611*18 „ (19*00983 „ ), 999*2 „ 

Bismuth- 15-50 „ (0*4821 „ ) containing 1*1 per 

millo of silver* 

















GOWLAND AND KOGA: SILVER CONTAINING BISMUTH. 413 


The theoretical millesimal composition being— 

Silver . 984*37 

Bismuth ..... 14 80 

The ingots of silver were melted under charcoal in a plumbago 
crucible, the bismuth, in small pieces, was added as soon as the silver 
was fluid, and thoroughly mixed with it by vigorous stirring with a 
plumbago stirrer. The crucible was then removed from the furnace, 
and its contents poured into an ordinary open iron ingot mould of 
rather more than 1000 oz. (31*103 kilos.) capacity. The ingot 
obtained measured 30*47 cm. long, 11 3 cm. broad at tho top, 
10*6 cm. at the bottom, and 10*1 cm. thick. Its upper surface was 
marked with transverse furrows, resembling in this respect tlio surface 
of ingots of refined copper. A narrow depression, about 17 mm. 
deep at its deepest part, extended along tho middle portion of its 
median line. The ingot, after being cooled in water, was placed with 
its ends only resting on two iron blocks. On being then struck with 
a sledge-hammer, it broke after a few blows into two nearly equal 
pieces. The fractured surfaces showed a coarse crystallo-granular 
structure near their central parts, gradually becoming more and more 
largely crystalline towards the outer sides, whoro elongatod columnar 
crystals extended inwards to a depth of 16 mm. from and at right 
angles to the cooling surfaces. Thore was a small cavity near tho 
middle of the top of the iugofc, just below the central depression, with 
crystals of the form of a four-sided pyramid with isosceles faces, the 
upper halves of distorted octahodra, projecting from its sidos. 

To ensure thorough admixture of tho bismuth with the silver, the 
metal was again carefully molted and stirred, a now cruciblo and 
stirrer being used. A small quantity was dipped out and granulatod 
in water for assay, and tho metal was pourod as before into tho same 
mould. 

Tho ingot weighed 1037*40 troy oz. (32*2607 kilos.). Portions of 
motal wore takon from several parts, viz., ono from each corner and 
three from each long odgo of its base, and ouo from each corner and 
from each long edgo of its top. On account of its groat brittleness 
these could not he cut off iu tho usual way, as a single blow of tho 
hammer caused tho chisel to break off large and irrogular lumps. 
Pieces of approximately equal size wore obtained after some difficulty, 
and wore assayed with the results shown in Pig. 1* in the plato. Tho 
numbers there given are the means of duplicate or triplicate assays 
made by a modification of tho Gay-Lussac volumetric process. 

* In this plato tho figures 98 are usually omitted m stating the fineness j 5*3, for 
instance, meaning 985*8. 

vol. Li. 2 i* 
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The granules taken as previously mentioned, and which hence repre¬ 
sent the mass in composition, assayed 985'5 silver per rnille. None of 
the parts assayed in Fig. 1 reach this fineness, yet from one or other of 
these it is customary to find assay pieces cut from ingots of bullion 
for their valuation. The mass is thus slightly richer in silver than an 
assay made from an ordinary cutting would indicate. 

Hence, in silver—even of comparatively high fineness—suspected 
to contain bismuth, the portion required for assay should be taken 
from the metal whilst melted, and be granulated in water. Should it 
bo impossible to melt the bullion, an assay piece cut from the middle 
of one of the long edges of the bottom of the ingot will give results 
approximating to its average composition. A biiglit brown resinous- 
like coating—bismuthiferous litharge—on cakes of silver from 
Japanese cupellation hearths, quite distinct in appearance from 
ordinary litharge, is an almost invariable indication of the presence 
of bismuth in injurious quantities. 

A plate. A, B, 0, D, Figs. 1 and 2, about 8 mm. in thickness, was 
then cut out transversely through the middle of the ingot by a slotting 
machine, and a similar plate, E, F, G, H, Figs. 1 and 3, longitudinally 
from the middle of one of tho halves. Portions approximately in the 
form of cubes were taken from the points in these plates, shown in 
Figs. 2 and 3, and were assayed with the results there given. 

All the pieces were brittle. Those from the sides and upper 
surfaces appeared to consist of an interlacing mass of loosely 
agglomerating columnar crystals which singly were ductile when 
hammered. 

At the point F, Figs. 1 and 3 of the upper surface, just abovo a 
cavity containing crystals, the composition is extremely inegular. 
Disregarding this part, tho difference between the two points of 
highest and lowest fineness, viz., 988*3 and 984 6, amounts to 3*7 per 
mille. 

It will he seen from Figs. 1 and 2 that concontvai ion of silver 
occurs generally throughout the internal portions of the upper two- 
thirds of the ingot, that is, in those paits which remained longest 
fluid, and notably along the median line of the uppor surface. Tho 
ductility of the metal when rolled was tested in the following 
manner:— 

A plate, measuring 90 mm. long, 33 mm. broad, and 8 ram. thick, 
was cut from one of the remaining parts of section E, F, G, H, Fig. 3; 
this was annealed at a dull red heat iu an assay muffle, and then rolled. 
Soon after the commencement of the rolling, the edges became deeply 
jagged with cracks, but on continuing to roll these extendod but little 
further inwards, and the metal was rolled down to a thickness of 
0*5 mm. without destroying the continuity of the central portion. 
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This portion had in fact bccomo ductile through the mechanical treat¬ 
ment, and coaid be bent almost completely over without fracture. It 
would thus appear that when the crystalline structure is once broken 
down ductility ensues. Hence the brittleness of silver containing 
bismuth is probably duo to the crystalline structure which the presence 
of that metal induces in it. 

Experiments were also made to ascertain the effect of bismuth on 
the ductility of silver coinage bars of 900 standard. A portion of 
the metal from the preceding experiments, weighing 370-72 oz. 
(11*5307 kilos.) was melted with the necessary quantity of electrotype 
copper, and cast into four bars, each measuring 58 cm. long, 4*35 cm. 
broad, and 1*25 cm. thick. 

A portion taken from the molten metal, and granulated in water, 
assayed 899*6 silver per mille. One of the bars was slightly nicked 
with a chisel on one of its surfaces transversely 13 cm. from its upper 
and similarly 9 cm. from its lower extremity. At both points the bar 
broke at once on being struck with a heavy hammer. The fractured 
surfaces of both parts were somowhat conchoidal, dull, and non¬ 
crystalline. A bar of the same Size and fmonoss prepared with 
refined silver, was similarly treated for comparison; it was broken 
with great difficulty, and bent to an angle of 30° before fracture. Its 
fractured surfaces were hackly. They were notably different in 
colour from those of tho alloy containing bismuth, being white with 
only a faint fawn-coloured tinge, whilst in the latter they were 
distinctly reddish -fawn-coloured. 

An attempt was made to roll tho middle portion of the bismuthi- 
ferous bar, 31 cm. long, but it split before it was roducod to 9'5 mm. 
Two of the other bars split similarly, and could not bo rolled. The 
fourth bar was then previously annealed, and after this treatment it 
was successfully rolled to 4*5 mm., again annealed, and then rolled to 
a thickness of 2*20 mm. without showing the slightest trace of cracks 
oven at tho edges. Throe additional bars wore proparod, and annealed, 
and rolled as tho last, two rolled well aud one broke; but the metal in 
all cases was hard and unsuitable for mintage. 

The bismuthiforous silver which roaches tho miut has been traced 
to three localities, viz.: Ikuno, in the province of Tajima; Odomi, in 
Hida; and Ani, in Ugo; at all of which it is obtained from argenti¬ 
ferous copper. At tho Ikuno mine, according to Professor Milne, 
native bismuth has been found occasionally. At tho others, no species 
of bismuth mineral has yet been identified. Tho copper produood at 
those minos contains small quantities of silver, generally suffieient to 
be worth extracting by liquation with load. Any bismuth which may 
bo present in the copper subjected to tho liquation process is removed 
from it, together with tho silver, by tho load. When tho argentiferous 

2 jt 2 
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load is subsequently treatod on cupollaiion hearths lor tho separation 
of the silver, part of tho bismuth remains in tho silver obtained. 

A similar occurronoo of bismuth in silver is mentioned by Dr. 
Percy (.Metallurgy of Lead, pp. 201 and 202). 

Summary* 

a. When silver is obtained from copper containing bismuth by the 
liquation process with subsequent cupellation of the argentiferous 
lead, it contains part of the bismuth which was present in the 
copper. 

/ 3 . This silver is brittle even when containing only small amounts 
of bismuth. 

7 . Ingots of such silver are not uniform in composition throughout 
their mass, the parts which have romained lougest fluid being richer 
in silver than tho others. 

& When coinage bars of 900 millesimal fineness are prepared with 
it, they cannot be rolled without special treatment, and even then arc 
hard and unsuitable for mintage. 

The Imperial Mint, OsaJca, Japan, 

22nd January, 1887. 


XLHI ,—Suboxide of Silver, Ag 4 0. 

By G. TL Bailey, D.Sc., Ph.D., and G. J. Fowler, B.Sc., The Owens 

College. 

In the year 1839 Wohler published a paper (Annalen, 30, 1) in 
which ho announced tho existence of a suboxido of silver having the 
composition AgiO. More recently incidental results bearing in tho 
samo direction have been published by von Bibra (BmcJrit*, 8 , 
741) and by Newbury “On a so-called Subehlorido of Silver” 
(Amer. Ohem. J., 8 ); up to tho present time, however, no additional 
experimental evidence of a definite nature has been adduced which 
bears directly on the subject of Wohler’s experiments. It seemed 
desirable, therefore, more especially as the subject is one of some 
interest from a theoretical point of view, to re-examine this 
question, and the more so as preliminary experiments seemed to throw 
some doubt ou Wohler’s deductions from his investigation. Ho 
states that on passing a stream of hydrogen over argentic citrate at 
100% the Balt turns brown and is transformed into a mixture of 
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nrgentous citrate and free citric acid, and that half the oxygon 
equivalent of the silver oxide is given off as water. He then extracted 
the free acid by washing the product with water until tho washings 
began to assume a port-wine colour; the dark-brown powder which 
remained he found to be argentous citrate, and it yielded on ignition 
76 per cent, of metallic silver, corresponding with the formula 
written according to the old notation, A^OjCJEEiO*. In short, tho 
reaction which takes place is according to him— 

2(Ag0,C 4 H404) + H a = AgaOjCJ^O* + CJff 4 Oi 4* HaO. 

It is remarkable that Wohler should have interrupted the reaction 
just at a point where the numbers obtained suggest so definitely tho 
formation of a subcitrate, for we were soon convinced that the 
reduction process is not of tho simple character indicated by* this 
equation, and that tho product obtained varied according to the 
extent to which the reduction was allowed to proceed. A quantity of 
citrate of silver prepared in tho usual manner was dried at 100°, at 
which temperature it showed no loss of weight, and was subsequently 
left in a desiccator over phosphorous pentoxide. Tho silver was 
determined by heating the salt for some time at 200° before igniting 
it, as otherwise its decomposition is accompanied by a slight explosion. 
The results of the analysis wore:— 

Found. Calculated. 


Silver. 63*15 63*15 

Carbon. 14*10 14*02 

Hydrogen. 1*08 0*97 


Oxygen (by difference) .. .. 21*67 21*86 

2*9075 grams of this salt was exposed for four hours to a current of 
dry hydi’Ogcn in a tube surrounded by a steam-jacket. Tho powder 
rapidly became reddish-brown and water was given off. 

This reddish-brown powder contained 66*73 por cent, of Ag and 
12*60 por cent, of 0., whilst tho residue loft on extraction with water 
contained 68*04 per cent, of Ag and 11*95 per cent, of 0. Tho total 
loss of weight was 0*0175 gram, of which tho water obtained account ed 
for 0*012 gram. It was evident, therefore, that some product of tho 
reaction was passing over in addition to water. 

It had in fact escaped Wohler's notice that considerable quantities 
of carbon dioxide are formed, and though tho amount of this gas 
given off in the earlier stages of the reduction is small, yet at tho 
point in the reduction at which his experiment was stopped this is by 
no means the ease. Further experiments in which the silver salt was 
taken out from uimo to time and weighed, as well as tho ealcium 
chloride tube and potash bulbs attached to tho apparatus, showed 
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that the product obtained has a composition, dependent on the time 
during which the reduction continues. Tlio amount of carbon 
dioxide and water formed at tho later stngos of course shows a 
diminution, but even after 3G hours tho calcium chloride tube and 
potash bulbs still increased in weight. For instance, at the end of 
two hours, the powder from which the free acid had been extracted by 
water contained 66*08 per cent, of Ag, whilst at tho ond of 36 hours it 
had become much darker and yielded 85*80 per cent, of Ag, and 
contained much free silver. The amount of carbon dioxide had 
increased from a trace, to 3 per cent., and tho water in a similar 
relation. Moreover, the amount of tho aqueous extract showed a 
considerable increase, and at the ond of tho longer time amounted to 
nearly 20 per cent, of the original substance taken. This acid extract 
was subjected to examination, and it was found that, unliko citric 
acid, it was readily soluble in ether, and did not agroo with citric 
acid in its behaviour with the ordinary reagents. In fact in tho lator 
experiments, instead of extracting with water, the dark brown powder 
was digested in a reversed condouser with anhydrous other. 

The yellow solution thus obtained was converted into tho silvor 
salt, and this, unlike citrate of silver, blackened very readily in the 
light, and was more freely soluble in hot water. It agreed in its 
characters with itaconic acid, though it was probably a mixture of 
several acids; the material at our disposal, however, did not admit of 
a further separation. The fact that carbon dioxide is evolved shows 
that either some citric acid is entirely decomposod, or, what is much 
more probable, independent of the support given by the qualitative 
reactions, a reduction product of citric acid is obtained. 

From the results of our experiments, it would appear that, iu tho 
very early stages, water alono is given off with the production of 
aconiti© acid, and that the reaction then proceeds further and brings 
about a reduction of this acid; there can bo but little doubt that l>y 
exposing the citrate to hydrogen sufficiently long the insoluble residue 
would consist of metallic silvor alone, thus:— 

CeHfiAgA = CeHAgsOe + H*0. 

2CeH 8 Aga0 7 + 3H* = 2C&Ue04 + 6Ag + 200* 4* 2X1*0« 

We now pass to the consideration of the solution of the subcitrate 
prepared by Wohler by treating the residue previously partially 
extracted with water for some time. This solution is, as he observed, 
of a port-wine odour, and through it passes with only slight alteration 
through a filter, this colour seems to be due to very finely divided 
suspended matter. Under a powerful beam of reflected light it appears 
dull and of a greenish tinge. On standing, the colour by transmitted 
light changes to greenish, then becomes brown, and finally almost 
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black, when it begins to deposit a fine black powder. It contains, a 9 
a matter of fact, very little silver, and although Wohler prepares liis 
suboxide by the addition of potash to this, ho gives no determinations 
m support of the composition which he assigns to that compound, and 
such facts of a qualitative nature are stated by him point more to 
its being a mixture of metallic silver with silver oxide. Metallic 
silver is unattacked by hydrochloric or citric acids, whilst oxide of 
silver dissolves with tolerable ease in excess of these acids; the 
precipitate obtained by potash was only partially attacked by either 
of these reagents, and the residue dissolved freely iu nitric acid, giving 
off red fnmes, and showed a metallic appearance under pressure. 

Faraday 1 s Swboxide .—Faraday (Ann. Chim. Phy$., 9, 10?) observed 
that when silver oxide was dissolved in ammonia and exposed to the 
air, thene separated a suboxide of silver to which he ascribed the 
composition Ag 1 Q 3 ; Wohler left it undecided whether this oxide was 
identical with that obtained by him or not. We have prepared this 
compound by dissolving freshly precipitated oxide of silver iu strong 
solution of ammonia in the cold, and allowing the solution to stand in 
a vacuum. It separates out in suboctahcdral masses of an iron-grey 
colour, which float in the liquid and can be skimmed off the surface 
from time to time. It was always accompanied by a small quantity 
of fulminating silver, from which it could not be separated, and after 
being exposed some days considerable quantities of a yellow crystal¬ 
line substance were also formed, the nature of which wo have not 
further investigated. The presence of oxygen iu the product was 
proved by heating some of it iu a tube (in which tho air had been 
displaced by carbon dioxide), and passing the gas given off into nitric 
oxide. The percentage of silver— 


Iu Faraday’s suboxido, AgiO,.. 90*00 

„ W&hlor’s „ Ag 4 0 . 90*42 

„ ordinary oxide, Ag^O ... 93*10 

„ the product obtained above. 92*34 


Tho substance is, therefore, a modified form of oxide of silver, tho 
difference in tho analysis being no doubt duo to tho small amount of 
fulminating silver present. 

We have thus in the course of our experiments boon unable to 
obtain any evidence of tho formation of an orgentous oilrato in tho 
manner described by Wohler, or of the formation of a suboxide of 
silver. 
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XLIY.— Anhydracctonebenzil. 

By Francis R. Japp, F.R.S., and Cosmo Innes Burton, B.Sc. 

The compound, anhydracetonebemit, CnH u 0 2 , was prcparod by Japp 
and Miller (Trans., 1885, 27) by the condensation of benzil with 
acetone nnder the influence of caustic potash. An additive compound, 
acetonebenzil, 

C 6 H 6 -C(OH)-CH*-CO-CH 3 

CJE»-io 

is first formed, which, by tho action of an excess of potash, parts with 
a molecule of water, yielding anhydracetonebenzil.* Tlio fact that 
anhydracotonebenzil yields no acetic acid on oxidation (acetonobonzil 
readily yields acetic acid) was explained by supposing that the socond 
methyl-group of the acetone had been modified during the condensa¬ 
tion. It was also found that anhydracotonebenzil behaved towards 
bromine like a saturated compound, and further, that by limitod oxida¬ 
tion it yielded an acid, Ci 6 Hu0 3 , according to the equation— 

CnHuOo + 30 = C 16 H u O a + C0 2 . 

These reactions were believed to be best accounted for by tho 
formulas— 

0‘ H *-°<oS >0 ° c ‘ H5 f H ' GHl,C00H 

1 CjH.-io CsByCO 

Anhydracotonebenzil. Acid. 

But at the same time it was pointed out as not supporting this viow, 
that this acid neither reacted with hydroxylamino, nor yielded a 
lactone on reduction, reactions which might be expoctod to occur, 
supposing it to have the above constitution. 

There is, however, another way in which tho formation of a satu¬ 
rated closed chain condensation-compound from acetonobonzil might bo 
sll PP ose< ^ to occur. Under the influence of the excess of potash tho 
second methyl-group of the acetone in acetonebenzil might nnito with 
the second carbonyl-group in the benzil portion of the molecule, and 

* 1x1 first communication, this compound was named dehydracetonelenzil. 
The prefix “ dohydro ” is, however, ambiguous, being employed by some writers to 
denote dehydration, and by others fco denote dehydrogenation, whereas “anhydro” 
is used m the former sense only. 
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thus repeat the mode of combination by which acotonebenzil itself 
was formed. The resulting intermediate compound— 


0,H 5 -0(OH)-0H, 

1 > C0 - 

0«H.-C(OH)-CH/ 


might then part with a molocule of water, yielding 


II. 



If this last formula were assignod to anhydracetonobenzil, the acid 
obtained from it by oxidation would have one of the two formal®— 

C„H 6 .CK—CH/COOH CsHj'O. -OH, 

I No , or | No , 

CeHj'CH' 0,H,-0 / -OOOH 

either of which would account for its inability to react with hydroxyl- 
amine. 

Another argument, although not a very conclusive one, which 
might bo advanced in favour of this second formula for anliydiaco- 
tonobonzil is, that, unless both carbonyl-groups of bonzil are con¬ 
cerned in the formation of tbe compound, there is no reason wliy 
benzaldebyde and acetone should not yield a compound analogous to 
anhydracetonobenzil (represented as in formula I), whereas they react 
to form an unsaturated compound, Claiscn and Ponder’s benzylideno- 
acetone. 

In view of the interest attaching at the present moment to tlio 
synthesis of closed carbon-chains, wo have again takon up the study 
of anhydracetonobenzil, in order, if possible, to arrive at a clearer 
knowledge of its constitution. Tho compound is remarkable for tho 
variety of definite transformations which it is capable of undergoing, 
but in spite of tho number of now derivatives which wo havo prepared, 
we cannot claim to havo finally solved tho problem of its constitution. 
Wo have, however, obtained further evidence that it is a closed-chain 
compound, and havo prepared the closed-chain hydrocarbon from 
which it is derived. Soino of tho reactions of anhydracotonebenzil 
arc, moreover, of considerable interest in themselves, although we 
refrain for tlio present from discussing in detail tho probable constitu¬ 
tion of tho compounds obtained. 


* Tho molooulo of water might bo removed in other ways, but the resulting 
formula would not accord vith tho proportiea of anhydra ‘otonoboiuil ai a saturated 
compound containing no hydroxyl-group. 
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Action of Ph&nylhydradne. 

When anbydracetoncbenzil is boated with phenylhydrazine dissolved 
in methyl alcohol, it yields a compound which is sparingly solnblo in 
boiling alcohol, and, on cooling, is deposited in tufts of slender yellow 
needles, melting with decomposition about 197°. A nitrogen estima¬ 
tion showed that the anhydracetonebenzil had reacted with only 1 mol. 
of phenylhydrazine:— 

O’1110 gram, burnt with copper oxide in a vacuum, gave 13*79 c.c. 
of a mixture of nitrogen and nitric oxide, measuvod dry at 21° and 
under 434 mm. pressure. After absorption of tlio nitric oxide there 
remained 13*79 c.c. of dry nitrogen at 21° and under 399*2 mm. 
pressure. 

Calculated for 

C 17 H 14 0(N 2 H«0 6 U 6 ). Pound. 

NT in 100 parts. 8*24 7*94 

Anhydracetobenzil, heated with excess of phenylhydrazine in 
methyl alcohol solution at 150°, yielded the same compound, refusing 
to react with 2 mols. of phenylhydrazine. 


Action of Reducing Agents . 

Action of Hydriodic Acid at its Boiling Point.— Anhydracetono- 
benzil was boiled with an excess of fuming hydriodic acid for about 
five minutes. The substance partially fused, and caked together. 
The product was boiled with hydrogen sodium sulphite, to remove the 
iodine which had been liberated in the roaction, and was thon dis¬ 
solved in hot alcohol, in which it is very soluble. The cold solution 
very slowly deposited the new compound in long thin prisms of a 
yellowish-brown oolour. This colour was only partially romovod by 
boiling the solution with animal charcoal. It was found, howovor, 
that tho substance could be dissolved iu a very large volume of boiling 
water, whilst tho brown resinous impurity remained undissolved. The 
filtered solution on cooling deposited the compound in very slender 
needles, which appeared colourless, but onrocrystallising these noodles 
from alcohol, the substance again separated in long thin prisms, with 
a very faint yellowish tinge, and melting constantly at 110°. Analysis 
gave figures agreeing with the formula O w HuO, showing that tho 
compound had been formed from anhydracetonebonzil by the abstrac¬ 
tion of an atom of oxygen:— 

Substance. C0 2 . H s O. 


I . 0*1172 0*3732 0*0633 

II . 0*1214 0*3870 0*06(50 
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Calculated for Found. 

o 17 ir 14 o. c -*— 


C 17 . . . . 

.. 204 

87-18 

80-86 

86-90 

H U . • -. 

.. 14 

5-98 

6-00 

6-04 

0 . 

... 16 

6-84 

— 

— 


234 

100-00 




By heating the above compound with phenylhydrazine in alcoholic 
solution for some hours in a sealed tube at 100 °, a substance -was 
obtained which, on allowing the tube to cool, separated in yellow 
needles. After recrystallisation from boiling alcohol, in which it is 
only sparingly soluble, it formed rosettes of short yellow needles, melt¬ 
ing with decomposition at 170—180°. A nitrogen determination gave 
figures agreeing with the formula CnHu(NaH , CflHtf) :— 

0-1107 gram, burnt with copper oxide in a vacuum, gave 13*79 c.c. 
of a mixture of nitrogen and nitric oxide, measured dry at 20 ° and 
under 469*2 mm. pressure. After absorption of the nitric oxide there 
remained 13*79 c.c. of dry nitrogen at 20*3° and undor 430*2 mm. 
pressure. 

Calculaiod for 

C 17 H 14 (N 3 H«0 6 IT 6 ). Found. 

KT in 100 parts. 8*64 8*62 

The compound CnHuO forms an additive compound with bromine, 
which, however, readily decomposes, and was not further examined. 
Action, of Hydriodic Acid and Amorphous Phosphorus, .—Auhydrace- 
tonobenzil was heated in sealed tubes with fuming hydriodic acid and 
amorphous phosphorus for about six hours, at 130°. The tubes con¬ 
tained an oil, which was dissolved in other, filtered from amorphous 
phosphorus, and, after expelling the other, distilled in a vacuum, A 
pale-yellow oil was obtained, which in a freezing mixture solidified to 
a hard crystalline mass, the solid substance showing no tendency io 
molt at ordinary temperatures. It was dissolved in boiling alcohol, 
but on cooling separated as an oil. A quantity of alcohol nearly 
sufficient to koep the oil in solution in the cold, was thorofinn 
employod, and, as the solution cooled, a little of iho solid substauco 
was added. In this way the compound was obtained in colourless 
long flat needles, with a constant melting point of 47°, Undor ordi¬ 
nary pressures it boils, with partial decomposition, at 305° (uncorr.). 
The compound is a hydrocarbon. Analyses agreed with the 
formula CnHi 8 :— 

Substance. CO a . H 9 0. 


I. 0*1553 0*5216 0*1138 

II. 01017 0*3420 0*0750 
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Calculated for Found. 

fiyS 18 . r K 


C 17 . 204 91*89 91-59 9171 

H 18 . 18 8-11 8-14 8-19 


222 100-00 


This hydrocarbon is formed from anhydracetonebenzil, according to 
the equation— 

OnHuOa + 4H 2 — CnHig *f- 2H 2 0. 

This hydrocarbon would have either the first or the second of the 
following formulae:— 

CeH. y CH. CoH fi *CH—OIL 

>c< >CH 3 I 

r / Nn.TT / n tt .nxr_ nvry 


CII 2 . 


C 6 H ft -OH/ n OH/ 

Plienylbonzyl- 
tetramefchylone (1,1). 


C,H„-CH—CH, 
Tiphenyl- 

pcntameihylone (1, 2) 


according as we assign to anhydracetonebenzil formula I or 
formula II (ante). We are at present unable to decide between these 
two views. 

A third possibility is, that the hydrocarbon is a diphenylamylone, 
an open-chain compound. On this assumption it ought to be capable 
of combining with a further molecule of hydrogen to form a diphenyl- 
pentane, 0 17 Ho 0 . We therefore heated anhydracetonebenzil with 
liydriodic acid and amorphous phosphorus at 150° for several hours, 
but obtained only the same hydrocarbon, CirH 18 . It is highly impro¬ 
bable that an unsaturated hydrocarbon would resist this treatment. 

Towards bromine the substance also exhibited the behaviour of 
a saturated compound. When a solution of bromino in chloroform 
was added to a chloroform solution of the hydrocarbon, the colour of 
the bromine did not become perceptibly paler until after some time, 
and although all tlio materials bad been carefully dried, this change 
was accompanied from the first by an evolution of hydrobromio acid. 
The quantity of hydrocarbon at our disposal did not suffice fora more 
thorough study of the action of bromine. 

As already mentioned, the hydrocarbon undergoes partial decom¬ 
position when distiled under ordinary pressures. For this reason, 
determinations of the vapour-density by Victor Meyer’s method in an 
atmosphere of nitrogen gave too low results. 

Action of Tin and Hydrochloric Add .—5 grams of auhydracotone- 
benzil were dissolved in alcohol and reduced with tin and hydrochloric 
acid. The action was allowed to go on for some days in the cold, 
after which the mixture was warmed for some time. The substance 
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was precipitated with water, dried, and dissolved in benzene. On 
adding petroleum to the bonzene solution, a crystalline substance 
gradually separated; this was recrystallised, first from benzene, and 
finally from alcohol, which deposited it in colourless lustrous minute 
rhomboidal plates, melting constantly at 187—188°. It is only 
sparingly soluble, even in hot alcohol. Prom benzene, in which it 
dissolves more readily, it separates in rosettes of short needles. The 
yield was very poor, and we were unable to increase it in subsequent 
experiments. 

Analysis gave figures which led to the formula :— 

Substance. C0 2 . F 2 0. 


I. 0*1322 0*4 L71 0*0852 

II. 0*1159 0*3653 0*0741 

Calculated for Found. 

C - - \ 

/---\ I- II. 

C, 4 . 408 86*08 86*05 86*04 

H si . 34 7*17 7*16 7*10 

0 2 . 32 6 75 — — 


474 100*00 

This compound is formed according to tho equation— 

2C i7 HuO a + 5 H 2 =: O^HstO* + 2H a O, 

and seeing that it is obtained by tho action of nascent hydrogen on a 
ketone, with union of 2 mols. of tho ketone, it is probably a pinacone. 
The poorness of the yield quite precluded a study of its reactions. 


Action of Hot Dilute Sulphuric Acid . 

Ton grams of anhydracotonobenzil wore boiled for half an hour 
with a mixture of 50 e.c. of sulphuric acid with 100 e.a of water. 
The suhstanoo gradually fused to an oil, which Honied on tho surface 
of tho liquid and, on cooling, solidified. Tho solid cake was washed 
with water, and dissolved in hot bonzono, which deposited it in 
lustrous thick prisms. Tho substance crystallises from benzene in 
two forms: ono with, the other without, bonzono of crystallisation. 
By repeated crystallisation it was obtained pure, and, when free from 
bonzono, molted with decomposition at 195—200°, evolving gas. It 
is sparingly soluble in hot alcohol, and separates in short, flat, colour* 
loss prisms without alcohol of crystallisation. 

The specimen analysed had boon crystallised from benzene and 
dried at 120°. The analytical figures showed that a molecule of 
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ahhydracetonebenzil had parted -with a moleculo of wator; bat tlie 
behaviour of the compound on heating (vide infra) loads us to don bio 
the formula to C 34 H 24 O 2 :— 

Suhstimco. C0 2 . IT 8 0. 


I. 0*1111 0-3571 0-0523 

II. 0-1165 0-3752 0*0557 

Calculated for Pound. 

° 34H . 24 ° 2 - 1 ' £ 

C 34 . 408 87*93 87*66 87*82 

H al . 24 5-17 5-22 5*31 

O a . 32 6-90 — — 


464 100*00 

The compound is formed according to the equation— 

2CnHi*Oa ~ O34HJ4O2 “|“ 2H a O. 

Anhydracetonebenzil. 

This substance does not react with phenylhydrazino. 

Action of Heat on the Compound, C 34 H 24 O 2 .—In order to ascertain 
the nature of the decomposition which it underwent in melting, a 
quantity of this compound was introduced into a glass bulb, after 
which the bulb was attached to a Sprengel pump, exhausted, and 
then heated in a paraffin-bath at 200—205° as long as gas was 
evolved. The gas proved to be pure carbonic oxide. It burnt with 
the blue carbonic oxide flame, and was completely absorbed by a 
solution of cuprous chloride in hydrochloric acid. The substance in 
the bulb solidified on cooling to a pale-yellow vitreous mass, which 
readily dissolved in hot benzene, and was deposited in rectangular 
plates—generally with one corner slightly truncated—and containing 
benzene of crystallisation. It was rocrystallisod from the same 
solvent until it showed, after expolling tho benzene, tho constant 
melting point 162—163°. It is sparingly soluble in boiling alcohol; 
the solution on cooling deposits small, lustrous, woll-dovolopod 
crystals, apparently monosymmetric, not containing alcohol of crystal¬ 
lisation. 

Analysis of the substance, crystallised from benzene and dried at 
120 °, gave figures pointing to the formula C&HwO:— 

Substance. OO a . H 3 0. 


I. 0*2137 0-7106. 0-1072 

II. 0-1839 0-6105 0-0936 
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Calculated for 


Pound. 


r -^ x * xx * 

c fl3 . 396 90*83 ,90*68 90*54 

H*. 24 5*50 5*57 5*65 

0... . 16 3*67 — — 


436 100*00 


Benzene of crystallisation was determined with the following 
result: Loss on heating air-dried substance at 100°, 15*63 per cent.; 
calculated for 03311240,06116: C 6 H 6 15*17 per cent. 

The compound is formed according to the equation—• 

C34H24O2 = C33H24O 4~ CO, 

and this reaction leads us to attribute to the compound from anhydr- 
acetonebenzil and sulphuric acid the formula O34H24O2, instead of 
OnHisO, as it is highly improbable that 2 mols. of a compound, 
CnH ia O, could, between them, yield the products formed in this 
reaction. The sparing solubility of the compound CaJd^Ou in alcohol, 
as compared with the ready solubility of anhydracetonebenzil, also 
speaks for the higher molecular weight. 

In order to ascertain how far the foregoing equation was a quanti¬ 
tative expression of the decomposition, a weighed „ quantity of the 
compound was heated as above at 200° in an exhausted bulb 

attached to the Sprengel pump, the evolved gas pumped oft and 
measured in a Frank!and and Ward's gas-analysis apparatus, and the 
loss of weight of the substance determined. The following results 
were obtained:— 

Weight of substance taken. 1*0314 gram,. 

Loss of weight .. 0*0630 „ 

Volume of OO = 57*7 c.c. at 16*3° and under 689 mm. pressure, 
corresponding with 49*4 c.c. at 0° and 760 mm. 

These numbers agree almost exactly with those calculated from the 
above equation:— 

Calculated. Found. 

VoL of CO from 1*0314 gram substance. 49*6 c.c. 49*4 c.c. 

Loss of weight.. 6*08 p. c. 6*11 p. c. 

This is a remarkable reaction. We know of no other case in which 
an organic compound breaks up quantitatively into carbonic oxide 
and a perfectly definite, new organic compound—the latter being 
obtained forthwith in a nearly pure state. The relatively low tem¬ 
perature (200°) at which the decomposition occurs is also noteworthy. 
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Calculated for Found. 


t ---\ A* ii- 

O w . 396 90*83 .90*68 90*54 

H*. 24 5*50 5*57 5*65 

0. 16 3*67 — — 


436 100*00 

Benzene of crystallisation was determined with the following 
result: Loss on heating air-dried substance at 100°, 15*63 per cent.; 
calculated for CasE^C* Celle • CgUg 15*17 per cent. 

The compound is formed according to the equation— 

O^HsiOs OjjH^O + CO, 

and this reaction leads us to attribute to the compound from anhydr- 
acotoncbonzil and sulphuric acid tho formula C^iLiO*, instead of 
OifHuO, as it is highly improbable that 2 mols. of a compound, 
O w H w O, could, between them, yiold tho products formed in this 
reaction. The sparing solubility of tbe compound C^H^O* in alcohol, 
as compared with the ready solubility of anhydracotonobonzil, also 
speaks for tho higher molecular weight. 

In order to ascertain how far the forogoing equation was a quanti¬ 
tative expression of the decomposition, a weighed quantity of tho 
compound CsiHatO* was heated as above at 200° in an exhausted bulb 
attached to the Sprengol pump, the evolved gas pumped off and 
measured in a Frankland and Ward’s gas-analysis apparatus, and tho 
loss of weight of tho substance detei*mined. The following results 
were obtainod:— 


Weight of substanco takon. 1 *0314 gram. 

Loss of weight . 0*0030 „ 


Volumo ot CO = 57*7 c.c. at 10*3 r) and under 689 mra. prossurc, 
corresponding with 49*4 c.c. at 0° and 760 mm. 

Those numbers agree almost exactly with those calculated from tho 
above equation:— 

Calculated. Found. 

Vol. of CO from 1*0314 gram substance. 49*6 c.c. 49 4 c.c. 

Loss of weight. 6*03 p. c. 6*11 p. e. 

This is a remarkable reaction. Wo know of no othor case in which 
an organic compound breaks up quantitatively into carbonic oxide 
and a perfectly dolinito, now organic compound—the lattor being 
obtained forthwith in a nearly pure state. Tho relatively low tem¬ 
perature (200°) at which the decomposition occurs is also noioworthy. 
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Simultaneous elimination of carbonic oxide and water from an 
organic compound is of course common enough. 

When heated in a sealed tube at 100° with phenyl hydrazine in 
methyl alcohol solution, the compound yields a derivative, 

which crystallises in pale-yellow slender needles, very sparingly solu¬ 
ble in alcohol, melting at 250°, if heated in a sealed capillary tubo so 
as to prevent oxidation. A nitrogen determination gave the follow¬ 
ing resnlt:— 

0 1824 gram, burnt with copper oxide in a vacuum, gave 13*79 o.c. 
of a mixture of nitrogen and nitric oxide, measured dry at 19*4° and 
under 482 2 mm. pressure. After absorption of the nitric oxide there 
remained 13*79 c.c. of dry nitrogen at 19*4° and under 458 7 mm. 
pressure. 

Calculated for 

OajH^NaH-Cfeila). Pound. 

MT in 100 parts. 5*32 5*49 

It is worthy of note Ihat the parent compound, C^H^Ch, does not 
react with phenylhydrazine. 

Action of Hydrochloric Add. 

Anhydracetonehenzil was dissolved in the cold in strong alcoholic 
hydrochloric acid (in which it is much more soluble than in pure 
alcohol), and allowed to stand for 24 hours, after which the dark- 
coloured liquid was poured into water. The precipitated substance 
was recrystallised several times from hot alcohol, and was thus 
obtained in colourless flat needles, with a silky lustre, melting at 128°. 
It was found to contain chlorine. Analysis gave figures agreeing with 
the formula CnHuOlO :— 



Substance. 

00*. 

ir,o. 

I ... 

. 0*2078 

0*5773 

00928 

II... 

. 0*2389 

0*6613 

0*1056 

III. 0 4040 gram gave 0*2170 gram AgOl (by limo method). 


Calculated for 


Pound. 


C 17 H w C10. 

r - 



t -*-» 

1 . 

ii. in'. 

C 17 . 

. 204 76*00 

75*76 

75*49 — 

H 13 . 

. 13 4*84 

4*96 

4-91 — 

Cl . 

. 85*5 13*21 

— 

— 13*28 

0 . 

. 16 5*95 

— 

—• 


268*5 100*00 
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The compound is formed from anhydraoetonobenzil according to tho 
equation— 

C 17 Hu0 2 + HOI = C„H W 010 + H 2 0. 

This reaction would suggest that a hydroxyl-group in anhydracetone- 
benzil had been displaced by chlorine; but it appears that anhydr¬ 
acetonebenzil does not contain hydroxyl: thus it does not react with 
acetic anhydride. The compound OnHuOlO may, however, be derived 
from a labile modification of anhydracetonebenzil. 

Action of Ammonia on the Compound Ci 7 H ia 010.—When the fore¬ 
going compound is heated with alcoholic ammonia in a sealed tube at 
100° for about two hours it yields a product identical with that 
obtained by the action of dilute sulphuric acid on anhydracetone- 
benzil. Like the latter, it crystallises in lustrous flat prisms, molting 
with evolution of gas at 195—200°. It is formed according to the 
equation— 

20 17 H 13 C10 = 0s4H 24 0 8 + 2HC1. 


Oxidation with Nitric Acid. 

This experiment was undertaken in the hope of obtaining a better 
yield of the oxidation product CieH w O s (Trans., 1885, 30), a study of 
which would doubtless throw light on the constitution of anhydr- 
acetonebenzil. This product was, however, not formed. When 
boiled for 10 minutes with dilute nitric acid (nitric acid of sp. gr. 1*42 
with an equal volume of water), the anhydracetonebenzil underwent 
oxidation, yielding chiefly benzoic acid, togethor with paranitro- 
benzoic acid,* oxalic acid, bonzil, and a small quantity of a neutral 
nitrogenous substance, soluble both in boiling water and in benzene, 
and crystallising in tufts of needles (m. p. 264°). The regeneration 
of bonzil in this roaction is important, as showing that the bonzil 
residue is present in anhydracetonebenzil, and that no migration, such 
as is involved in the formation of potassium benzilato from bonzil and 
caustic potash, occurs in the formation of this compound. The other¬ 
wise conceivable possibility that anhydracetonebenzil is a diphenyl- 
methane-derivativo, formed from the bonzil under the influence of tho 
caustic potash, is thus excluded. 

We have also, in connection with the above subject, undertaken 
the study of the reactions of mhydraoetophenonebemil , which was 
assumed by Japp and Miller (Trans., 1885, 37) to be an unsaturatod 
open-chain compound of the formula 

* A similar formation of parmitrobenzoic acid was observed by Clans (iter., 15, 
2331) in the oxidation of amarine with dilute nitric acid. 

VOL, LI. 2 a 
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c 8 h b -c : oh*oo*OsH 6 
c 6 h 5 -co 

A compound of this typo ought to behave differently from anhydr- 
acetonebenzil. As a fact, it was shown (Zoo. cit.) that it forms an 
unstable additive compound with 4 atoms of bromine. 

Anhydracetophenonebenzil appears to react both with 1 and with 
2 mols. of phenylhydrazine, but neither of the derivatives thus formod 
could be obtained free from the other. 

When boiled with faming hydriodic acid for a few minutes, it is 
transformed like anhydracetonebenzil, parting with an atom of 
oxygen and yielding a compound, C 2 2H I6 0. The product of tho 
reaction was boiled with hydrogen sodium sulphito to remove iodine, 
and recrystallised from boiling alcohol, which deposited it in colour* 
less, long, flat prisms melting constantly at 92—93°. 



Substance. 

CO* 


n 2 o. 

I. 

... 0-2004 

0-6515 


0-0992 

n. 

... 0-1979 

0-6433 


0*0976 


Calculated for 


Pound. 


GaHuO* 



it 



i. 

C# ... 

... 264 89-19 


88-66 

88*65 

Hie ... 

... 16 5*40 


5-50 

5*48 

0. 

... 16 5-41 


— 

— 


296 100-00 





In its character of an unsaturated open-chain compound, anhydr- 
acetopkenonebonzil should yield a triphenylbufcano, 0 3 ,H«, on heat¬ 
ing with hydriodic acid and amorphous phosphorus in a scaled tube, 
and would thus differ in its behaviour from anhydraooi onobonzil, 
which is not reduced to a phenyl-paraffin. This oxporimcmt was tried, 
hut the resulting product of reduction is difficult to obtain in a crys¬ 
tallised state, and has not yet been further examined. 

Wo did not succeed in splitting off water fromanhydracotophonouc** 
bonzil by boiling it with dilute sulphuric acid. 

With alcoholic hydrochloric acid, gnhydracetophononobonzi 1 behaves 
like anhydracetonebenzil— 

CaaH a6 0 8 + HOI = GAOIO + H*0. 

Arhydracetophenonebenzil. 

The concentrated solution of hydric chloride in alcohol dissolves the 
substance slowly in the cold, at the same timo becoming dark 
coloured, and on standing the liquid solidifies to a magma of crystals* 
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By recrystallisation from boiling alcohol, the new compound was 
obtained in colourless slondor needles melting at 115°* A chlorine 
determination (Carius) gave the following result:— 

0*2701 gram substance gave 0*1192 AgOl. 

Calculated for 
CajHjgClO. Found. 

01 in 100 parts. 10*74 10*91 

This investigation will be continued. 


Normal School of Science , 
South Kensington. 


XLY.— Condensation Compounds of Benzil with Ketones . 

By Francis B. Japp, F.B.S., and Cosmo Innes Burton, B.Sc. 

In order to ascertain whether tho reaction in which anhydracotone- 
benzil and anliydracetophononobcnzil aro formed (soo preceding paper) 
is of general application, wo have examined tho action of benzil with 
various homologues of acetone. Caustic potash of sp. gi\ 1*27 was 
used as tho dohydrating agent. Tn ©very case 1 mol. of benzil was 
found to react with 1 mol. of tho ketone, eliminating 1 mol. of water. 
The intermediate additive compounds, the formation of which was 
observed in tho reactions of benzil wiih acetone and acetophenone 
(Japp and Miller, Trans., 1885, 21 and 34), wore not isolated. 

For pnrposos of nomenclature wo have assumed that tho compounds 
about to bo described aro time homologues ol anhydracotonobonzil. 
Thus tho compound OsalTaOj, obtained from methyl hexyl kotono and 
benzil, will receive tho name ami/hanhydracetoMhonzil* 

Methyl-mhydraceion ehemil 9 Cmll^Oa. 

70 grams of finoly-powdorod benzil, 25 grams of motliyl ethyl 
kotono,* and 10 o.o. of caustic p#tash solution of tho above strongth, 
wore allowed to stand in a corked flask at a temperature of 20—25° 
for some days, shaking the flask from time to time. In about a week 
tho mixture solidified to a greyish-yellow mass, which was well washed 
with boiling water, treated with othor to remove unaltered benzil, and 

* Prepared by Kalilbaum from ethylie mofchaeoto-acctato by B6cking*e method 
(Annalen, 204,17). 

2 a 2 
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finally rocrystallised from boiling alcohol. By repeated roorystallisa- 
tion it was obtainod in colourloss thin prisms molting at 179°. 


Substance. 

CO,. 


11,0. 

. 0-1830 

0-5465 


0-1025 

. 0*1659 

0-4958 


0-0935 

Calculated for 


Pound. 

CigltieOg. 

* . \ 


5 “ 

I?. 

. 216 81-82 


81-44 

81-50 

. 16 6-06 


6-22 

C-26 

,. 82 12-12 


— 

— 

264 100-00 





Dmethyl-rnhydracetonelwizil, CioHisOa. 


Benzil . 60 grams. 

Diethyl ketone*. 25 „ 

Caustic potash solution (sp. gr. 1*27).. 10 c.c. 

Treatment and purification as in the case of methyl-anhydmcetone- 
benzil. The new compound crystallised from alcohol in colourloss, 
thick, rhomboidal plates, melting at 150°, 


I. 

n. 

Substance. OO,. 

... 0-1538 0-4612 

... 0-1420 0-4204 

H,0. 

0*0902 

0-0834 

Ois •.. 
Hb ■.. 
0$ . ... 

Calculated for 

0»Ha|0,. 

t . A .\ 

... 228 82-01 

... 18 C’48 

... 82 11-51 

Pound. 

i. ii? 

81-78 81-90 

6-52 0-53 


278 100-00 


Benzil. 

Eihy l-rnhydracetmebonzil, Oi 8 HmO a . 

. WV 

Methyl propyl ketonef. 25 „ 

Caustic potash solution (sp. gr. 1-27).. 10 c.c. 


* Prepared by Xahlbatun from barium propionate by Krafft’s method, 
f Prom Kahlbaum. Obtained from crude wood-acetone. Further fmotioned by 
us before using. 
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Treatment and purification as above. Ethyl-anhydracctonobonzil is 
deposited from alcohol in colourless minute neodlos, molting ai 150°. 


SubBtanoo. CO> II jO. 

I . 0*1922 0*5773 0*1147 

II . 0*1881 0*5037 0*1127 

Calculated for Found. 

0i 9 l[ 1B 0 2 . 

C lfl . 228 82*01 81*91 81*72 

H w . 18 6*48 6*03 6*06 

O a . 32 11*51 — — 

278 100*00 

Amijl-anhydracetonchemilf C^n^Oa. 

Benzil.. 00 grams. 


Methyl hexyl ketone* . 40 „ 

Caustic potash solution (sp. gr. 1*27) .. 10 c.c. 

Treatment and purification as above. Amyl-anhydracotonobonzil 
crystallises from hot alcohol in tufts of colourless slender silky noodles, 
melting at 150*5°. 

Subsianco. CO* H/). 


I. 0*1981 0*5964 0*L334 

n. 0*1645 0*4948 0*1103 

Calculated for Found. 

CasII 340s- r -*-' 

r ~ " . ~" A 1 1 ^ 1* 11* 

On . 264 82*50 82*11 82*03 

Hai. 24 7*50 7*48 7*45 

Oa. 32 10*00 — — 


320 100*00 

Normal School of Science, 

South Kensington. 

* Prepared by Kahlbaum by distilling oastor-oil with caustic potash, and puri¬ 
fying the compound by means of hydrogen sodium sulphite. 
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II. Biazoemido^compounds (continuod). 

By Baphael Meldola, *F.R.S., Professor of Chomistry, and F. W. 

Streatfeild, Demonstrator of Chemistry in the Finsbury Technical 

College, City and Guilds of London Institute* 

It was shown in our last communication on this subject (this vol., p. 102), 
that when diazotised parauitranilino acts on metanitranilino or diazo- 
tised metanitraniline on parauitranilino, a compound is obtainod which, 
according to its modo of formation, might be writton 

or N0 a -C 6 n4-N 2 -NII-C fi K4'N0 4 . 

(1) (3) (4) <1) (1) (4) (3) (1) 

Reasons were given in the paper referred to for regarding tho last 
formula as that which actually expresses the constitution of tho 
compound in question, the inference from this conclusion being that 
in the first mode of preparation isomeric transformation takes place, 
possibly through tho formation of an intermediate additive com¬ 
pound. 

Among tho facts previously made known to the Society, one of tho 
most interesting appeared to be tho decomposition of this uusym- 
metrical compound (m. p. 211°), by means of hydrochloric acid, into a 
mixture of meta- and para-nitranilines and the two corresponding 
nitrochlorohenzenes. This decomposition takes place completely anti 
Tapidly in a sealed tube at 100°, or more slowly, but with precisely 
tho same results, on simply heating for some time with tho strong 
acid in an open vessel. This discovery certainly stands opposed to tho 
general boliof that tho action of acids on diazoamido-compounds is 
in the first placo simply a resolution of the compound into its con¬ 
stituents, viz., tho diazo-chloride and amine, and that those aro then 
decomposed according to the equations— 


XMTH-Y + HOI = XdSVCl + Y-NH*.(I) 

X-HVCl = X-Cl + N*, or X-NVC1 + OH a = X-OH + X, 

+ HOI.(II) 


If the decomposition of diazoamido-componnds by acids wore of 
this simple character, the unsymmetrical compound should have given 
but one nitrochlorobenzene and one nitranilino, unless we suppose that 
the diazo-chloride and amine react when heated together in some 
maimer at present unknown. If this reaction between the diazo- 
chloride and amine (nitraniline) be not that of the formation of au 
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intermediate compound which immediately undergoes decomposition, 
it must ho supposod that an interchange of tlio groups —NT/01 and 
NH 2 in two distinct molecules takes place, a belief for which there is 
at present no warrant. Wo may hero state that wo have repeated tho 
experiments on tho decomposition of: the nitrodiazobenzene chlorides 
in the presence of dissimilar nitranilines, as described in our last paper 
(Zoc. dt., p. 106), using an open vessel instead of a scaled tube, but 
the evidence of the formation of mixed products is in this case by no 
means so satisfactory as when sealed tubos are employed, the unsatis¬ 
factory results being no doubt due to tho gradual weakening of tho 
hydrochloric acid on boiling, and tho consequent formation of phenolic 
products. It must bo understood that this observation does not apply 
to the decomposition of tho unsymmotrical dinitroduzoamido-com- 
pound in an open vessel, as in this case tho products, as already 
stated, are identical with those obtained in a sealod tube, viz., the 
mixed nitranilines and nitrochlorobonzenes. 

Tho evidence thus far obtained points to the conclusion that tho 
action of acids on diazoamido-compounds is by no means so simplo as 
is represented in tho last equations, a conclusion which is considerably 
strengthened by the circumstance that the ethyl-derivative of tho 
unsymmetrical compound also gives a mixture of ethylnitranilines 
and nitrochlorobenzonos on decomposition by hydrogen chloride. As 
mentioned in our last papor, these results are in complete accordance 
with those obtained by other investigators who have studied tho 
decomposition of mixed diazoamido-compounds. Thus, tho com¬ 
pound obtained by tho action of diazotised aniline on amidobonzoic 
acid, or of diazobenzoic acid on aniliuo, when decomposed by hydro¬ 
chloric acid, gives a mixture of aniline, phonol, amidobonzoic acid, 
and hydroxybonzoic acid (Grioss, Jier., 1874, 1619).* So also tho 
oompound obtained by tho action of diazotised aniline on parato- 
luidino, or of diazotised paratoluidino on aniline gives on decomposi¬ 
tion a mixture of paratoluidino, aniline, paracrosol, and phenol 
(Hotting and Binder, Bull. Bog. Ohim 42, 836). It is certainly a 
fact of the greatest interest, and one of which the eoraplete signi¬ 
ficance cannot at present be perceived, that an unsymmotrical com¬ 
pound formed by the action of X-N*— on Y*N1 U can also bo produced 
by the action of YdST*— on X , NII 2 , and that this compound when 
decomposed by aeids should split up as though both v&omeridw, 
X'N 2 f HH*Y and Y*HVHB>X, were present. 

We may here point out that the loss acid and more unstable diazo- 

* According to Grioss, ohlorobenzoic acid is also lormod, bat this is doubtless 
duo to the same reaction as that which results in tho formation of hydroxyl xnuoio 
acid, yu. t tho decomposition of the diozohenzoio acid produced by the resolution of 
the compound by the hydrochloric acid. 
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amido-compounds, such as <Sro., aro far Jess sjitin- 

factory to work with than the more distinctly acid dinitro-derivntives, 
not only on account of tho greater stability of the latter, but also 
because of their easier preparation, and still raoro because of tho v*ory 
definite and easily recognizable products which they give on decom¬ 
position.* Theso advantages render tho dinitrodiazoami(lo-<joinpounds 
particularly well suited for a series of investigations such as those on 
which we are at present engaged, and wo propose to continue our 
work with these compounds in the hope that the information derived 
from a study of their reactions and properties will afterwards onablo 
us to return with new light to tho question of tho constitution of the 
simpler diazoamido-compounds. 

I. Decomposition of Dinitrodiazoamido-coTnpounds by cold IIydrochlot ir 

Acid. 

It has long been known that d i a zoamid o - comp on nds immediately 
begin to decompose in the prosenoo of acids, ovon in tho cold, tho 
rate of decomposition depending on tho stability of tho compound, 
the strength of acid, &c. Thus it has been shown by 0. N. Witt 
(Ber., 1877, 1309) that it is only necessary to add acetic acid to a 
mixed solution of diazoamidobenzene and metaphenylcmodiamiuo in 
alcohol to obtain an immediate formation of chrybouliiio.t Tho 
dinitro-derivatives which form the subject of tho present investi¬ 
gation are no exception to this rule; when loft in coni act with strong 
hydrochloric acid at ordinary temperatures, ihey gradually dissolve 
with the formation of very definite products. Xluliko tho simpler 
members of tho group, such as diazoamidobonzene, those compounds 
decompose without the formation of phenols or lurry products, or 
conversion into amidoazo-compounds, so that a study of this reaction 
promised to furnish important information with respect to the present 
inquiry. Soino preliminary experiments served to show that the dour 
acid solution contained the materials capable of reproducing the 
dinitrodiazoamido-compound, presnmably tho nitrodiazo-ehlorido and 
nitranihne, since it was only necossary to diluto the solution with 
water and replace tho excess of hydrochloric by acetic acid by tho 

* The facility with whioh the symmetrical dipara- and dimoia-compouncls break 
up into the wtrochlorobenzenos, when heated with hydrochloric acid, suggests the 
employment of these compounds for the preparation of the nilroQuovbcruoties in¬ 
stead of the benzenediazopiperidine recently made use of by Wallooli (Atm,, 935, 
355) for this purpose. The dnutrodiazoanudo-oompouiids offer obvious economical 

f In order to get this reaction with the more stable dinitrodiazoamido-oompounds 
at present under consideration, it is uooessary to add hydrochloric acid to the 
alcoholics solution, and warm gently. 
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addition of sodium acetate to obtain the original dinitrodiazoumido- 
compound. According to the prevailing view of this decomposition, 
wo should thus havo in solution, m the ease of tho symmetrical 
dipara-compound, paramtraniline and paranitrodiazobenzouo - chlo¬ 
ride :— 


NO i -0 6 HrN , J -N'H‘OoH 1 -]Sr0 2 + noi » NO^OoH^Ol + 

(1) (4) (4) (1) a> (4) 

<*> ( 1 ) 

But in this case, as in that of tho decomposition by hot acid, the 
symmetry of the two halves of tho molecule renders it impossible to 
docido whether the course of tho reaction is really so simple as above 
represented. Two preliminary experiments mado with tho unsym- 
motrical compound (ni. p. 211°) and its ethyl-derivative (m. p. 148°) 
appeared to indicate that, even in tho cold, tho decomposition products 
wore of a mixed character, and that this decomposition would there¬ 
fore require special investigation :— 

(1.) Some of tho imsymmotrical compound was allowed to stand for 
two days in contact with a largo excess of strong hydrochloric acid. 
The solution was then filtered in order to remove a slight residue of 
apparently unaltered substance, and the filtrate mixed with a solution 
of platinic chlorido, whon orange needles immediately began to 
separate. After remaining for some hours, tho crystalline deposit was 
collected, washed with hydrochloric acid, then with water and finally 
with alcohol, A determination of platinum in a spocimon of tho dry 
salt gave tho following results:— 


0 a 13Q8 gram gave 0*0358 gram Pt. as 27*37 p. c. 

Theory for (NO/OeMiOlKPtOl*. as 27*52 „ 


Tho salt was consequently a plafcinoehlorido of nitradiazobonzone, 
and in order to determine which modification, or whether it was a 
mixture that wo had in hand, it became necessary to decompose the 
compound so as to obiaiu tho nitroohlorobonasono. It was found 
that this decomposition took place quantitatively on simply boiling 
the salt with water, when nitrochiotobcnzene distilled ovor with tho 
steam. The white crystalline distillate, after being allowed to dry, 
had the melting point of puro motaaitrochlorobonzono. 

This experiment showed, therefore, tho presence of mefcanitrodiazo- 
benzene-chlorido in tho solution, and it might havo been inferred 
therefrom that tho constitution of the uneymmetrical compound was 

N0 3 *CfiH^lSf/NH*C 0 H 4 *N0*. But this conclusion is at variance with 
(i) («) (4) (i) 

that suggostod in our last paper, and it did not follow that the 
presence of jpamnitrodiazobonzeno-ohloxide had boon disproved, since 
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the platinic chloride may simply have cffoefcod a fractional separation 
of the two diazo-chloridcs, or the weta-chloride only may have boou 
capable of forming a double salt. 

In order to test this last conclusion, a mixture of equal weights of 
paranitraniline and metanitranilino was diazotisod in hydrochloric 
acid in the usual way, and platinic chloride added to the solution. 
The orange crystalline precipitato was collected, washed, and thou 
decomposed by boiling with water. The distillate cousistcd of pure 
metanitrochlorobenzeno, thus proving that paranitrodlazobonzone is 
incapable of forming a platinochloride,* and at the same time showing 
that this modification may have been present among the decomposition 
products of the unsymmetrical compound. 

(2.) Some of the ethyl-derivative of the unsymmetrical compound 
was allowed to stand for two to three hours at the ordinary tempera¬ 
ture in contact with a large excess of hydrochloric acid. Tho solution 
was then filtered in order to remove a slight residue, and sodium 
nitrite added to tho filtrate, when a white crystalline precipitato at 
once separated. The precipitate, after being collected, washod, and 
dried, proved to be a mixture of the nitrosamines of othylparanitr- 
aniline and ethylmetanitraniline. 

These two experiments taken together appoarod to indicate that tho 
unsymmetrical compound and its ethyl-derivative split up under tho 
influence of cold hydrochloric acid with the formation of the same 
mixed products as when hot acid is employed. In order to submit 
this reaction to systematic examination, we had, thorofore, to do vise 
some ready method by which the diazo-chlorides and uitrani linos or 
ethylnitranilines could be separated and identified. Tho following 
process has answered all requirements, and has been used throughout 
the series of experiments detailed below:— 

The cold hydrochloric acid solution containing tho diazo-chloridcs 
and nitranilinos or othylnitranilinos is gradually dropped with con¬ 
stant cooling into an alkaline solution containing tho necessary 
quantity of /3-naphthol calculated for the weight of diniirodiazo- 
compound employed. The diazo-chloridcs and nitranilinos or othyl- 
nitranilinos are all precipitated togothor, tho former in the form of 
azo-^-naphthol-compounds, and the latter as free bases. Vrom tho 
mixed preoipitate, after collecting and washing, hydrochloric acid 
dissolves out the nitranilines or ethylnitranilines, which can be 
identified by the usual methods, and the nitrobenzeneazo-^-ixaphthols 
are then left in a state of purity, and can be similarly identified* 
The advantages of this method are sufficiently obvious: all the pro¬ 
ducts of decomposition are thrown down in an easily recognisable 

* This was confirmed by direct experiment, a solution of paranitro diaz obonzone 
cWoride giving no precipitate with platinic chloride. 
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form at one operation, and the possibility of complication by tlio 
action of heat is avoidod. Thus, in tbo caso of an othyl-dorivativo 
the reactions might be represented as follows:— 

(i).... + 21101 = 

NOa’CoH^Cl + NO/Ooll4-N(0,n 6 )H,HCl. 
(II).... NO/CcH^Ol + NO/C 6 nr(C 2 H s )H,HCi + NaOH + 

C^H-rONa = NO/CcH^-OioHo-OH* + 

NO 2 ‘O 0 H 4 *N(G,H e )E + 21TaCl -f OH*. 

We now proceed to givo the results of tho application of this 
method to the various compounds described in our last paper. 

1. Decomposition of the Symmetrical Dipara-compomd^ m. p. 223°. 

One gram of the above substance was allowed to stand lor about 
24 hours at tho ordinary temperature, in contact with a considerable 
excess of strong hydrochloric acid, by which time the substance had 
nearly all dissolved. The residue was filtered off, washed with wator, 
crystallised from alcohol, and its molting point taken; this, together 
with the other properties, showed that tho insoluble portion was 
simply some of the original substance remaining unaetod on owing to 
an insufficiency of acid. The hydrochloric acid solution was then 
dropped into an alkaline solution of )3-naplithol in the manner above 
described. The red precipitate was collected, washod with cold wator, 
and then extracted with hot dilute hydrochloric acid; the acid filtrate, 
on the addition of a slight oxoess of caustic soda, gave a yellow 
crystalline precipitate, which was identified as pure paranitranilino 
(m. p. 146°). Tho red azo-oompound was crystallised from glacial 
acetic aoid, and identified as paranitrobenzoneazo^-naphthol (m. p. 
249°, Meldola, Trans., 1885, 602). 

This experiment shows, therefore, that the products of decomposi¬ 
tion are parauitrodiazobenzono-oklorido and paranitranilino. 

2. Decomposition of the Unsymmetrical Compound, m,p* 211°. 

Tho foregoing experiment was repeated with every possiblo pre¬ 
caution on the above compound, and in order to give completeness to 
the result two preparations were employed, one obtained by the action 
of diazotised paranitranilino on metanitraniline, and the other pre¬ 
pared by tho reverse method. Tho products of decomposition were 
the same in both cases , thus giving additional evidence of tho idontity 
of the two compounds. Tho very slight insolublo residue proved in 
both cases to be simply unaltered substance, a fact of some importance 

* This formula is assumed provisionally. See Trans., 1885, 602, foot-note* 


cM 
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in. the present experiment, since it shows, as wo have frequently 
established by fractional crystallisation from alcohol, that thus 
unsymraetrical modification is a distinct chemical substance,# and that 
the acid does not effect a fractional separation into different com¬ 
pounds. Tho details o£ the experiment are as follows:— 

The red azo-precipitate was collected and washed as usual, then 
boiled with dilute hydrochloric acid and filtered. In order to make 
sure that the whole of the nitranilines were obtained, tho alkaline 
filtrate from the azo-compound was acidified with hydrochloric acid, 
mixed with the acid filtrate from the azo-compound, and tho whole 
concentrated by evaporation to a small bulk. After boing allowed to 
cool, the acid liquor was filtered, in order to remove common salt, and 
the nitranilines thrown out by caustic soda, collected, and washed 
with cold water. A specimen of the crystalline procipitato, on reduc¬ 
tion and oxidation, gave the indamine reaction most, intensely, and 
this, together with the vague melting point (101—121°), left no doubt 
that we had a mixture of the two nitranilines. Additional confirma¬ 
tion was obtained by fractionally crystallising tlie nitranilines from 
water. The first crop of crystals melted at 138—145*5°; tho second 
at 94—104°; and the mother-liquor from the latter on reduction gave 
abundant evidenoe of the presence of metaphonylenodiamino on 
applying the nitrous acid test. Tho azonaphthol-compound, after 
crystallisation from acetic acid, was identified as a mixture of para- 
and meta-nitrobenzeneazo-^-naphthol (Meldola, Trans., 1885, 008) ,f 
.From this experiment, it follows that cold hydrochloric acid decom¬ 
poses the unsymmetrical compound into a mixture of para- and meta- 
nitrodiazobenzene-chlorides and para- and meta-mtranttine. 

Decomposition and Recomposition of the foregoing Compound, —As a 
result of the last experiment it seemed probable that if the diuitro- 
diazoamido-compound potentially present in tho acid solution worn 
thrown out by the dilution of the latter, tho procipitato would not 

* If the unsymmotrical modification liad boon a molomilar compound of tho 
other two modifications, it would have been possible to prepare it by crystallising a 
mixture of the dipara- and dimoba-oompounds. This experiment wow tried by 
dissolving equal weights of those two last compounds in boiling alcohol and allowing 
the solution to cooL Tho two substances, however, soparated out in their dist motive 
crystalline forms, and could be easily soparated, nothing of tho character of 
a molecular compound having been produced. Tins unsymmetrical compound 
is, moreover, tho complete analogae of suoh mixed diazoumido-compounds as 
C B Hg • N 8 H- C 7 H 7 , which it resembles in all its modes of decomposition. The 
possibility of the latter being a molecular compound of its two isomerides, 
GgHfi-Nj-NH-OyH; and 0 7 H 7 -N 2 *NH-C 6 H 6) cannot be entertained. 

t I will take the present opportunity of correcting the melting point of this last 
compound to 198—194° instead of 191—192°, as given in the paper above referred 
to.—R. M. r 
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consist of the original compound, but of a mixture of tlio isomeric 
modifications, since the two nitranilinos and tho two niiroehloroben¬ 
zenes had been proved to be present. In order to submit this deduc¬ 
tion to experimental proof, some of tho unsyin metrical compound waq 
decomposed by cold hydrochloric acid in tho manner described, and 
the solution after filtration diluted with wator, and partially neu¬ 
tralised by ammonium carbonate. After standing for some hours, the 
bulky yellow precipitate waB collected, washed with wator, and dijiod. 
Tho substance then melted at 195—201°. After one crystallisation 
from alcohol, the molting point was 202—203°; after a second crystal¬ 
lisation, the molting point was 209—209 5°, and then remained 
constant. As far as this experiment goes, it appoars, therefore, iliat. 
the precipitate obtained on recombination of tho decomposition 
products of the unsymmetrical compound is a mixture, and not ono 
definite dinifcrodiazoamido-compound. 

3. Decomposition of the Symmetrical Dimefa-compound, m, p. 194°. 

This substance dissolved iu the cold acid with only a very slight 
residue, which was too small to attempt to purify by crystallisation. 
Its melting point was 170—178°, and it most probably consisted of 
Hallmann’s dinitroamidoazo-compound mixed with impuritios. Tho 
acid filtrate, on being mixed with tho alkaline solution of ytf-naphthol, 
gave a rod azo-compound, which was collocted, washed, extracted with 
hot dilute hydrochloric acid, dried, and crystallised from acetic acid; 
it then formed splendid rod noedles melting at 198—194°, and thus 
proving to be motanitrobenzeneazo-/3-naphthol. Tho acid extract on 
concentration and neutralisation, gave pure motauitranilino (in* p. 
112 °) ; a specimen on reduction and oxidation gave no indication of 
tho indamino reaction. 

Tho abovo compound is thus resolved by hydrochloric acid into 
motanitraniline and motanitx*odiazobonzono-chloride* 

4. Decomposition of the Btfojl»drrivativG of the Symmetrical Dimeta- 
compound, m. jp. 119°, 

This compound dissolvos in tho acid, with practically no rosiduo. 
Tho azo-precipitate proved to bo motaTiitrobouzoncmo-^-naphthol 
(m. p. 193—194°), and the acid extract, on treatment in tho usual 
way, was found to contain othylmotanitranilino. Tho latter was 
identified by reduction and tho nitrous acid test, which gave othyi- 
chrysoidine, and also by conversion into tho nitrosaramo, which, after 
crystallisation from dilute alcohol, had a melting point of 41—42°.* 

* NOlting and Strieker giro the melting point of this compound as 47°. Our 
preparations have, however, always had tho abovo molting point, and it is probablo 
that the temperature given by these authors is duo to a misprint (£er., 1886, 640)* 
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The products of decomposition aro, therefore, in this case mota- 
nitrodiazobenzone-chloride and ethylmetanitraniline. 

5. Decomposition of the Ethyl-derivative of the Tfnsymmetrical Com¬ 
pound, m . p. 148°. 

One gram of a pure crystalline preparation was decomposed in the 
nsual way, a slight residue of unaltered substance being removed by 
filtration. The reddish-brown azonaphthol precipitate, after boing sub¬ 
mitted to the usual treatment and crystallised from glacial acotic acid, 
proved to bo a mixture of meta- and para-nitrobonzeneazo-y3-naplithoL 
The acid extract containing the ethylnitranilines gave the indamino 
reaction most intensely on reduction and oxidation, the solution 
rapidly becoming deep violet on exposure to the air. The addition 
of sodium nitrite to the acid solution caused the precipitation of a 
nitrosamine which, after crystallisation from dilute alcohol, proved 
to be a mixture of ethylpara- and othylmetarnitrophonylnitrosamme. 

The products of decomposition of this ethyl-derivativo aro thoro- 
fore analogous to those of the substance from which it is derived, 
viz., a mixture of the two nitrodiazobenzene-chlo rides md the two ethyl 
nitranilines . 


6. Decomposition of the Ethyl-derivative of the Symmetrical Dipara- 

compound, m. p . 191—192°. 

The red azo-precipitate, after crystallisation from acetic acid, had a 
melting point of 249—250°; the nitrosamine melted at 119—120°. 

The products of decomposition are in this case, therefore, paranitro- 
diazobenzene-chloride and ethylparanitraniline. 

7. Decomposition of the Ethyl-derivative, m. p. 174—175°, obtained by 
the action of dimolised Metanitraniline on Ethylparanitraniline . 

In accordance with the results obtained by the action of hot hydro* 
chloric acid on this substance (Trans., 1887,110), it might have boon 
expected that the products of decomposition would bo othylpara- 
nitraniline and metanitrodiazobenzcne-chlorido. Experiment proved 
this to be the case, the azonaphthol-compound molting at 193*--194°, 
and the nitrosamine at 119*5°. The acid extract, on reduction and 
oxidation, gave no indication of the formation of indamino. 

8. Decomposition of the Ethyl-derivative, m, p. 187°, obtained by the 

action of diazotised Daramtraniline on Ethybnetanitrmiline* 

As in our last paper we stated that we had reason to suspect that 
this substance might be an amidoazo-compound, its decomposition by 
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cold hydrochloric acid was studied with special interest* and every pre¬ 
caution was taken to insnro the purity of the specimen employed. 
One gram, in a very fine state of division, was mixed in the usual way 
with excess of strong acid and allowed to stand, with occasional 
agitation, for about an hour, by which timo practically the wholo of 
the substance had dissolved, the solution being only slightly turbid. 
After filtration and precipitation by the alkaline solution of /3-naplithol, 
in the manner described, the acid extract from the azo n nphthol-com¬ 
pound was concentrated by evaporation, and then tested by reduction 
and oxidation, but gave no trace of coloration. With sodium nitrite, this 
reduced solution gave a copious brown precipitate (ethyl chry soldi no), 
indicating the presence of othylmetaph onylcucdiamine. The remainder 
of the acid (unreduced) solution gave an oily nitrosamine on treatment 
with sodium nitrite, which soon solidified, and after crystallisation 
from dilute alcohol had a melting point of 41°. The azonaplithol- 
compound in the crude state molted at 248°, and after crystallisation 
from acetic acid, at 249—250°. 

The products of decomposition aro in this case, therefore, ethyl- 
metanitranilino and paranitrodiazobonzonc-chloride. The facility with 
which this compound is decomposed, takon in conjunction with the 
nature of the products, is thus opposod to the view which we had 
taken at first, and the present compound, when decomposed by cold 
hydrochloric acid, agrees completely in its bohaviour with that of 
the true diazoamido-compounds previously described. 

II. Further FxcmmaUon of the JJJthjTrderivaUve , m. p. 187°. 

Onr first improssions with respect to the nature of this compound 
having been negatived by the last exporimont, it became neces¬ 
sary to submit the substance to a more searching investigni ion, since 
the existence of three isomeric unsymmotrical clinitrodiazootliylamido- 
compounds is completely opposed to tlio generally received view of tho 
constitution of those compounds; moreover, with tho establishment of 
this fact, Kokulo’s formula, as will be shown subsequently, becomes 
no longer tenable. 

A specimen of tho substance carefully purified by crystallisation 
from alcohol, gave tho following results on analysis :— 

I. 0*2328 gram gave 0*4525 gram CO* and 0*0875 gram Tl a O. 

II. 0*1863 „ „ 0*3610 „ „ 0*0698 „ „ 

III. 0*1058 „ burnt in a vacuum with OuO, gave 19*6 c.c. N. at 

10° and 765 mm. bar. 
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Oalculatod for 

NOyOelCi-NaCCjHo)-OJIVNO;. 


0. 53*38 

H. 4*12 

N. 22-22 



Decomposition by Hot Hydrochloric Acid .—On boiling tho substance 
with, strong acid in a flask, it is decomposed quantitatively into para- 
nitrochlorobenzene (m. p. 83°) and ethylmctanitranilino (m. p. of 
nitrosamino 41°). No tarry products arc formed in this rend ion. 

Products of complete Deduction -—On tho supposition that the sub¬ 
stance was an amidoazo-compound of the formula suggested in our 
List paper (this vol., p. Ill), it might have boon exported to yield on 
reduction parapkonylenediarnine and tho unsymmotrieul othyltri- 
amidobenzene, CeH^NHiVNH/OaHe = 1:2:4. Tho lattor com¬ 
pound, containing two NH 2 -groups in tho oitho-position, couhl 
have been identified by its furnishing au azine on condensation 
with double ketones. In ordor to test this point, some of tho ethyl- 
derivative was dissolved in glacial acetic acid, and reduced by zinc- 
dust; the solution was then filtered and mixed with a 1 por cent, solu¬ 
tion of phenanthraquinone in acetic acid. No formation of azino was 
observed, even after warming the mixed solutions for some hours. 

The absence of the unsymmetrical othyltriamidobonzone having 
been proved by the last experiment, a further quantity of tlio sub¬ 
stance was completely reduced by boiling the alcoholic solution with 
tin and hydrochloric acid. The alcohol was distilled off, tho solution 
diluted with water, and the tin removed as sulphido. Tho solution 
containing the hydrochlorides of tho bases was then evaporated to 
dryness, and a portion of the residue boilod for some hours with an 
excess of glacial acetic acid and anhydrous sodium acetate, with tho 
addition of some aoetio anhydride. On diluting with water and 
allowing it to stand, a floccnlont acotyl-dorivativa, contaminated with 
colouring matter, gradually separated. After purification by several 
crystallisations from glacial acetic acid, this substance was identified 
as the diacotyl-dorivativo of paraphonyloiiodiamino. Tho romaining 
portion of the hydrochlorides of tho basos was dissolved in water, and 
sodium nitrito added. A copious precipitato of a brown colouring 
matter, resembling ordinary 44 Bismarck brown” in its characters, 
sufficiently indicated the presence of a mefodiamino or othyldiaruino. 
The products of complete reduction appoar, thorofovo, to be para- 
pheuylenediamine and ethylmetaphenylenediamino, a result which 
finds confirmation in the fact that those products give tho iudamino 
reaction most intensely on joint oxidation (this vol., p. 112). It is true 
that the colour thus developed is more violet in shade than that pro- 
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duced by tho oxidation of tho products of redaction of the 171—175° 
m. p. isomeiide, but tbis is doubtless duo to the isomerism oC the 
respective indamines, tlio one being formed by tbo oxidation of a mix¬ 
ture of paraplionylenediamine with othylmctaphonylonodiamino, and 
the other being produced by tho oxidation of a mixture of moia- 
phenylenediamine with ethylparaphenylonodiamine. Wo liavo satis¬ 
fied ourselves by the oxidation of prepared mixtures of the diaminos 
and ethyldiamines that such a difference of colour does exist in 
tho two cases. From those results, it appears, thoroforo, that tho otliyl- 
derivative, molting at 187°, is a true diazoamido-compouud, or at any 
rate that it behaves as such towards every reagent that has boon 
tried. 


III. Salts of Binitrodiazoamido-componnds. 

Tho dinitrodiazoamido-compounds, and especially that modification 
derived from parunitraniline, are distinct acids forming woll-dofinod 
crystalline salts with certain metals. Wo determined therefore to 
take advantage of this property, and to examine as many of those 
salts as could bo prepared in a state of purity, in order to ascertain if 
possible the basicity of the acids. Many practical dillicultics have 
presented thomsolvos in tho course of this branch of tho work, but tho 
general result indicates with sufficient distinctness that only 1 atom of 
displaceable hydrogen is present in those compounds. Tho difficulties 
have arisen in tho first place from tho necessarily rostrioied choice of 
metals, because only the alkaline salts of tho diazo-compounds aro 
available for the purpose of (loublo decomposition, and these being but 
sparingly soluble in water, alcohol must of nocossity bo used as a 
solvent. Thon again it was found that the salts of tho heavy metals 
could only be formed in the prosonco of excess of alkali, so that our 
selection was limited to those metals whose oxides or hydroxides wore 
soluble in alkali. Tho salts aro also in most cases explosive, and thus 
require spocial troatmont in. order to got trustworthy results on 
analysis. With tho exception of those of tho alkaline metals, all the 
salts are insoluble in water or alcohol, and aro thus incapable of being 
further purified whon once formed. Of the salts formed by tho heavy 
metals, only those of cadmium, cobalt, and nickol aro crystalline, 
and tho difficulty of obtaiuing these in a state of purity is much 
enhanced by a tendenoy which they have to form basic compounds 
containing an excess of tho metal. The details of the mode of prepara¬ 
tion and analysis are briefly given below, tho three dimtrodiazo- 
compounds being spoken of for brevity as tho dipara-, tho asym¬ 
metrical, and the dimota-compounds. 

The potassium and sodium salts of the dipara-compouud can bo boat 

VOL. li. 2 e 
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obtained by dissolving the acid in warn alcoliol wiih tlio addition of 
an excess of an aqueous solution of fho alkali, and then diluting with 
warm water. Tho salts aro deposited, on cooling, in tl»o form of large 
neodlos having a bright bluish metallic reflex, but these are stable only 
in the presence of oxcess of alkali, and could not therefore bo analysed. 
These salts are decomposed on washing with wafer; tho excess of 
potash or soda can, however, be romovod by washing with ammonia 
solution, but the salts cannot be dried without undergoing decomposi¬ 
tion by the carbonic acid of the atmosphere. The corresponding salts 
of the unsymmetrical and tho dimota-compounds aro less stable than 
those of the dipara-compound, and no attempt was thoreforo made to 
isolate them. Attempts to prepare a lithium salt of tho dipnnvcom- 
ponnd were unsuccessful. 

The silver salt of the dipara-compound separates as a bright-rod 
amorphous powder on adding an ammoniacal solution of silver nitrate 
to a solution oE the substance in alcoholic ammonia. The dry salt 
explodes on heating, and it was therefore found necessary for tho 
purposes of analysis to decompose a weighed quantity or the salt by 
allowing it to stand for some time under rather strong nitric acid. 
The free diazo-compound was thon filtered off, tho residue washed, 
and the silver in the filtrate precipitated as chloride. Tho results 
obtained, although the analysis was several timos repeated with 
different preparations, did not agree very exactly either among them¬ 
selves or with the calculated amount of silver, but tho numbers fairly 
approximated to those required by tho formula 

m-OoB^MAg-OoH^NOa, 

leaving no doubt in our minds that tho acid is monobasic. An 
attempt was made to confirm this result by a volumetric method. For 
this purpose a docinormal solution of ammonia cal silver nitrate was 
prepared, and a known weight of tho dipara-compound, dissolved iu 
alcohol and ammonia, was thon titrated by moans of tho silver solu¬ 
tion. Tho rod colour of tho precipitate interferes with tho hlmr|uu«H 
of the result, and it was very difficult to determine tho exact point of 
complete precipitation, that is, tho point whon tho rod colour of tins 
alcoholic solution of tho ammonium salt had just disappeared. In 
this case, the rosults also distinctly indicated that) tho acid was niono- 
basic. The silver salts of tho unsymmetrical and dimota-comjKmmlH 
did not appear sufficiently promising to attempt their analysis. Tho 
latter is precipitated as a brown jelly on adding tho ammoniacal silver 
solution to the alcoholic solution of the sodium salt of tho dirnota- 
compound.* 

* This compound being much less acid than its isomorides doos not form an 
ammonium salt. 
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The copper salts of the throe compounds aro vory dofinite in appear¬ 
ance, hut presented the usual difficulties of purification and analysis. 
The gradation of colour is voiy noticeable in those salts, that of the 
dipara-compound being chocolate-brown, the dimota-oompound light, 
ochreous, and the unsymmotrical compound of an intermediate colour. 
The salts are all amorphous insoluble powders which readily deflagrate 
on heating. The dipara-salt was prepared by precipitating an ammo- 
niacal solution of the substance in alcohol with a solution o t ammonio- 
cupric sulphate. The precipitate was collected, washed thoroughly 
with alcohol, then with dilute ammonia, and finally with water, and 
dried. Gravimetric and volumetric analyses of the salt gave results 
approximating to the formula (NOa^oHrNyOaHi'NOsJaOu. 

The best method of decomposing the copper salts was found to bo 
that of heating first with a few drops of sulphuric acid (strong acid 
and water in equal parts) in an open dish on a water-bath till the 
decomposition of tho substanco was complete, and then drying down 
at a higher temperature till tho residue was carbonised and tho 
excess of acid removed by ignition. Tho copper was extracted from 
the residue by moans of dilute nitric acid, and determined as oxide 
by the usual methods. Tho most satisfactory numerical results wore 
obtained on analysis of the copper salt of tho unsymmotrical com¬ 
pound by the forogoing method: — 

0*3585 gram gave 0-0438 OuO = 9*75 p. c. Ou. 

Calculated... 9*45 „ 

This result was confirmod by titration with a standard solution 
prepared by dissolving pure (electrolytic) copper iu nitric acid and 
adding excess of ammonia, and then diluting to docinormal strongth 
(1 c.c. = 0-00316 Ou). 

0'0953 gram of tho substanco dissolved in alcohol and ammonia 
required 2*9 c.c. of tho copper solution for complete precipitation 
= 0*00916 gram Cu. Tho theoretical quantity required by tho 
formula is 0*01054 gram Ou, 

Tho error boro is no doubt duo, as in the ease of tho silver sail., 
to the extreme difficulty of fixing tho oxact point of complete preci¬ 
pitation. 

The analysis of tho dimeta-coppor salt also gave rosulfs fairly 
approximating to thoso roquirod by tbo foregoing formula. 

The cadmium salt of the dipara-compound was prepared by adding 
an ammoniacal solution of cadmium chloride to tho hot alcoholic 
(ammoniacal) solution of tho substanco. Tho salt separates out 
on cooling in tho form of scaly crystals which glisten in tho solution 
with a steol-blno lustre and bocomo bright-red on drying. The dry 
salt explodes somewhat sharply when lioatod, leaving a woolly 

2 u 2 
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carbonaceous residue. The following results wore obtained on 
analysis:— 


I. 0 2983 gram decomposed by ignition with RjSO* gave 0*0031 
gram CdS. 

II 0 0820 gram moistened with HJSOi and burnt in a porcolain 
boat in the presence of lead chromate, gave 0*1260 gram CO* 
and 0*0246 gram CdSO*. 

III. 0 1158 gram burnt in a vacuum with CuO gave 20 5 c.c. 1ST at 
10° and 756 mm. baa*. 

Pound. 


Calculated for t -*-\ 

(NO* O 6 I^N d -0 6 E4*NO)*Cd. I. II. III. 


Cd. 16-37 16*53 1615 — 

C. 42-10 — 41*90 — 

1ST. 20-47 — — 21*08* 


The cobalt salt of the dipara-compound was prepared by adding an 
ammoniacal solution of cobalt nitrate to a hot alcoholic solution of the 
ammonium salt of the substance. The salt separates out on cooling 
in the form of scaly crystals which glisten in the solution with a 
steel-blue lustre and acquire a eoppory appearance on drying. The 
salt was analysed by decomposition with sulphuric acid, as in the 
case of the copper and cadmium salts, the cobalt being weighed as 
sulphate:— 

0*1777 gram gave 0*0464 gram C0SO4 = 9*20 per cent. Co. 

A salt of the formula (NOa’CfiHd'Na'CflHa’N'O^Co requires 9*29 per 
cent, of Co. 


The cobalt salts of the other modifications could not be prepared 
sufficiently pure for analysis. 

Tho Michel salt of the dipara-compound was preparod in the same 
manner as the cobalt salt. It separates from tho solution much less 
readily than this last salt, and is less distinctly crystal]in0. It appears 
in the solution in tho form of small steel-blue scales, which become 
dull coppery on drying. Tho analytical results showed the salt to bo 
impure, and its further examination was therefore abandoned. 


IV. Theoretical bearing of the results on existing views of the Constitu¬ 
tion of the DiazoamidO'CQmpouiids* JBy R, Meldola. 

The most important fact arising out of the presont serios of oxperi* 

* Great difficulty has been experienced m getting good results for the N in the 
analysis of this and other salts. Numerous determinations have been made by 
Mr. H. O. Ooram, Storekeeper of the Chemical Department, to whom we lake tho 
present opportunity of expressing our thanks for the assistance which he has given 
in the course of the work. 
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menta is undoubtedly, from a thoorotioal point of view, the oxisionco of 
three isomeric ethyl-derivatives containing para- and mota-nitranilino 
residues. Expressing these rosidues by the symbols P and M, it is 
obvious that Kekule’s formula only admits of the two modifica¬ 
tions— 

P-M(C 3 H 6 )*M and M-N^CO^-P. 

If we suppose that the first of those compounds (m. p. 187°) is the 
one produced by the action of diazotised paranitranilino on othyl-m- 
nitraniline, and that tho second (m. p. 174—175°) is the one produced 
by the action of diazotised motanitraiiiline on ethyl-p-nitrauilinc, 
there then remains no other formula for tho othy 1-dorivativo of m. p. 
148° propared by tho direct ethylation of tho unsymmetrical com¬ 
pound. Tt is obvious, therefore, that tho commonly accepted formula 
is inadequate to express these facts, and this circumstance, combined 
with tho failure of this formula to account for tho formation of mixed 
products by the decomposition of tho nn symmetrical compound and 
its ethyl derivative without tho assumption of continual intramole¬ 
cular imrraugomont (seo this voh, p. 11(>), scorns to necessitate a 
rodiscussion of tho whole quowtion of tho constitution of tho diazo- 
amido-corapounds. As long as tho 187° m. p. modification was 
thought to bo an amidoazo-conipound we had only two ethyl-deriva¬ 
tives to consider, and no difficulty thou stood in llio way of accepting 
Kokulo’s formula. In our last paper it was shown that this formula 
could bo applied with considerable success to explain the behaviour of 
the dinitro-diazo-amido-compounds by tho use of Victor Meyer’s sup¬ 
plementary hypothesis of tho formation of intermediate additive 
compounds. But the undoubted fact that tho othyl-dorivativo melt¬ 
ing at 187° is a true diazo-amido-compouud gives a uow aspect to the 
case, and our vxowh concerning tho constitution of tho diazo-amido- 
oompounds must accordingly undergo revision. 

In faoo of tho difficulties which havo hitherto been encountered in 
all attempts to find a truly satisfactory formula for those compounds, 
I do not now propose to do more than put forward a very brief sketch 
of tho views which 1 have formod on this question, reserving the full 
elaboration of those views till further insight has boon gained by 
moans of a more extondod series of experiments.* It will suffice at 
prosont to express my conviction that tho final solution of tho problem 
will bo arrived at by regarding phenyl as a trial omic instead of a 
monatomic radicle, as has always hitherto been tho case. This view 
is in harmony with tho doublo kotono theory of tho constitution of 
quinono, according to which phenylono is a totratomic radicle:— 

* A more detailed theoretical discussion of the proposed formula will bo found 
in a paper which I have communicated to tho Philosophical MugaziM t and which 
will appear in tho June number of tlrnt publication. 
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# By adopting this view, it becomes possible to construct a formula 
which accords well with all the known characters of the diazoamido- 
compounds, or at any rate of those compounds containing dissimilar 
radicles, such as the unsymmetrical compound of m. p. 211° described 
in our previous paper (this vol., pp. 102 and 109). The generalised 
formula in question is thus written:— 


n:n 



H 


Applying thiB to the unsymmetrical compound it will bo seen that 
the formula, being symmetrical is in harmony with the woll-establishod 
fact of the identity of the products irrespective of the order of com¬ 
bination :— 


(jp)NO s 


•CeH^ 






Then, again, the formation of mixed products on decomposition by 
hydrochloric acid is also accounted for. Giving the letters P and M 
the same meaning as before:— 



If separation took place along al, the products (with cold acid) 
would he paranitrodiazobenzene-chloride and metanitraniline; along 
cd the products would be metanitrodiazobenzene-ehloride and para* 
nitraniline. Since all four products are formed, it must be supposed 
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that decomposition takes place along both linos, or, in other words, 
that the substance is decomposed along ab and cd in about equal 
quantities. The same explanation obviously applies to tho ethyl- 
derivative :— 



If the above formula be assigned to tho cthyl-dorivativo (m. p. 148°) 
there then remains Kekule’s formula, or somo modi0cation thereof, 
for the other iwo ethyl-derivatives, and tho remaining difficulty, the 
existence of three isomeric ethyl-dorivativos, may perhaps bo thus dis¬ 
posed of. It must bo pointed out, in conclusion, that the now formula 
does not necessarily exclude tho possibility of compounds of Kokulo’s 
type being formed as tho first products when diazotisod aminos act on 
dissimilar amines, but the facts now made known certainly indicate 
that the final products cannot bo formulated on that typo. 
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March 30th, 1887. 

Dr. Hugo Muller, F.R.S., President, in the Chair. 

In accordance with our bye-laws, I have the honour of bringing 
before you the Annual Report of the state of the Society. 

I rejoice in being able once more to announce to you that tho affairs 
of the Chemical Society are in a satisfactory state, and that tho 
prosperous conditions which I had tho good forluno to roport to you 
on the last Anniversary have been maintained. 

Beginning with the statistics of membership, tho following tablo 
will serve to show at a glance how we stand in this respect. 


dumber of Fellows (Anniversary), March, 1886 ... 1428 

Since elected and paid admission fees. 110 

1588 

Removed on account of arrears . 28 

Withdrawn..... 20 

Deceased. 13 

— 61 

U77 

Increase . 37 

Humber of Honorary Members .* 31 

Deceased... 1 

Present number of Honorary Follows.... 30 30 

Total number. 1507 


It will be seen that tho number of our Members has increased to 
1507, although we have to record an unusually large numbor of 
removals on account of arrears, and also a largor number who havo 
withdrawn, whilst, on the other hand, the loss by death is somewhat 
less than last year. 

The names of those who have been removed on account of arrears 
are the following: F. H. T. Allan; P. S. Brown; Robert Blair; 
Henry Child; G. Crampton; John Dale; Dr. Arthur Gamgeo; 
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A. M. Graham; G. Jarmain; R. H. Jude; F. Jordan; Win Marriott; 
J. B. Mayall; J. D. Mucklow; Dr. R. S. Marsdon; John McCarthy; 
A. A. Nosbit; F. J. O’FaiTcll; Alfred Pay no; A. W. Po&tans ; J. M. 
H. Richardson; F. I. Scard; J. Stoinor; K. Takemura; G. Valentino; 
Stephen Williams; and James Wilson. 

The names of those who have withdrawn are: W. E. Ronton; T. F. 
Best; L. M. Deane; A. F. Dimmook; H. W. Field; W. J. Faller; 
A. B. Garrod; Norman Graham; Thos. Harrison; Thos. Jamioson; 
Herbert Jones; Paul Mathews; P. B. Mills; J. D. McCarthy; Dr. A. 
P. Pago; Dr. Robert Smith; G. Tnnbridgo: James Stool; A. H. 
Scott White; Philip Wright; and Wm. Oort Wright. 

The names of the deceased Members are: one Honorary Momber, 
Prof. A. Batlcrow; Robert Alexander; Dr. James Apjohn, F.R.S.; 
Prof. F. S. Barff; Eiohard Cowper; M. G. Grossman; Jl. Sagden 
Evans; Rev. W. Flett; George Hirst; Dr. A. P. Price; J. A. 
Phillips, F.R.S.; F. Soar; E. R. Souihby; and H. ir. Watson. 

The obituary notices of the deceased Members, as far as wo have 
been able to obtain them, will bo given in a later part of tho Report. 

There is nothing to record with respect to our publications, oxoopt 
that our Editors havo discharged their duties in a most efficient 
manner, both in regard to the oditorial work, and as to tho regularity 
in the issue of tho montlily numbers of tho Journal. 

The Society is much indebted to tho Honorary Secretaries for the 
zeal with which they continue to edit tho “Abstracts of Proceedings, 5 ” 
which form so valuable an adjunct to our Journal. 

It may be of some interest to bring boforo you tho following tablo, 
which shows tho numbor of Abstracts and papers in tho Transactions 
published in our Journal during tho last five years :— 



1882. 

1883. 

1881. 

1885. 

1886. 

General and Physical Ohomistry,, 

210 

2015 

■9 

881 

235 

Inorganic Ohomwtvy..... 

188 

189 

■1 

191 

223 

Minor*!login! Chemistry ........ 

123 

201. 

■9 

201 

223 

Organic Chemistry.. 

8H7 

73S) 

■n 

1017 

1056 

Physiological OhciniBtry. 

112 

73 

118 

112 

109 

Chemistry oi Vegetable Physio¬ 
logy and Agriculture. 

270 

mm 

821 

218 

160 

Analytical Chemistry .. 

281 

■n 

230 

837 

289 

Technical Ohomistry... 

228 

■H 

280 

2K0 

m* 

Total ..... 

2273 

1980 

2541 

2747 

2352 

Papers in Transactions... 

cr>. 

63. 

57. 

86. 

85. 


* Tho Toihmeal Division was discontinued aft or tho April Numbor, 1S80. 
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Since January, 1886, an alphabetical index of Author’s names has 
been given in each number. 

In connection with the Library, I have only to mention that during 
the temporary absence of Dr. Thome, Mr. Greenaway has undertaken 
his duties as Librarian. The card-catalogue of Author’s names is now 
completed, and the catalogue of subjects has been revised up to 
letter S. Daring the last year, we availed ourselves of an opportunity 
of purchasing a considerable number of books on Alchemy and other 
works of historical interest, which form an important addition to the 
library. 

I have to state with regard to the Research Fund that during the 
past year seven applications have been granted by the Research Fund 
Committee, amounting altogether to £170. This itom somewhat 
exceeds the corresponding one of last year, although tho numbor ol* 
applications is less. 

Notwithstanding the fact that the numbor of Members actually 
elected during the last session is about the same as in tho previous 
year, the present financial aspect of our Society is perhaps not quite 
so favourable, but as your Treasurer will presently give in his detailed 
account a full explanation as to how this is brought about, I need not 
here enter more fully upon it. 

In proceeding to the consideration of what must ever remain our 
principal aim, it is especially gratifying to refer to tho very note¬ 
worthy increase in the number of communications presented to the 
Society. 

The following is a list of the papers read at the mootings during 
the past year, given in the order in which they have been rocoived:— 


Papers contributed to the Chemical Bocietij between March 80th, 1886, 
and March 30th, 188 7. 

April 1st. 

I. “Tho Determination of Boiling Points:” by W. Ramsay, 

Ph.D., and Sydney Young, D.Sc. 

II. “ Tho Vapour-pressures of Bromine and Iodine, and Iodine 

Monochlorideby W. Ramsay and Sydney Young, 
Ph.D., D.Sc. 

III. “The TTse of the Electric Light to Influence Chemical 

Changeby Henry E. Armstrong, Ph.D, 

IV. “ Some Sulphur Compounds of Bariumby V. H. Veley, 

M.A. 

V. “ Parabenzylphenol and its Derivatives, and a New Benzyl- 

phenol by E. H. Rennie, M,A, D.Sc. 
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VI. “ AmidodiplienylsulpTionic Acid and Azo-dyes from Di¬ 

phenyl by T. Carnelloy, D.Sc., and Janies Schlosolinan 

April 15th. 

VII. “ The Eurhodines, a New Class of Colouring Mattersby 

Otto N. Witt, Ph.D. 

VIII. “ The Action of Sodium on Ethereal Salts of Phenylacetic 
Acid. Part IIby W. R. Hodgkinson, Ph.D. 

IX. “ The Action of Metals on Acidsby Henry E. Aim- 

strong, Ph.D. 


May Gth. 

X. “ Paranitrobenzoylacetic Acid and somo of its Derivatives 

by W. II. Porkin, Jun, Ph.D., and E. Bellonot, PhJ). 

XI. “An Acetic Ferment which forms Celluloseby Adrian 

J. Brown. 


May 20th. 

XII. “ Sources of Error in the Calorimetric Study of Salts : M by 
W. A. Tildon, D.Sc. 

XIII “ On the ^Action of Aldehydes and Ammonia on Bonzil 
by F. R. Japp, M.A., Ph.D., and W. Palmer Wynne, 
B.Sc. 

XIV. “ On Imabonzil by the same. 

XV. “ On Ammonia-derivatives of Benzoinby Francis R. 

Japp, M.A., Ph.D., and W. H. Wilson, Ph.I). 

XVT. “ On Compounds from Bonzil and Benzoin and Alcohols 
by Francis R. Japp, M.A., Ph.D., and Julius Raschen. 
XVII. “On the Action of Phosphoric Sulphide on Bonzopho- 
none s” by tho same. 

XVIII. “ Tho Separation and Estimation of Zirconium by means 
of Hydrogon Peroxideby G, H. Bailey, D.Sc. 

XIX. “ An Apparatus for tho Determination of tho Tomporature 
of Decomposition of Saltsby (}. H. Bailoy, D.Sc. 

XX. “The Retention of Dead Salts by Filter-paperby L. 

Trant O’Shea. 


Juno 3rd. 

XXI. “ Notos on Sir W. Fairbaim’s Experiments on Romolting 
Cast Ivon:” by Thomas Turner, Assoc. R.S.M. 

XXTI. “ Somo Ammonium Compounds and olhor Derivatives of 
#-!' Uydroxyquinoliuo by C. H. JCohn, B.Sc., Ph.l). 
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XXIII. “/^Sulphophthalic Acid;” by 0. Graebe, Ph.D., and A. 
R£e, Ph.D. 

XXIV. “ Componnds obtained by the aid of fi- S ulpbophthalio 
Acid: ” by the same. 

XXV. “Derivatives of Taurine.” Part II: by J. William 
James, Ph.D. 


June 17tb. 

XXVI. “The Electrolysis of Aqueous Solutions of Sulphuric 
Acid, with Special Reference to the Forms of Oxygen ob¬ 
tained by H. McLeod, F.R.S. 

XXVII. “ Essential Oils (Part III) : their Specific Refractive 
and Dispersive Power: ” by J. H. Glad&tono, Ph.D. 

XXVIII. “The Formation and Destruction of Nitrates and 
Nitrites in Artificial Solutions and in River and Woll 
Waters by J. M. H. Munro, D.Sc. 

XXIX. “ Water of Crystallisationby W. W. J. Nicol, M.A., 
D.Sc. 

XXX. “A Method of Investigating the Constitution of Azo-, 
Diazo-, and Analogous Compounds:” by R. Meldola, 
F.R.S., and F. W. Strcatfcild. 

XXXI. “The Estimation of Free Oxygen in Watorby Miss 
K. I. Williams and W. Ramsay, Ph.D. 

XXXII. “ Note as to the Existence of an Allotropic Modification 
of Nitrogon:” by Miss K. I. Williams and W. Ramsay, 
Ph.D. 

XXXIII. “ The Presence of a Reducing Agent, probably Hydro¬ 
gen Peroxide, in Natural Waterby W. Ramsay, Ph.D. 

XXXIV. “Evaporation and Dissociation. Part IV. A Study 
of the Thermal Properties of Acetic Acid:” by W. 
Ramsay, Ph.D., and Sydney Toung, D.Sc. 

XXXV. “ Noto on the Vapour-densities of Chloral Efchyl-AIco- 
liolatoby tho same. 

XXXVI. “The Nature of Liquids as shown by a Study of tho 
Thermal Properties of Stable and of Dissociable Bodies 
by the same. 

XXXVn, “ The Electromotive Forces developed during tho 
Combination of Cadmium and Iodine in Presence of 
Waterby A. P. Laurie, B.A., B.Sc. 

XXXVIII. “ Detection and Estimation of Iodine, Bromine, and 
Chlorineby M. Deohan. 

XXXIX. “ The Analysis of Alloys and Minerals containing fho 
Heavy Metals, Selenium, Tellurium, Ac.by Thomas 
Bayley. 
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°a/pers Contributed to the Society during the Months of July , August, 
September and October . 

XL. “ Phenylsulplionic Anhydrideby J. L. H. Abrahall. 

XLI. “ The Action of Hcxabromacetono on Uroaby Alfred 
Senier, M.D. 

XLII. 14 Contributions to our Knowledge of the Chlorides of 
Antimonyby Richard Anschutz and P. Norman Evans. 
XLIII. “ Pipitzahoic Acid.” (First Communication): by Richard 
Anschutz and John Walter Leather. 

XLIY. “ Further Contributions to the Knowledge of Cyanuric 
Chloride and other Cyanuric Derivativesby Harold II. 
Fiies. 

XLV. “ Further Observations on the Action of Hoxabromacotono 
on Urea by Alfrod Senior. 

XLYI. “ The Constitution of Diazobenzonoimilido and its Rela¬ 
tion to Anridoazubonzono.” [1: by R. J. Friswcll and 

A. Gk Green. 

XLYII. “ Determinations of Vapour-pressures of Alcohols and 
Organic Acids, and tho Relations existing between the 
Vapour-pressures of tho Alcohols and Organic Acids by 
4 Arthur Richardson, Ph.D. 

XLYIII. “ Tho Magnotio Rotation of Mixtures of Water with 
some of the Acids of tho Fatty Series, with Alcohol and 
with Sulphuric Acid; and Observations on Water of Crys¬ 
tallisation by W. H. Perkin, Ph.D., F.R.S. 

XLIX. “ Trimethyldicikylamidobonzono by R. F. Ruttan, 

B. A., M.D. 

L. “ Tho Action of Bromine on Phosphorus Trieldorideby A. 
L. Stem. 

LT. “ The Electrolytic Preparation of Vanadious Sulpliato: ” by 
J. T. Briorloy. 


November 4th. 

LII. “ Tho Action of Chlorosulpkonio Acid on Napbthalone-«- 
and ^-Sulphonic Acids by Henry E. Armstrong, Ph.D., 
and W. P. Wynne, J3.Sc. 

Lin. “The Action of Bromine on (Schaefer’s) /3-Napktkol- 
sulphonic Acid:” by Henry E. Armstrong, Pk.D., and 
F. W. Stroatfoild. 

LTV* “The Action of Bromine on the Naphthalonosulphonio 
Acids:” by Honry H. Armstrong, Ph.D., and W. P, 
Wynne, B.Sc. 
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LV. <e «-Nitro-, a-Bromo-, and a-Chloronaphthalonosiilphonic 
Acidsby Henry E. Armstrong, Ph.Jh, and S. William¬ 
son. 

LVI. “ The Hydrolysis of Snlphonic Acidsby A. K. Miller, 
Ph.D. 

LVH. “ The Action of Bromine on Tolneneparasnlphonic Acid 
by the same. 

LVIII. “ Phosphoms Tetroxideby T. E. Thorpo, Ph.D., and 
A. E. Tntton. 

LIX. “ Conversion of Ditolano-azotide into Diphonanthrylene- 
azotide:” by Francis R. Japp, M.A., Ph.D., and Cosmo 
Innes Burton, B.Sc. 

LX. “A Chemical Study of Vcgotable Albinism. Part HI. 
Experiments with Quercus rubra : 99 by A. H. Clrarch. 

LXI. “The Synthetical Formation of Closed Carbon-chains. 
Part II. Some Derivatives of Tetramethylonoby W. 
H. Perkin, Jnn., Ph.D. 

LXII. “The Action of the Halogens on the Salts of Organic 
Bases. Part II. Tetramethylammonium Salts: ” by 
Leonard Dobbin, Ph.D., and Orme Masson, M.A., D.Sc. 

LXIIL “ Glycyphyllin, the Sweet Principle of Smileu ghjcy - 
jphylla by Edward H. Rennie, M.A., D.Sc. 

November 18th. 

LXIY. “ Researches on the Relation between the Molocnlar 
Structure of Carbon Compounds and their Absorption 
Spectra. Part VIII. A Study of Coloured Substances 
and Dyesby W, N. Hartley, F R.S. 

LXV. “ Spectroscopic Notes on the Carbohydrates and Albu¬ 
minoids from Grain:” by W. N. Hartloy, 

LXVL “ Preliminary Note on the Eloctrolysis of Ammonic Sul¬ 
phate by Herbert McLeod, F.R.S. 

LXVII. “ Tho Preparation and Hydrolysis of Hyclrocyanidos of 
the Dikotonesby Francis R. Japp, M.A., Ph.D., and 
N. H. J. Miller, Ph.D. 

LXVT1I. “ The Action of Salicylic Aldohydo on Sodium Succi¬ 
nate in presence of Acetic Anhydrideby Gibson 
Dyson, Ph.D. * 

LXIX . “ The Reduction of Nitrites to Hydroxylamino by Hy¬ 
drogen Sulphide:” by E. Divers, F.R.S., and T. Haga. 

LXX. “Note on some Double Thiosulphates:* by J. B. Cohon, 
Ph.D. 

LXXI. “ Preliminary Note on the Action of Triphenylmethyl 
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Bromide on Ethyl Sodio-malonateby Qeorgo G. Hen¬ 
derson, M.A., B.So. 

LXXII. “ Action of Silicon Tetrachloride on Aromatic Amido- 
compoundsby Arthur Harden, B.Sc. 

December 2nd. 

LXXIII. “ Bismuthatesby M. M. Pattison Muir and Douglas 
J. Carnegie. 

LXXIV. u The Action of Inorganic Compounds on Living 
Matterby James Blake, M.D. 

LXXV. “Morindin and Morindon:” by T. E. Thorpe, Ph.D,, 
and T. H. Groenall. 

LXXVI. “ The Hydration of Salts: Cadmium Chlorideby S. 
XL Pickering, M.A. 

LXXVII. “ The Decomposition of Sodium Carbonate on Fusion 
by S. TJ. Pickering, M.A. 

LXXVIII. “ Derivatives of Tolylbonzonoby Thomas Camolloy, 
D Sc, and Andrew Thomson, D So. 

LXXIX. " The Amount of Chlorine in Rain-water collected at 
Cirencesterby Edward Kin oh. 

LXXX. “ Some Analogous Phosphatos, Arsenates, and Vana¬ 
dates by John A. Hall. 

LXXXI. “ Agricultural Experiments with Iron Sulphate as a 
Manure during 1886by A. B. Griffiths, Ph.D. 

December 16th. 

LXXXTI. u Researches on tho Constitution of * Azo- and Diasso- 
derivatives.’ I. Diazoamido-comi)ountlsby R. Meldola, 
F.R.S., and F. W. Stroatfoild. 

LXXXT1I. “ Tho Influonco of Silicon on tho Proportion of Iron 
and Stool Part I: by Thomas Turnor, Assoc. R.S.M. 

LXXXIY. u Tho Distribution of Nitrifying Organisms in tho 
Soil i" by R. Warington, F.It.S. 

LXXXY. u Isomeric Change in the Plurnol Series. The Action 
of Bromine on tho DibromonitrophonolHby A. It. 
Ling. 

LXXXVI. “ Some Azinos by Fi*ancis R. Japp, M.A., Ph.D., 
and Cosmo Innos Burton, B.Sc. 

January 20th, 1887. 

LXXXVEL “ Some Silicon Compounds and their Derivatives 
by J. Emerson Reynolds, M.D. 
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LXXXYIII. “ Chrom-organic Acids. Part I. Certain Chrom- 
oxalatcshy Emil A. Werner. 

LXXXIX. “ Note on tlie Constitution of tlio Doublo Chromic 
Oxalates by W. N. Hartley, F.R.S. 

XC. “ Remarks on recent Papers by A. Baeyor and J, Thomson, 
on * Tlio Constitution of Benzene :* ” by A. K. Miller, Pli.D, 

[February 3rd. 

XCI. “The Absorption of Gases by Carbon: n by Charles J. 
Baker. 

XCn. “ An Explanation of the Laws which govern Substitution 
in the case of Benzenoid Compoundsby llonry E. Arm¬ 
strong, Ph D. 

XCIII. “ Some Derivatives of Tetramethylono:” by Q. il. Col- 
man, B Sc., and Dr. W. H. Pcrkm, Jun., Ph.I). 

XCIY. “ Derivatives of Pontamothylono :** by Dr. W. H. 
Perkin, Jun., Ph.D. 

XCV. “ The Decomposition of Potassium Chlorate and Per¬ 
chlorate by Heat:** by Percy F. Frankland, Pli.D., 13.Sc., 
and John Dingwall. 

XCVI. “ The Action of Chlorine on Mothyl Thiocyanateby 
J. William James, Ph.D. 

February 17th. 

XCVII. “ The Influence of Temperature on the float of Disso¬ 
lution of SaltBhy S TJ. Pickering, M A. 

XCVIIL “ Periodatesby C. W. Kimrains, D.So., 13.A. 

XCIX. “ Sulphonic Aoids derived from the jS-Monolmloid- 
derivativos of Naphthalonoby Henry E. Armstrong, 
Ph.I)., and W. P. Wynne, B.So. 

C. “ The Decomposition of Potassium Chlorate and Porchlorato 
by Heatby Frank L. Toed, D.Sc. 

CL “ The Formation of Ethylic Cyanaeotoacotato :** by J. William 
James, Ph.D. 

CII, “The Relation of Diazobenzene-anilido to Amidoazobonzono 
by R. J. Fm swell and A. G. Green. 

CIH. w [Note on Wallaces Explanation of the lsomorio Trans- 
formation of Diazoamidobenzene into Amidoazobonzono 
by R. Meldola, F.R.S. 


March 3rd, 

CIV. “ Tartaric and Racemic Acids and the Magnetio Rotatory 
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Power of their Ethyl Salts:” by W. II. Perkin, Ph.D., 
F.R.S. 

CY. “ Anliydracotonebenzilby Francis B. Japp, M.A., Pli.D., 
and Cosmo limes Burton, B.So. 

CYI. u Condensation Compounds of Benzil with Ketonesby 
the same. 

CYII. u Constitution of Glycosinoby Francis R. Japp, M.A., 
Ph.D., and E. Clominshaw, M.A. 

CYIII. “ Diphenylglyoxaline and Methyldiphonylglyoxaline 
by Francis B. Japp, M.A., Ph.D. 

CIX. u Dohydracotie Acid by W. H. Perkin, Jun., Ph.D. 

CX. u The Colouring Matter of JDroscra Whittahcri by Pro¬ 
fessor E. H. Rennie, M.A., D.Sc. 

CXI. “ Further Notes on the Di-haloid Derivatives of Thiocarb- 
amidoby George McGowan, Ph.D. 

March 17th. 

CXn, “ The Action of Heat on Nitrogen Peroxideby A. 
Richardson, Ph.D. 

OXIII. “ Supersaturation of Salt Solutionsby W. W. J. 
Nicol, M.A., D.Sc. 

CXY. “ The Formation of 7 -Naphthalenosulphonic Acid by 
means of Sulphuric Anhydride, and on y-Diliydroxy- 
naphtlialoneby Henry E. Armstrong, Ph.D., and W. 
P. Wynne, B.Sc. 

CXTY. “ «-Cyanonaphthalonesulphomc Acidby Henry E. 

Armstrong, Ph.D,, and S. Williamson. 

CXYI. u Addendum to Paper entitled ‘ An Explanation of tho 
Laws which govern Substitution in the case of Bonzonoid 
Compounds: , by Henry B, Armstrong, Plul). 

CXYII. “ The Transformation of Citric Acid into Fyridino- 
dorivatives, and on tho Constitution of Pyridineby S. 
Ruhemann, Ph.D. 

CXYIII. “ Hilvor containing Bismuth:” by William Gowland, 
A.R.S.M. 

Comparing these numbers with those of last year, wo have an 
increase of 14, which again exceeds by 5 the largest number com* 
municated in any previous session, narnoly, that of 113, which was 
reached in 1880-81. 

In reviewing this list, it seems to mo that we have groat reason to 
be satisfied with the share this Society has contributed towards tho 
general progress of our science in its various branches, and tho 
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anticipation which I expressed at the last Anniversary that this 
marked expansion then noted in the direction of scientific chemical 
research may be a lasting one has thus far been fully realised. 

As wo contemplate this ceaseless activity in chemical research now 
manifested all over the world, and which from year to year is 
continually on the increase, we are nevertheless bound to recognise 
the fact that vast as the work thus accumulated may appear, there 
remains still much to be accomplished. The more the field is worked 
the richer will be the harvest. 

Overwhelmed by the quantity of material, especially in the direction 
of the production of new compounds, hasty critics wore wont to 
denounce such work as superfluous, but it is now generally recognised 
that we must still continue with the patient and careful elaboration 
of the substructure of facts before we can with advantago proceed 
with the longed-for rearing of the edifice of a comprehensive scientific 
generalisation, that is to say of ideal chemistry. 

The infinite complexity which inquiry reveals in every direction 
bids us more than ever to be cautious in taking flight on tho wings 
of speculation, and in the meantime we must content ourselves with 
the use of working hypotheses in the various fields of onquiiy; those 
we develop and modify as we go on, or it may be discard in favour of 
others which for the time being seem more in accordance with tho 
facts before ns. 

The triumphs of modern chemistry hear testimony that faulty and 
incomplete as our present theories undoubtedly are, our scienco is ever 
advancing. 

It is now well understood that the most important data for tho 
future extension of chemical theory will ho derived from tho inter¬ 
pretation of the results of investigations into tho physical side of 
chemical phenomena. 

The examination of the optical properties of chemical elements and 
compounds, the determination of thermochomioal constants, and tho 
verification of physical constants generally, aro now pursued by a 
great number of investigators. Of late also tho experimental enquiry 
into the connection between electrical and chemical force is becoming 
a fruitful field of research; and we may hope that further determina¬ 
tions of the coefficients of conductivity of electrolytes will beforo long 
lead to a clearer perception of the intimato nature of chemical 
change. 

To pass in review the chemical work published during the year, as 
some of my predecessors have done on similar occasions, has now 
become an impossible task, even supposing that tho time at my 
disposal permitted me to do so. I am, howovor, tempted to refor 
briefly to a few results which strike me as particularly noteworthy. 
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Tho work accomplished in thermochemistry is very considerable, 
as I have already observed, and thanks to the pationt labour of many 
workers the results thus achieved are comprehensive enough to 
admit of a consideration of their general bearings. In this respect I 
wish to direct attention to the publication of Julius Thomsen’s fourth 
and concluding volume of “ Thermo-chemische Untoi*suchungon.” 
This remarkable work is entitled to the highest appreciation of all 
who realise the manifold difficulties which besot the execution of 
thermochemical investigation. But while referring to tho many 
highly important and remarkable deductions which tho author draws 
from his experiments, we cannot at the same timo help being struck by 
the many anomalous results and startling conclusions at which he 
arrives. It would seem that further determinations of the funda¬ 
mental values, if possiblo by different and varied experimental 
methods, must be obtained before the fall importance of this work can 
be entirely realised. 

An important addition to onr still very limited knowledge of tho 
density of metallic elements in the gaseous state has been made by 
V. Meyer and Mensching, who havo now succeeded in overcoming tho 
great experimental difficulties formerly encountered in the deter¬ 
mination of the vapour-density of zinc. Tho molecule of zinc has 
been found to bo monatomic, like that of cadmium and of mercury, 
the only two other metals the vapour-donsities of which aro thus far 
known. 

The remarkable results recently published by Crookes in his papers 
on the spectra of the so-callod rare earths are still fresh in our 
memory, and tho ingenious application he has made of tho dootrino of 
evolution in this speculation on tho genesis of tho olomonts has not 
failod to attract tho attention it doservos. 

The further investigations of the chomical and physical properties 
of tho new element germanium by Winkler, Nikon and PottorsHon 
have established its chemical position, and the supposition that its 
proper placo in the periodic system is that of okasilicon has boon 
confirmed. 

Ladenburg’s long-continued researches on oonino havo been crowned 
by success. He has effected its synthesis and has shown that it is 
identical with «-propylpiporidmo. This must indeed bo considered 
one of the most noteworthy achievements in organic chemistry of tho 
past year, inasmuch as it is tho first instance of the artificial formation 
of an optically active natural alkaloid. 

Wallach found that the diazo-amido-compounds formod from diazo¬ 
salts and piperidine are for tho most part well-charactorisod sub¬ 
stances, and that when hoatod with concentrated hydrofluoric acid 
they yield the fluor-dorivaiivo in almost thoorotieal proportions. Ho 

2 i 2 
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lias prepared in this way fluorbenzene, parafluortoluene, parafluor- 
nitrobenzene, parafluoraniline, and flnorpheny], &c. 

Studying tbe action of sodium on mixtures of ethers such as oxalic 
and acetic ethers, W. Wislicenus has discovered a new and ready 
method of effecting the synthesis of compound acids, and this reaction 
cannot fail to become of great value. 

Brieger has succeeded in isolating a well-characterised alkaloid 
from the liquid used for cultivating a certain bacillus which causes 
traumatic tetanus in animals. This substance, which the author 
calls tetanine, seems to be the immediate cause of the toxic action of 
this bacillus, and thus for the first time a specific pathological effect of 
a microbe has been traced to a well-defined chemical compound 
produced or secreted in its life-process. 

Finally, I must also allude to the very remarkable observation 
recently published by Liebreich, which demonstrates the fact that 
under certain conditions chemical reaction is retarded and even 
altogether suspended. He noticed that in a mixture of aqueous 
solutions of chloral hydrate and sodium carbonate the formation of 
chloroform does not take place uniformly throughout the liquid. For 
instance, on performing the experiment in a test-tube there appears 
immediately below the meniscus a sharply defined space of 1—3 mm, 
thickness in which no reaction takes place. Similar results were 
obtained when an aqueous solution of iodic acid was mixed with 
sulphurous acid and soluble starch. The inert space manifests itsolf 
on the surface of the liquid which is in contact with the air, or is 
separated from it by a thin membrane. In narrow tubes the reaction 
is much more retarded, and it is altogether suspended in capillary 
tubes. 

In my opinion this preliminary communication contains iho germs 
of a discovery in a new direction, and tho further study of the 
nature of the subtle influences which bring about tho phonomonon in 
question, must lead to very important results. 

In bringing this Report to a conclusion, I must briefly allude to a 
subject only indirectly connected with onr Society, viz., tho progross 
made in the organisation of technical education in this country, which 
more particularly under the guidance and fostering caro of tho City 
and Guilds of London Institute is gradually making its way. 

Most of you are aware that the President of this Society is one of 
the ex-officio members of the governing and organising body of this 
Institute, and it may be mentioned in passing that the regular 
attendance at the frequent meetings of the various Committees and 
Sub-Committees involves the necessity of devoting a by no means 
inconsiderable amount of time to this honorary office. 

The chief event to be recorded in this connection is the inaugura- 
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tion of the Central Institution which is to fulfil' the function* of a 
Technical University or Polytechnicum, and to afford higher scientific 
education to the- future owners, directors, managers, engineers of 
manufacturing works, and the. teachers in. the various branches of 
technology. This magnificent Institutions has now started on its 
career, and we have every reason to think that before long its value 
will be fully recognised by those who ought to take advantage of its 
existence. It is, however,, unfortunate that the organisation of this 
Institution has stopped short of the plans originally laid down, and has 
been not at once carried to completion*. Strange as it may appear 
this is due to the want of funds. The City and Guilds in, taking so 
prominently charge of the initiation and diffusion of technical 
education in this country, have thus far most liberally furnished the 
means, required, and have thus earned the gratitude of the country, 
but as the development of the scheme progresses an even and 
commensurate flow of further contributions is required which, being 
voted in many cases but annually, at once demonstrates the some¬ 
what precarious conditions on which this important enterprise is 
dependent. 

It is to be hoped that a more general recognition of the absolute 
need of an education of a higher scientific character for masters as for 
men will before long have its proper effect in bringing forth the ways 
and means necessary to carry out and develop© a work which promises 
so well. The Central Institution may then stand a fair comparison 
with numerous institutions of a similar kind in other countries which 
have already helped in so marked a degree to advance the industries 
of those countries. 

The mistaken notion is still too prevalent that technical education 
has to confine itself to the theoretical considerations of known 
technical processes, and that a more extended acquisition of scientific 
knowledge is not required or is even not desirable. It is obvious that 
a pupil educated on these lines may find by the time he is able to 
enter on his practical career that the processes with which he has 
been made acquainted have in the meanwhile become obsolete, and 
unless his education has been sufficiently comprehensive to onablo him 
to strike out new lines for himself, he will be ill fitted to compote 
with those who have been educated on a wider basis. 

Essential as it is to impart scientific knowledge to the future 
manager, it is above all necessary to train him by practical work and 
research in the laboratory how to investigate a subject which may 
present itself in his daily occupation, whether it be some unoxpocted 
development in a new direction, or whether it bo some new difficulty 
which confronts him in carrying out the processes under his direction* 

It is self-evident that such knowledge and such practical experience 
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in carrying out original research or investigations is not to be attained 
by merely attending one or two courses in the lecture room or in the 
laboratory. Those who mean to effectually qualify themselves for 
such functions can only accomplish this object by devoting years of 
patient and intelligent work under the guidance of the professor in 
properly appointed laboratories. 

Prof. -Odling proposed that the thanks of the meeting be given to 
the President for his address, and that he be requested to allow it to 
be printed. This motion was seconded by Dr. Gladstone, and 
accepted with acclamation by the Fellows present; the President 
acknowledged the compliment. 

Professor Bamsay moved that thanks for their important services 
be given to the Editor, Sub-editor, Abstractors, and Librarian; the 
motion was supported by Mr. Dunstan. Mr. Groves replied. 

Dr. A. K. Miller and Dr. Bideal were then appointed scrutators, 
and a ballot having been taken, the following were declared elected 
as Officers and -Council for the ensuing year:— 

President: W. Crookes, P.B.S. 

Vice-Presidents who have filled the office of President: Sir P. A. Abel, 
C.B., D.C.L., F.R.S.; Warren de la Rue, D.C.L., P.B.S.; E. Prank- 
land, D.C.L., P.B.S.; J. H. Gilbert, Ph.D., P.B.S.; J. H. Gladstone, 
Ph.D., P.B.S.; A. W. Hofmann, D.C.L., P.B.S.; H. Muller, Ph.D., 
P.B.S.; W. Odling, M.B., P.B.S.; W. H. Perkin, Ph.D., F.R.S.; 
Sir Lyon Playfair, Ph.D., K.C.B., P.B.S.; Sir H. E. Boscoo, LL.D., 
F.R.S.; A. W. Williamson, LL.D., P.B.S, 

Vice-Presidents : J. Dewar, M.A., P.B.S.; David Howard; H. 
McLeod, P.B.S.; Ludwig Mond; C. Schorlemmer, Ph.D., F.R.S.; 
W. A. Tilden, D.Sc., F.R.S. 

Secretaries: H. E. Armstrong, Ph.D., P.B.S.; J. Millar Thomson, 
F.R.S.-E. 

Foreign Secretary : P. R. Japp, M.A., Ph.D., P.B.S. 

Treasurer: W. J. Bussell, Ph.D., P.B.S. 

Ordinary Members of Council: Messrs. T. Carnelley, D.Sc.; M. Car- 
teighe; A. H. Church; Prank Clowes, D.Sc.; P. P. Frankland, Ph.D.; 
R. J. Friswell; E. Kineh; B. Messel, Ph.D.; H. P. Morley, M.A.; 
J. A. B. Howlands; W. Bamsay, Ph.D.; Thomas Stevenson, M.D. 

The Treasurer, Dr. Bussell, gave an account of the Society’s finan¬ 
cial condition. The receipts by admission fees and subscriptions bad 
been £2999 2s.; by sale of Journal, £369 19s. 2d,; by dividends on 
invested capital, £305 Os. 9 d. The expenses on account of the 
Journal had been £2026 16s. 9d.; on account of the Abstracts of 
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Proceedings, £163 4s. lid.; on account of the Library, £323 11s. lOd.; 
on account of the Catalogue, £249; the total expenses being 
£3416 14s. 2d.; £500 had been invested in Metropolitan Board 
of Works 3*| per cent, stock, and there was a balance in hand of 
£1301 10s. 3d. 

Mr. David Howard moved that the thanks of the Society be ten¬ 
dered to the Treasurer for his services during the past year; Mr. 
Friswell seconded the motion. The Treasurer in the course of his 
reply took occasion to point out that the expenses connected with the 
issue of the circular relating to the Imperial Institute and the collec¬ 
tion of contributions thereto would not be borne by the Society, and 
that his connexion with the fund was a purely private one. 

Mr. J. Spiller proposed a vote of thanks to the Auditors, which was 
seconded by Dr. H. F. Morley, and acknowledged by Mr. Wyndham 
D uns tan. 

A vote of thanks to the Officers, Council, and Committee, was pro¬ 
posed by Mr. Warington, seconded by Mr. Davies, and acknowledged 
by Dr. Armstrong. 


OBITUARY NOTICES. 


James, Apjoot was bom at Sunville, Co. Limerick, on the 1st of 
September, 1796, and, having received his elementary education at 
the Tipperary Grammar School, he entered Dublin University in 1814. 
After a distinguished undergraduate course, he took his Arts degree 
in 1817, and in 1821 the degree of M B., and 16 years later he pro¬ 
ceeded to the M.D degree. Apjohu’s love for experimental science 
seems to have developed during his medical studies, and after gradu¬ 
ating ho devoted himself almost exclusively to tho pursuit of chemistry 
and physics. About 1824 several eminent physicians and surgeons— 
including Groves, Marsh, Jacob, and Cusack—decided to establish a 
now medical school at Parke Street, in Dublin, and in tho following 
year Apjohn joined the staff of tho new school as Lecturer in Chcmisiay. 
Here he acquirod considerable repuiation as a lecturer, and threo 
years later he was transferred to the newly-established Chair of 
Chemistry in the College of Surgeons’ School, which he hold until 
1850, when he was appointed to the University Chair of Chemistry 
on the death of Dr. Francis Barker. Apjohn’s official connection 
with the University began, however, in 1841; about that time the 
Board of Trinity College founded an Engineering School, and ap¬ 
pointed Apjohn to the Chair of Applied Chemistry and Mineralogy—t 
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an office which lie continued to liold when he succeeded Barker in 
1850. Dr. Apjohn retired from the Professorship of Chemistry in 
the University of Dublin in 1875. He died on the 2nd of June, 1886, 
at Southil], Blackrock, Co. Dublin, in his ninety-first year. 

The principal scientific work of Dr. Apjohn was rather physical 
than chemical. The general study of hygrometry had a special 
attraction for him, and of the 49 scientific papers named in the Royal 
Society’s Catalogue, a large proportion relates to that subject. In 
the course of his work on the theory of the wet bulb hygrometer, 
he arrived at the expression well known as “ Apjohn’s Formula ” for 
ascertaining the dew point. 

The study of hygrometry led to much interesting work on the 
specific heat of gases, and in 1837 Apjohn received the Cunningham 
Medal from the Irish Academy for his paper “ Upon a New Method 
of Investigating the Specific Heats of the Gases.” The method con¬ 
sisted in noting the fail in temperature suffered by the wet bulb 
thermometer when immersed in the perfectly dry gas whose specific 
heat was required. From 1838 Dr. Apjohn devoted less attention to 
physical work than to mineraiogicai chemistry. In 1838 he analysed 
and described a mineral from Algoa Bay, South Africa, which proved 
to be a somewhat effloresced manganese alum, which has since been 
named “ Apjohnite.” In 1840 he described a mineral from Kilbricken, 
Co. Clare, which is closely related to geocronite, but is non-arsenical. 
Again, in 1852 he was concerned in the description, under the name 
of “ Jellettifce,” of a yellowish-green garnet found near Zermatt, by 
Dr. Jellett, the present Provost of Trinity College. Papers on the 
relations of pyrope, of pennine, and on Mexican hyalite are also to be 
found amongst his contributions to mineralogy. 

Dr. Apjohn contributed to the “ Cyclopaadia of Practical Medicine 99 
the articles on electricity, galvanism, toxicology, and spontaneous 
combustion, and as the representative of the University of Dublin in 
the General Medical Council, Dr. Apjohn took a prominent part in 
the production of the “British Pharmacopoeia.” Almost every 
chemical process and test described in the first edition of the 
“ Pharmacopoeia ” was carefully examined in the Trinity College 
Laboratory, and much of the success of the work was due to Apjohn’s 
laborious revision in detail. 

He was elected a Fellow of the Royal Society in 1853, and a 
Fellow of the Chemical Society in 1861; he was a Vice-President of 
the Royal Irish Academy; and at the time of his death was second on 
the roll of Fellows of the King and Queen’s College of Physicians. 

Dr. Apjohn was widely esteemed throughout his long life as a 
thorough and earnest worker, a singularly lucid and able lecturer, 
and an upright and honourable man. 
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Fredebick Settle Barff was tlie son of a doctor at Hackney, where 
he was horn on October 6, 1823. Professor BarfE was educated at 
Christ’s College, Cambridge, and he took his degree of B.A. in 1844, 
proceeding to that of M.A. in the usual course. Shortly afterwards 
he was ordained a deacon in the Church of England, and began 
parochial work as curate of St. Nicholas, Leicester. He remained 
there about three years, when he became assistant-curate of Holy 
Trinity, Kingston-upon-Hull, a post which he resigned in 1852 on 
his reception into the Church of Rome. He remained a fervent and 
devout Roman Catholic to the day of his death. His interest in 
theology, both dogmatic and mystic, was always intense, and it was 
one of his favourite themes of conversation with his friends. 

Thirty years ago there was not much opening for a clergyman who 
had renounced his orders, but fortunately Mr. Barff’s mind was of a 
scientific bent, and he was soon drawn to study the manufacture of 
stained glass windows and church decoration generally. The best 
known result of his studies in these subjects at Munich is the part 
which he took in the painting of the frescoes at Stonyhurst. After¬ 
wards he went to Dublin, whence he came to London in 1864, to 
study chemistry under Dr. Williamson at University College. He 
became Assistant Professor of Chemistry at University College, and 
retained that post until about 1870. In 1869 he published an “ Intro¬ 
duction to Scientific Chemistry,” which rapidly passed through several 
editions. In 1873 he brought out his “ Elementary Chemistry,” of 
which a second edition was demanded within two years. 

Besides his contributions to scientific periodicals, Mr. BarfE delivered 
before the Society of Arts, in 1870, a series of Cantor Lectures on 
“ Artistic Colours and Pigments,” and it was owing to the attention 
drawn to the subject of these lectures that the Chair of Chemistry 
was founded at the Royal Academy, and that Mr. BarfF was appointed 
the first Professor. Professor BarfE delivered a second course of 
Cantor Lectures, in 1872, on “ Silicates, Silicides, Glass, and Glass 
Painting; ” and another course, in 1874, on “ Carbon, and Certain 
Compounds of Carbon, treated principally in reference to Heating 
and Illuminating Purposes.” Ho also gave the Juvenile Lecture for 
1878, on “ Coal and its Compounds.” For his paper on “ Zinc White 
as Paint, and the Treatment of Iron for the Prevention of Corrosion,” 
read in 1877, Mr. BarfE received the Society’s medal. In this paper 
he announced the discovery of his method of protecting iron from 
rust by producing a film of magnetic or black oxide of iron on the 
surface of the metal. In March, 1879, he read a second paper on his 
process for u The Treatment of Iron to Prevent Corrosion.” In 1882, 
he obtained another medal for a paper on a “ New Antiseptic Com¬ 
pound, and its Application to the Preservation of Food.” Mr. BarfE 
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served as Examiner in Chemistry for the Natural Science Tripos at 
Cambridge, and held the office of Professor of Chemistry at the Roman 
Catholic University at Kensington, and in the Jesuits’ College, Beau¬ 
mont. He was elected a Fellow of the Chemical Society in 1867, and 
died at Buckingham, on the 11th August, in the sixty-third year of 
his age. 

Alexander MikhaJldtitch Butlerow was horn on September 6th,* 
1828, at Tchistopol, in the government of Kazan. His father was a 
Lieutenant-Colonel in the Imperial Army. At an early age he lost 
his parents, and was educated by his grandfather, StrelkofE. He 
attended the gymnasium in Kazan, and in 1844 entered the University 
of that town, where he turned his attention to physical science. He 
studied chemistry in Klaus’ laboratory, the discoverer of ruthenium. 
Klaus was to the last a staunch adherent of the dualistic theory of 
Berzelius; but his influence in theoretical matters was, so far as 
Butlerow was concerned, modified by that of Nikolai Zinin, who held 
the chair of Technical Chemistry at Kazan, until 1847, and by whose 
advice Butlerow later, in 1854, adopted Gerhardt’s system in his 
lectures on chemistry. 

Butlerow completed his studies in 1849, graduating as Candidate 
in Natural Science. In 1850, he commenced his lectures on chemistry, 
at the same time filling the post of assistant to Klaus in the chemical 
laboratory of the University. In 1851 he received the degree of 
Master of Chemistry, and was made Assistant Professor; in 1854 he 
obtained the Doctorate, with the rank of Extraordinary Professor; 
and in 1858 was promoted to the grade of Ordinary Professor. In 
1857, and later in 1861, Butlerow visited the principal laboratories of 
Western Europe, making the acquaintance of a number of the leading 
chemists of the day. From 1860 to 1863, Butlerow was Reotor o£ 
the University of Kazan. In 1868, he accepted a call to the chair of 
Chemistry in the University of St. Petersburg, and m 1870 was 
elected a Member of the Imperial Academy of Sciences. Jn St. 
Petersburg, he also delivered the lectures on chemistry in connection 
with the scheme for the higher education of womon, from the inaugu¬ 
ration of this scheme in 1877. He was elected a Foreign Member of 
the Chemical Society in 1876, and died on the 17th of August, 1886, 
having discharged his professional duties almost to the last. 

Butlerow was an eloquent lecturer—one of the most eloquont 
lecturers among Russian professors of the past generation—and 
possessed, moreover, in a high degree the gifts of a successful labo¬ 
ratory teacher. These qualities, together with the interest which his 
original investigations inspired in his pupils, admirably fitted him to 

* New style. 
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become, as lie did, the founder and head of a school of chemists, many 
of whom now hold professional appointments in the various uni¬ 
versities of Russia. 

The following is a list of Butlerow’s most important investiga¬ 
tions :— 

His first published experimental work, dealing with the action of 
osmic acid on organic substances, appeared in 1852. It was followed 
by a series of short notes on various subjects. But it was not until 
1858-59 that he began to take a prominent part in establishing the 
theory of structural formulas. While working in Wurtz’s laboratory, 
in Paris, he commenced an investigation of methylene iodide, which 
he afterwards continued in Kazan; and having studied various 
methylene-derivatives—the chlonde, the bromide, trioxymethylene, 
and the product of the action of ammonia on trioxymethylene (hexa¬ 
methylenetetramine)—he arrived at the conclusion that the radicle 
methylene is incapable of existing in the free state. He also syn¬ 
thesised from trioxymethylene a saccharoid substance—methylenitan 
—described by him in 1861. 

The year 1862 saw Butlerow at work on a new subject—the syn¬ 
thesis of alcohols with the aid of organo-metallic compounds. It was 
by acting with zinc methyl on acetic chloride that he effected his 
important synthesis of trimethyl carbinol, the first known member of 
the series of the tertiary alcohols, the existence of which had been 
predicted by Kolbe. Whilst continuing the study of these alcohols, 
Butlerow published work dealing with other subjects; amongst these 
may be mentioned his determination of the vapour-density of lead 
methyl, from which he deduced the quadrivalence of lead. In 1872, 
he successfully attacked a new problem in the synthesis of trimothyU 
acetic acid; and in 1875 he returned to the subject of tho tertiary 
alcohols by preparing pontamethylethol (tertiary butyl dimethyl 
carbinol) from trimethacotic chloride and zinc methyl. In 1877, he 
published a research on di-isobutylene, and, in 1879 and 1882, on tri- 
isobutylenc—products of the polymerisation of isobutylene with 
sulphuric acid. His last investigation, u On Asarone,” the first part 
of which appeared in 1884, was completed just before his death, and 
was published about tho beginning of the presont year. 

Butlerow’s most important literary work was his 44 Introduction to 
the Study of Organic Chemistry,” published in 1864; it was tho first 
work of the kind in Russia in which structural formulae were employed. 
It was translated into Gorman in 1868, and, since tho doath of tho 
author, has been re-edited by his pupils. 

Richard OowrER, A.R.S.AT., A.I.O., P.O.S, was born on Decom¬ 
ber 3rd, 1855, at Kensington. His education was obtained partly 
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at En g’s College School, where he remained from 1868 to 1871. 
He then went to the Royal School of Mines, where he took his 
Associateship in Mining and Metallurgy in 1874, having passed 
a specially brilliant examination in the latter subject. Mr. Cowper 
volunteered his assistance to the late Professor Guthrie, who spoke 
of his zeal, accuracy, and ingenuity as of the greatest service in 
carrying out experiments embodied in his second memoir on “ Salt 
Solutions and Attached Water.” For a part of the year 1873, how¬ 
ever, Mr. Cowper acted as chemist to the Sewage Company under the 
direction of the late Major-General Scott. In 1875, he went as 
chemist to the Tredegar Iron Works, where he remained until 1878. 
In 1879, he was appointed Demonstrator to Dr. H. Debus, E.R.S., 
Professor of Chemistry at the Royal Naval College, Greenwich, a 
post which he held for five years. Amongst his arduous and important 
duties at Greenwich, Mr. Cowper found time to mate and publish 
the following researches in the Transactions of this Society:— 

(1.) “ The Action of Alcohol on Mercuric Nitrate” Trans., 1881, 
p. 242).—The main conclusion arrived at is that one of the products 
of the action is the formation of a compound base containing 
acetylene, mercury, and mercuric oxide; the nitrate and oxalate of 
this base were examined.” 

(2.) “ On the Solubility of Glass in certain Reagents ,” Trans., 1882, 
p. 254.—In this research, Mr. Cowper showed that aqueous solutions 
of ammonia and sulphide of ammonium have at 100° a considerable 
solvent action even on hard glass. He found that in both cases the 
maximum solvent power was reached at a certain degree of dilution. 

(3.) “ Analysis of a Piece of Oxidised Iron from the Condenser of 
H.M.S. ‘Spartan,’” Trans., 1882, p. 258.—This is a study of the 
action of warm (circa 38° C.) sea-water on such iron as this con¬ 
denser was made of. Perhaps the most interesting feature in this 
research is the very large (42*33 per cent .) proportion of ferrous oxide 
in comparison with ferric oxide (2*21). 

(4.) “ On the Action of Chlorine on certain Metals Trans., 1883, 
p. 153.—This short research, the continuation of which Mr. Cowper 
was contemplating at the time of his death, was on that most impor¬ 
tant and little studied chapter of the interaction of the pure elements. 
Although the ground had been broken before, and although researches 
subsequent to his have contributed to our knowledge in this matter, 
Mr, Cowper’s experiments will always be of great interest and 
value. 

In 1884, Mr. Cowper left Greenwich, and occupied the post of 
Superintendent of the Education Section of the Health Exhibition. 
Under the presidency of Lord Reay, he, as Secretary to the Com¬ 
mittee of Organization, conducted the work of the Educational 
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Conference, and subsequently edited, with great ability, the “ Pro¬ 
ceedings of the International Conference on Education ” (Clowes and 
Sons, 4 vols., 1884). 

In 1885, be was appointed Chief Clerk to the Central Institution of 
the City and Guilds of London, which appointment he held up to the 
date of his death. 

An indefatigable worker, and of a most genial, helpful, and devoted 
disposition, Mr. Cowper, while inheriting from his father’s side tho 
distinctly scientific bent of his character, derived from that of his 
mother his unusual artistic taste and skill. 

After a brief illness, Mr. Cowper died of acute pleurisy on the 9th 
of May, 1886, at the age of thirty, leaving a widow and child and 
many friends to lament his loss. 

Henry S ugden Evans, born in 1830, was educated at the Merchant 
Taylors’ School and the Pharmaceutical Society’s School in Blooms¬ 
bury Square, London. He was the author of several papers on 
subjects connected with Chemistry and Pharmacy read before the 
British Pharmaceutical Conference and the Liverpool Chemists’ 
Association, and was President of the Pharmaceutical Society in 
1869-70. 

Having settled in Canada about ten years ago, he was offered in 
1884 the appointment of Chief Analyst to the Commission, an office 
which he held at the time of his death on the 25th February, 1887. 

Mr. George Hirst, a native of Sheffield, was bom January 16th, 
1856. At the age of fourteen he became a pupil teacher in one of 
the foremost Church day schools in that town, and before the ond of 
his apprenticeship he gained a 1st Class Queen’s Scholarship, and 
entered Cheltenham Training College in January, 1874. During his 
two years’ residence there, he earned the esteem and confidence of the 
College authorities, acting as monitor over an important section 
during most of his last year there; at the annual examinations, he 
occupied a prominent position. Early in his career, he showed a 
strong taste for Science, and as soon as his College training was 
completed, he took charge of a small school near Sheffield, so as to 
have time to advance his education in that direction. He attended 
the classes in Chemistry and Physics at Firth College, Sheffield, and 
gained the high commendation of the Professors for the devotion to 
his work and the ability he displayed. 

On the opening of the Central Higher School by tho Sheffield 
School Board with the object of dealing with the more talented pupils 
drawn from other Elementary Schools in the town, Mr. Hirst was 
appointed as a member of the staff of teachers specially selected for 
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dealing with the advanced instruction which it was proposed to give. 
Here he remained until his death, and during these six years he was 
principally engaged in the science department taking a share in the 
Chemistry work until 1875, when Mr. Eipper, the Science master, 
was appointed to a Professorship in the Technical School affiliated to 
Firth College. Mr. Hirst was then appointed the teacher of Chem¬ 
istry in the School—the whole of that department being under his 
supervision. The Laboratory will accommodate 108 students, and 
about 250 advanced pupils do practical work. Mr. Hirst also 
conducted large and successful evening classes in Chemistry and 
Physics. He died from the effects of a cold which was neglected 
until too late. 

Mr. E. K». Sottthby, M.E.C.S., was bom at Bridgewater, May 12th, 
1838. He studied for the medical profession at King’s College, 
London, and took his degree of M.E.C.S. in 1855, but did not prac¬ 
tise. He was for two years, 1856-58, in Canada engaged in brewing 
and distilling, and afterwards was for some years with Messrs. 
S. Allsopp and Sons, Burton-on-Trent, both in the laboratory and 
brewhouse. Subsequently he undertook the management of the 
"Wareh am Oil and Candle Works at Wareham, Dorset, which were 
established when this industry was comparatively in its infancy, and 
his untiring and intelligent exertions in developing and improving 
the processes of the manufacture of the various products of coal oils, 
assisted greatly both in improving their manufacture and in econo¬ 
mising the cost. Owing principally to the situation of the works 
in Dorset being unsuitable for the supply of oils at remunerative 
rates they were given up, and a new company under the name of the 
North British Oil and Candle Works was formed for the erection of 
works at Lanark, H.B., to work the Keysido Cannel Coal. These 
works, erected nnder the superintendence of Mr. E. B. South by and his 
brother, Mr. A. G. Southby, C.E., at a cost of over £25,000, were very 
far in advance of any in existence both in respect to the plans of the 
building and the plant. Throngh his skill, many great improvements 
were made in the quality of products, and the cost of manufacture 
greatly diminished. On relinquishing his post as manager at Lanark, 
after four years’ good scientific and useful work, he started in 1874 
in London as Analyst and Consulting Chemist, and from that time 
up to his death devoted his whole time to Chemistry, more par¬ 
ticularly that connected with brewing. His highly inventive genius 
enabled him to make numerous improvements both in the appliances 
and in the materials connected with this important industry 

He was appointed Analyst to the County Brewers’ Society in 1882, 
and held the post until his death. 
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Died March 25th, 1886, at his residence, 101, South Hill Park, 
Hampstead. 

Publications .—“Brewing Practically and Scientifically Considered,” 
1877; “Brewery Tables“Practical Brewing,” 1885; and nume¬ 
rous contributions to the contemporaneous press. 

Mr. Frederick Sear was bom at Islington on the 31st July, 1855, 
and on leaving school became laboratory boy to the late Dr. Sten- 
house; as he was intelligent, and had a great liking for chemistry, he 
was sent, at the age of 16, by Dr. Stenhouse to attend the evening* 
lectures in Chemistry and Physics at King’s College, and at the same 
time received a thorough practical training in analytical chemistry in 
Dr. Stenhouse’s laboratory at Pentonville under the present Editor of 
this Journal. He subsequently became assistant to Dr. Stenhouse 
and Mr. Groves, with whom he remained until he was appointed 
Assistant Chemist in the works of Price’s Candle Company at 
Battersea; he remained in the service of the company until his 
untimely death from consumption on the 8th November, 1886. He 
was married in June, 1878, and leaves a widow and three children to 
mourn his loss. 

Mr. Sear was a most skilful and painstaking analyst, and all his 
work was characterised not only by the neatness and care with which 
it was performed, but by its thoroughness. He was endowed with an 
ingenious and inventive mind, which displayed itself not only in the 
assistance he rendered in carrying out the investigations published 
jointly by Dr. Stenhouse and the Editor, but subsequently, when his 
attention was directed to technical matters, in improvements connected 
with the candle manufacture and saponification of fats. Patents for 
these new processes were taken out by him in conjunction with Mr. 
Bumble, Chemist to Price’s Candle Company, and have been exten¬ 
sively employed by the Company. The Society has a lasting memorial 
of the painstaking and careful way in which he did all his work in 
the indexes of the Journal of the Society during the past five years; 
the Editors have a grateful remembrance of the valuable assistance 
he rendered in the laborious task of preparing these for the press. 
Mr. Sear was a good French scholar, and had a fair knowledge of 
German. 


Henry Hotjoh Watson, the eldest son of the late John Watson, 
chemist and druggist, of Bolton-le-Moors, was bom on the 19th of 
February, 1810, and died on the 15th of August, 1886. 

Although when young he was far from Btrong physically, he showed 
great perseverance; he was of an enquiring turn of mind, and had a 
very retentive memory. At the age of six, he entered the Bolton 
VOL. li. 2 x 
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Grammar School, a requisite qualification for those about to enter 
being that they should be able to read fluently. At this school, under 
the tuition of the Rev. William Allen, M.A., he acquired a compre¬ 
hensive knowledge of the Latin and Greek Classics, which in later 
life he improved by private study, and was always a source of much 
pleasure to him. The close reading which he regularly pursued in 
order to keep up with the advance in science, so affected his eyesight 
that it gradually became very defective from a form of amaurosis, 
which latterly rendered walking alone difficult, if not dangerous. The 
brutal floggings, often undeserved, which he frequently witnessed 
during his school days, had imbued him with such an unsatisfactory 
opinion of schools and schoolmasters, that he had all his children 
taught under his own roof. 

After leaving Bolton Grammar School in 1827, being then 17 
years of age, he became a pupil of John Dalton, at Manchester. 
After studying under Dalton for four years, he obtained a certificate 
of competency on December 7th, 1831. During part of this time he 
was accompanied by his younger brother, William Barnett Watson, 
who also showed an early liking for chemical research (see Dalton on 
a Constitution of Atmosphere,” Phil. Trans., Part II, 1837), and who 
was of great assistance to the deceased throughout his professional 
career. 

Watson displayed many of Dalton’s characteristics, both socially 
and professionally, and for Dalton his respect and admiration never 
abated. His sitting-rooms were hnng with framed specimens of 
Dalton’s writing, and with numerous engravings of his illustrious 
teacher at various ages. He may be said to have commenced his 
profession as an Analytical Chemist at the age of 21 years, under 
his father’s roof at Manor Street, Bolton, where he was horn. His 
earliest communication to the press appeared in the Bolton Ohronide of 
July 7th, 1832, at the time of an outbreak of cholera in Bolton. In it 
he pointed out the importance of the nse of “chloride of lime” {is a 
disinfectant. In addition to the disinfection of articles of clothing 
by washing them in dilute solutions of it, he recommended that, in 
cholera cases, the body after death should be washed with the samo 
solution. 

As an analyst, he soon made great progress, his abilities securing 
for him many important engagements. For many years he was pro¬ 
fessionally engaged to conduct analyses in cases of alleged poisoning, 
and he had great experience as a toxicologist. Hia private corre¬ 
spondence with Dr. A. Swaine Taylor, Dr. Christison, and other 
eminent scientists on this and kindred subjects, forms a most 
interesting commentary on the progress of analytical chemistry 
between the years 1835 and 1860. 
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He was elected a Fellow of the Chemical Society in 1837, and was 
appointed on several Committees of the British Association, as well 
as being an occasional Member of the Councils of the Chemical 
Section. His numerous contributions to the scientific journals indi¬ 
cate a rare capacity for chemical research, and his other investiga¬ 
tions show that his attention was early directed to the practical 
exposition of the public questions of the day. For many years 
Mr. Watson was Gas Examiner to the Bolton Gas Company and to the 
^Corporation of Bolton. He originated and used a process for deter¬ 
mining by chemical examination the illuminating power of coal-gas. 
The details of the process have never been published, but its accuracy 
was verified by frequent comparisons with photometric tests taken at 
"the same time; by a simple calculation the illuminating power of the 
gas could be ascertained from the chemical results, avoiding in this way 
the important differences in the results frequently obtained by different 
observers using the photometric method. Mr. Watson was called on 
to examine periodically the gas of various towns. Most of the streams 
of the north of England appeared to have come under Mr. Watson’s 
investigation, from time to time, during upwards of 60 years, so that a 
valuable record remains of the gradual and increasing pollution of 
streams in the districts referred to. Ho was selected as analyst in 
nearly all the original water schemes of the Lancashire towns. In 
arbitration cases, and before Parliamentary Committees, where the 
quality of water or gas was in question, the deceased was a prominent 
witness. He was the patentee of several valuable chemical improve¬ 
ments in the Arts and Manufacturers. One of the most successful 
was that for the Bleaching of Tallow and other Fats by perman¬ 
ganates. For several years before his death, Mr. Watson had discon- 
tinned tho practice of his profession. 

For about 55 years he regalarly made monthly determinations oF 
tho rainfall and evaporation at Bolton, and since 1863, at Braystone, 
Cumberland, where for several years he chiefly resided, having pur¬ 
chased an estate there, and where he died, on the 15th August, 1886, 
leaving two sons, John Dalton Watson and William Henry Watson. 
He was placed on the Commission of the Peace for the County of 
Cumberland in the year 1867, and for several years acted as Chair¬ 
man of the Bench of Magistrates at Whitehaven. 

He married January, 1832, Miss Jane Atkinson, of Sellafield, near 
Whitehaven, who died on the 3rd October, 1883. 

The following are some of the Papers published by the deceased, 
given in order:— 

“ On Sulphate of Barytes in Cannel; Phil. Mag., vol. 8. 

“ On the Absorption of Water by Efflorescent Salts; ” Phil. Mag., 
Ill Series, vol. 12. 


2x2 
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“ On an Extraordinary Depression of the Barometer; ” Phil. Mag., 
Ill Series, yol. 22. 

“ On the Qnantity of Carbonic Acid in the Atmosphere;” Brit. 
Assoc. Reports, TV. 

“ On the Use of Lezlie’s Hygrometer with a New Scale; ” Brit. Assoc. 
Reports, TV. 

“ On the Phosphate and Pyrophosphate of Soda; 99 Brit. Assoc. 
Reports, VI. 

“On the Presence of Arsenic in Sulphuric Acid;” Med. Gaz., 
Feb. 19,1841. 

“ Experiments and Observations on the Efflorescing Properties of 
some Salts of Soda;” Man. Lit. and Phil. Soc. Proc ., II Series, 
vol. vi. 

“ On Detecting the Presence of Arsenic, particularly in Reference 
to the Employment of Marsh’s Test; 99 Med. Gaz., Feb., 1841, and 
Jnne, 1842. 

“On the Tests for Strychnia and Brucia;” Med . Gaz., Jnne 14th, 
1856. 

“ On Testing for Antimony and Arsenic by Reinsch’s Process; ” 
Med. Gaz., Jnne 20th, 1857. 

Walter Weldon* was bora at Loughborough on the 31st October* 
1832, which place he left for London in 1854. During the first six 
years of his London life he was engaged in literary work, among 
which may be mentioned the starting of a newspaper called the 
“Dial,” which was incorporated ultimately with the “Morning Star.” 
At a later period in 1860 he produced a periodical published monthly 
under the title of “Weldon’s Register of Facts and Occurrences in 
Literature, Science, and Art,” which contained articles on scientific 
subjects and reviews of the latest published scientific books. Among 
some of the early papers in it, may be noticed one on Mr. Darwin’s 
then recently published work on the “ Origin of Species.” It was 
followed by others on “ Building Stones, why they Decay; ” “ Recent 
Elementary Books on Geology,” “ Spectrum Analysis,” “ Philosophy 
of Earthquakes,” “ The Coal and Guano Dyes,” &c., &c. Among the 
contributors of the more purely literary and artistic papers were Mr. 
G. A. Sala, Mr. Edmund Yates, Mr. Tegetmeier, Mr. Hollingshead, 
Mr. W. M. Rossetti, Mr. J. Hain Friswell, Mr. Percy Greg, and others 
who have since become more or less widely known by their writings. 
The “ Register ” was continued for some three years, but it may be 
doubted whether, at any time, it secured commercial success. The 
price at which it was issued made it necessary that the sale should be 

* This obituary should have appeared amongst the obituary notices for 1885-86, 
hut was too late for insertion. 
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very large, and this probably was never the case. Finally, and fortu¬ 
nately for chemical technology, it had to be abandoned. 

in 1865 Mr. Weldon turned his attention to the introduction and 
improvement of industrial chemical processes; the first of which 
appear to be two processes for the manufacture of the metals mag¬ 
nesium and aluminium. For the first, Weldon proposed heating 
together magnesia and iodide of sodium, whereby a double iodide was 
produced, which was said to be easily decomposed by sodium, or even 
by lead, with production of metallic magnesium. The Becond sugges¬ 
tion was to flux cryolite with chloride of calcium, and to use this 
mixture as a source of aluminium, instead of the more expensive 
chloride required for Deville’s process. In 1866, the first experiments 
in connection with what is now known as the “ Weldon process” were 
made at Walker in the works of the Walker Chemical Company; 
these, however, were abandoned at that place, but were soon after 
resumed at the works of Messrs. Gamble and Sons at St. Helen’s, 
where the process was finally perfected. It was not, however, until 
some time in 1869 that the process was worked on a manufacturing 
scale. Mr. Weldon himself said (.Newcastle Chronicle of July 5th, 
1884) : “ The first experiments, other than laboratory experiments, 
with what is now known as ‘the Weldon process,’ wei'e made at 
Walker, in the demolished works of the Walker Chemical Company, 
about the year 1866. After having reached a certain point, the 
experiments at Walker were abandoned for various reasons. They 
were soon afterwards resumed at the works of Messrs. J. C. Gamble 
<fc Sons, at St. Helen’s, Lancashire, and it was there that the process 
was finally worked out.” With regard to the discovery of the 
chemical reactions and their utilisation, which led to the Weldon 
process, we have a full description from Mr. Weldon’s own pen in the 
Journal of the Society of Chemical Industry , 1885, p. 525, as well as a 
foreshadowing of further problems for future working out, should life 
have been spared to him. As is well known to ail chemists, great 
economy of material was effected by Mr. Weldon’s efforts, the 
recovery of manganese originally discharged from the chlorine works 
reaching as high as 90 to 95 per cent., and the price of bleaching 
powder being reduced by about £6 per ton. As M. Dumas, the great 
French chemist, observed in his address when presenting to him the 
gold medal of the Society d’Encouragement, “By Mr. Weldon’s 
invention, every sheet of paper and every yard of calico has been 
cheapened throughout the world.” 

Besides the work done by Mr. Weldon in connection with his 
numerous patents in the industrial branch of chemistry, he kept 
himself well informed as to the more recent work in the department of 
pure science; to which he contributed several papers on theoretical 
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questions, as may be seen in his papers on the “Periodic Law” and 
on the “ Ratios one to another of the Atomic Weights of the 
Elements.” 

Mr. Weldon’s scientific achievements were fully recognised both in 
England and on the Continent. He was made a Chevalier of the 
Legion of Honour by the French Government, and received the Great 
Medal from the Societe d’Encouragement presented to him on behalf 
of the Society, by the veteran French chemist, M. Dumas. In 
England, Mr. Weldon was a Fellow of the Chemical and Royal 
Societies, and of the Institute of Chemistry; but especially will 
his name be long known as one of the most energetic members of 
the Society of Chemical Industry, in the foundation of which he 
took a leading part, and of which Society he held the Presidentship 
during the years 1883-84. In connection with this latter Society, it 
maybe remarked that when some difficulty occurred in connection with 
the “Abstracts of Patents” published in the Journal, Mr. Weldon, 
in addition to his other multifarious duties, took upon himself the 
abstraction and carried it out for a considerable time. Besides the 
vast labour and anxieties entailed by the writing, technological 
researches, &c., involved in the invention and maintenance of the 
numerous patents bearing his name, or taken out jointly with others, 
Mr. Weldon kept fully abreast with the advance in inorganic chemical 
science; and he occasionally contributed papers, which always con- 
tained something of original thought, and were always interesting 
and suggestive. At the meetings of the British Association in 
Montreal, he contributed a paper on the “ Periodic Law,” and shortly 
before his death he published for private circulation a work “ On the 
Ratios, one to another, of the Atomic Weights of the Elements,” 
Chapter I. This Chapter I being devoted to “The Glucinium 
Family” 

To his scientific attainments he united, as may indeed be inferred 
singular literary skill; and there was perhaps not another man in 
England who could make a difficult matter more plain to poople of 
ordinary intelligence, and that without the least sacrifice of accuracy. 

Mr. Weldon was a man of the simplest personal habits combined 
with great generosity to others, and a frank and gonial bearing to 
people of all ranks. He possessed much tact and delicacy of feeling, 
which pointed out to him the directions in which his kindness might 
reach others, and his practical nature enabled him instinctively to 
seize the proper moments for its exercise. He was, moreover, a man 
of extraordinary energy and perseverance, united to a thorough 
knowledge of the world and great business capacity; and to these 
he was largely indebted for the rapid and successful adoption of his 
inventions. He spared no pains, and neglected no details. In 
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addition, lie had made himself more or less familiar with numerous 
branches of chemical industry, and in the alkali trade he was 
regarded as an expert to whose opinion very great value was 
attached. 

His supreme delight appeared to be in the grounds and gardens 
surrounding his country place, Rede Hall, Suffolk, on which he had 
spent much money and in which he took great interest. 

Mr. Weldon suffered much during his life from neuralgia, pro¬ 
bably much increased by long railway journeys undertaken in the 
interests of his company; but the final cause of his death was an 
attack of heart disease in September, 1885, after attending tho 
meeting of the British Association at Aberdeen. 
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XLVII .—Dehydracetic Add, 
By W. H. Perkin, Jim., Ph.D. 


Dehydracetic acid was first prepared by Geuther in the year 1866, 
wbo obtained it by passing a current of carbonic anhydride over the 
sodium compound of ethylic aeetoacetate. Prom the analyses of the 
acid itself and also of its barium and sodium salts, Geuther showed 
that this new compound was a monobasic acid of the formula C 8 H 8 0 4 . 
He supposed it to be formed by the dehydration of acetic acid, pro¬ 
bably thus— 

4CH 3 -COOH = C 8 H 8 0 4 + 4H 2 0, 

hence the name dehydracetic acid. 

Geuther does not appear to have examined this acid further, and 
it is to Oppenheim and Precht ( Ber , 9, 324) that the first careful 
study of it is due. These chemists showed that when dehydracetic 
acid is treated with alkalis it is decomposed into acetone, acetic acid, 
and carbonic anhydride, thus:— 

C 8 H 8 0* + BH s O = CO* + CHvCO-CHs + 2CH 3 *COOH. 


Besides these products, they obtained by the hydrolysis of dehydr¬ 
acetic acid with baryta-water a small quantity of a crystalline sub¬ 
stance very much resembling orcinol, and this led Beilstein to place 
dehydracetic acid in the aromatic series (Handbuch der orgmlschen 
Ohemie, 1527—1528). 

Oppenheim and Precht also prepared the methylic and ethylic 
salts of dehydracetic acid, chlorodehydracetic acid, CsHfClO*, bromo- 
dehydracetic acid, CgHfBrO*, and by reduction with zinc and hydro¬ 
chloric acid a new acid of the formula CaH l0 Oj. 

By the action of pentachloride of phosphorus on dehydracetic 
acid, they obtained a remarkable chloride of the formula C 8 H 6 0 2 Cb, 
the formation of which led them to imagine that dehydracetic acid 
contained two hydroxyl-groups. For this reason they proposed the 
formula— 


OH-CZZCH-COOH 

CHs-CO-OHa-cLJlH 


as best representing the constitution of this acid. 

At the suggestion of Wislicenus, Shibbye (Dissertation, Wurzburg, 
1882,5), at a later date, repeated the experiments of Oppenheim and 
Ptedht on the action of alkalis on dehydracetic acid, and showed that 
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besides acetone, acetic acid, and carbonic anhydride, considerable 
quantities of malonic acid were also formed. 

As these results were still insufficient to definitely prove the con¬ 
stitution of dehydracetic acid, I thought it would be interesting to 
carry these experiments further, and wish now to bring before the 
Society the results I have obtained. 

Dehydracetic acid, C 8 H 8 0 j, contains besides the carboxyl-group, 
two oxygen-atoms, which may either be present as 00, OH, or 0*0*0. 

When treated with hydroxylamine or phenylhydrazine, one oxygen- 
atom is easily displaced, forming the derivatives C?H 8 0 3 (CN0H) 
and C 6 H 8 0 3 (N a H-0 6 H 6 ) respectively, a proof that one of the oxygen- 
atoms is present as 00; but all attempts to displace a second atom 
by the above groups were fruitless. 

Dehydracetic acid does not give an acetyl-compound when treated 
with acetic anhydride, even after long boiling, and it is therefore 
clear that the fourth oxygen-atom is not present as hydroxyl, but 
that it is most probably united by each of its affinities to a different 
carbon-atom thus: C*0*C. This view is borne out by the reduction 
experiments of Oppenheim and Precht, as also by the behaviour 
of dehydracetic acid when treated with phosphorus pentaohloride. 
In order to obtain some further clue as to the arrangement of the 
atoms in this interesting acid, the hydrolysis with alkalis was next 
very carefully studied. 

In a paper on dehydrobenzoylacetic acid (Trans., 1885, 284) it was 
shown that when this acid is treated with alkalis, the first change 
which takes place is a quantitative decomposition into 2 mols. of 
benzoylacetic acid, thus:— 

OJBW)* + 2H a 0 = 20 8 H 6 *00*CH 2 *OOOH. 

Dehydrobenzoyl- Benzoylacetic acid, 

acetic acid. 

This result is very important for two reasons :— Firstly, it shows 
that the dehydrobenzoylacetic acid is really formed by the splitting 
off of 2 mols. of water from 2 mols. of benzoylacetic acid; and 
secondly, it proves that the two C 6 H fi -groups are intact in tho 
dehydrobenzoylacetic acid, and that all changes which take place in 
its formation from benzoylacetic acid must take place within tho group 
—COCHa-COOH. In determining the constitution of dehydracetic 
acid, it was clearly just as important to determine whether it contained 
two methyl-groups, in which case the formula proposed by Oppenheim 
and Precht would be incorrect. 

If dehydracetic acid be very carefully hydrolysed with potash, it is 
possible to isolate an acid, which is without doubt acetoacetic acid ; 
although naturally owing to the instability of the latter no quantita- 
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tive experiments conld be made. From this result, it is legitimate to 
suppose that this acid, when treated with potash, in a way exactly 
analogous to dehydrobenzoylacetic acid, is first split up into 2 mols. 
of acetoacetic acid, thus:— 

C 8 H 8 0 4 + 2H*0 = 2CH3-CO*CH 2 -COOH. 

This being the case, it is clear that dehydracetic acid must contain 
two methyl-groups, in the same way as dehydrobenzoylacetic acid 
contains two phenyl-groups. 

The next question is: How is dehydracetic acid formed from 
2 mols. of acetoacetic acid P 

Dehydracetic acid being a monobasic acid, it naturally follows that 
one of the carboxyl-groups of one of the molecules of acetoacetic acid 
must take part in the reaction. How, as the methyl-groups remain 
intact, this change can only take place by the condensation of the 
carboxyl-group of one molecule with the methylene-group of the 
other molecule, thus:— 


GH 3 -CO-CH 2 *COOH 

gh 3 -coch 2 -gooh 


CHs-OO-CH-OOOH 

CBvCO-CHydjO 


+ h 2 o. 


In the formation of dehydracetic acid from this intermediate com¬ 
pound, one more molecule of water is split off; the simplest way of 
effecting this being thus*:— 


CHs-OO-OH-COOH 

CHa-CO-CHrio 


OH,-0(OH):C-COOH 
CH 3 -C(OH) : CH-GO 


CH 3 -Cz=C-C00H 

0<( \ + H,0. 

CH 3 -C=:CH--CO 

The most probable formula for dehydracetic acid would therefor© 
be— 

COOH*C—CO—CH 
OH s J-0—icH,’ 

In considering how best to obtain evidence in support of this 
conclusion, it struck me that there was a certain resemblance 
between this formula and the formula given to cumalinic acid by 
COOH'GzziCH—0 

v. Pechmann, namely: I | . 

CH~CH—GO 

* This change is folly discussed in a paper on “ Dehydrobenzoylacetic Acid ” 
(Trans-, 1885,295—297). 
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Tlie striking relation of this acid to chelidonic and meconic acids 
did not occur to me till afterwards. 

If the methyl salt of cumalinic acid is treated with ammonia, it is 
converted, as v. Pechmann has shown in his beautiful researches 
(Per., 17, 2391), into hydroxynicotinic acid, thus:— 


OOOH-C=:CH—O + NH S = COOH-C==CH—NH 


i i 

CH=CH—O 

Cumalinic acid. 


i-OH 

Hydroxynicolinic acid. 


It was therefore possible that dehydracetic acid under similar con¬ 
ditions might also yield pyridine-derivatives. The experiment has 
shown that this is indeed the case. 

If methylic dehydracetate is treated with ammonia or aniline, 
reaction immediately sets in, and pyridine-derivatives are formed, the 
decomposition being quantitative. 

The products formed by the action of ammonia I have prepared 
but not analysed, as, curiously enough, Haitinger, at the same time 
as myself, investigated the action of ammonia on dehydracetic acid, 
and has reserved the further study of these products. 

When methylic dehydracetate is warmed with aniline, two sub¬ 
stances, GiaHtfNTOs and C^H^NO, are formed, of which the former is 
undoubtedly the primary product. 

The reaction px*obably takes place in two stages, in a way similar 
to that shown by v. Pechmann in the case of the cumalinic acid. 

COOCHj-C—00—OH 

I II || +NH 2 -C a H5 = 

OH 3 *C-0—0*0H 3 

COOCH^C—CO—CH 

CbJ-OH <4 l (OH a ).NH-C e H 5 . 

COOOHj’C—00—OH 

II OH,-l>OH CCCH^-NH-aHs ~~ 

COOCBVC—00-OH 

ft || + HjO. 

OHs-O—35T (C a H 6 )—C-CH, 


During this synthesis, partial hydrolysis of the compound CuH^NOa 
and decomposition into carbonic anhydride and the substance 
C 13 H 13 NO takes place. The lattor has therefore the constitution— 

OH—00—OH 
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OH—00—GH 

If the group || [| be termed lutidone, it follows 

CH 3 *C-NH—C’CHs 

that the primary product of the action of aniline on methylic dchydr- 
acetate is methylic phenyllutidinecarboxylate, whereas the substance 
OisHbHO is phenyllutidone. 

A most interesting synthetical proof of the constitution given above 
to dehydracetic acid has lately been carried out by Conrad and 
Guthzeit (Ber., 19,19, and 20, 151 and 154). These chemists found 
that when the copper salt of ethylic acetoacetate is treated with 
phosgene, the following decomposition takes place:— 

COOC2H5N. p-rr p p-rq-^-COOCaHs , rirjrn __ 

ch 3 -co >ch Cn ch< oo-oh 3 + 00Us _ 

COOCjHiiv prr p/\ prr/COOOsHj i rj n n| 

CHj-CO^® CO ^^CO-CHs + 0alJI, • 

This substance does not appear to exist as such, but spontaneously 
loses a molecule of water, and is converted into ethylic carboxyl- 
■dehydracetate thus:— 


C000 2 H 6 >. prx.pp.prT^COOOoHiB _ 

CHa-CO °° OH <CO-CH 3 “ 

C000 3 H 5 -0—00—C-COOC a H 6 

II II + HA 

0H 3 -0—0—C-CHs 

Ethylic carboxyldehydracetafce. 

If this compound is treated with aniline, ethylic phenyllutidone- 
dicarboxylate is found— 


COOC 2 H 5 -C-00-C*COOC 2 H 5 

CHj*S—N(C eHj)—C’CHs 

The free acid when heated to 270° is converted into phonyl- 
lutidone, a substance identical with that which I obtained by the 
action of aniline on methylic dehydracetate. This elegant synthesis 
by Conrad and Guthzeit proves without doubt that dehydracetic acid 
really has the formula given by me above. 


OH—0—OH 

The group pyrone, || || (Haitinger and Zieben, Moncdsh., 

CH—CO—OH 

6, 288), besides being present in dehydracetic acid, is the basis of a 
number of interesting acids, among them chelidonic acid and meconic 
acid. 
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The relation of the most important representatives of this class to 
one another is clearly seen when their constitutional formulae are 
placed side "by side, thus:— 


OH—0—CH 
{jH—CO—CH 


Pyrone. 


COOH-C- 


-CH 


Hh-coJi 

Pyronecarboxylic arid. 
Comanic acid. 


OOOH'O—0-C-COOH 

!)H—CO—CH 

Pyronedioarboxylic acid. 
Chelidonic acid. 


COOH-C—0—CH 

ii ii (?) 

OH-C—CO—CH 

Oxypyronecarboxylic acid. 
Comenic acid. 


COOH-C—O-C-COOH 
OH-C—CO—CH 

Oxypyronedicarboxylic acid. 
Meconic acid. 


(?) 


OHs*C—-0—C’CHs 
COOH-C—CO—f/H 

DimethylpyronocarboxyKc acid. 
Dehydracetic acid. 


CH a 'C-0—C-CH, 


COOH-C—C 


0—C- 


COOH 


Dim ethylpyronedicarboxylic 
acid. 


Preparation of Dehydracetic Acid . 

In preparing dehydracetic acid, Oppenheim and Precht’s method* 
which consists in passing the vapours of ethylic acetoaeetate through 
a tube heated to dull redness, was after a few slight modifications 
found to give the best results. 

The details of this process are the following:—A piece of combus¬ 
tion tube, 50 inches long, and bent about 18 inches from one end to an 
angle of 120°, is filled up to the bend with small pieces of pumice, 
and heated in a combustion furnace to dull redness. 200 grams of 
ethylio acetoaeetate are then slowly distilled through this tube, from 
a distilling flask directly connected to the tube by means of a cork, 
and the product which comes over is collected in a well-cooled flask 
placed at the other end of the tube. A dark-brown oil is thus ob¬ 
tained, which on cooling should solidify almost entirely to a mass of 
crystals of dehydracetic acid. In order to isolate the acid, the crude 
product is rapidly distilled from a retort, until the temperature rises 
to 195°, and the residue is then poured into a dish and allowed to 
solidify. The dark-brown cake formed in this way is next broken up, 
and digested with an excess of a fairly strong solution of sodio- 
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carbonate and a little animal charcoal for a short time, and filtered 
hot. The filtrate, on cooling and acidifying with hydrochloric acid, 
deposits the dehydracetic acid as a slightly brownish-coloured crys¬ 
talline powder, which, after being collected, well washed, and re¬ 
crystallised from water is easily obtained pure. 

The distillate from the crude dehydracetic acid, boiling below 195°, 
yields on fractioning a considerable quantity of ethylic acetoacetate, 
which, when again passed through the tube, gives a further quantity 
of acid. With a little practice it is easy to obtain by this method 
from 58—66 grams of pure dehydracetic acid from 200 grams of 
ethylic acetoacetate. Most of the dehydracetic acid used in this 
research was obtained from Meister, Lucius, and Brunning, through 
the kindness of Herr v, Grerichten, and I take this opportunity of 
thanking these gentlemen for their liberality. 

CsBrBrO* = COOH'C—CO—CBr 

Monobro7node7iydracetio Acid , II || .(?) 

CHs-C—0—OCH 3 

Monobromodehydracetic acid was first obtained by Oppenheim and 
Precht ( Ber ., 9, 1101) by treating dehydracetic acid with bromine. 
As the yield of the brominatod acid obtained by this method is 
small, several experiments were made with the object of improving 
it. The following modification was found to give good results:— 

5 grams of dehydracetic acid are dissolved in about 50 grams of 
chloroform, a slight excess of bromine, and two or three crystals of 
iodine added, and the whole warmed in a water-bath at about 50° for 
a minute or two. As soon as the reaction has once set in, it continues 
at the ordinary temperature, and is usually finished in about 12 hours. 
The liquid is then decanted from any crystals which may have 
separated, and is allowed to evaporate at the ordinary temperatures 
in an open dish, when a slightly yellowish crystalline mass is left 
behind, consisting of a mixture of monobromodehydracotic acid and 
nnchangod dehydracetic acid. These two acids may be easily sepa¬ 
rated by recrystallisation from alcohol, in which the latter is much 
more easily soluble than the former. 

The monobromodehydracetic acid thus obtained is mixed with any 
crystals which may have separated from the chloroform solution 
during the preparation, and is purified by two crystallisations from 
alcohol. 

The analysis gave the following numbers :— 

0*3258 gram substance gave 0*2458 gram AgBr. 

Theory. 

Pound. C 8 H 7 Br0 4 . 

32*11 per cent. 32*38 per cent. 


Br 
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Monobromodehydracetic acid melts at 137° (Oppenheim and Preclit 
give 134°). It is easily soluble in hot alcohol, chloroform, benzene, 
and light petroleum, but only sparingly in alcohol and light petroleum 
in the cold. 

It crystallises from the hot solution in methyl alcohol, on cooling 
■slowly, in beautiful plates and prisms, having the following forms:— 


I. II m 



When the hot solution in methyl alcohol is rapidly cooled, curiously 
striated four-sided plates (I) are produced, but on slowly crystallising 
the forms lose the striated appearance and become well developed 
mostly in the forms II and III. 


COOF'C—GO—OOH 

Sydrorydeliydracetic Add, C 8 H 7 (VOH = || || .(?) 

OHi'O—0—C*OH<j 

This interesting compound is the first product of the action of 
potash on monobromodehydracetic acid, thus:— 

C a H 7 BrO* -h KOH = C 8 H 7 CVOH 4- KBr. 

To prepare it, pure monobiomodebydracetic acid is dissolvod in a 
little alcoholic potash, then mixed with an excess of concentrated 
alcoholic potash, and the whole allowod to stand 14 days at a tem¬ 
perature of 35—40°. The mass which is at first quite thick, soon 
becomes more fluid, and at the end of the operation again thick and 
brownish coloured. In order to isolate the product, water and dilute 
sulphuric add are added, when a solid acid soparates, which is col¬ 
lected and well washed with water. The mother-liquors, on repeated 
extraction with ether, give a further quantity of this acid, which is, 
however, not so pure. The crude product obtained in this way is a 
mixture of hydroxydehydracetic acid and unchanged monobromo¬ 
dehydracetic acid. These two acids can be easily separated by 
treatment with chloroform, in which the hydroxy-aoid is almost 
insoluble. The crystalline mass which remains undissolved is then 
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once recrystallised from dilute alcohol, and thus obtained as a white 
sandy crystalline precipitate, which, on analysis, gave the following 
results:— 

I. 0*2381 gram substance gave 0*0947 gram JEtO and 0*4535 
gram CO a . 

II. 0*2060 gram substance gave 0*0881 gram H a O and 0*3927 
gram 00 2 . 


Found. 


C. 51*95 51*99 per cent. 

H. 4*42 4*48 „ 

O. 43*63 43*53 


Theory. 

CsHaOs. 

52*17 per cent. 


4*35 




43*47 


Hydroxydehydracetic acid, when rapidly heated, melts at 250—255® 
with decomposition, if slowly heated, the acid begins to decompose 
and char at 210°. It is fairly soluble in hot ethyl alcohol and 
methyl alcohol, but almost insoluble in cold water, chloroform, light 
petroleum, benzene, and acetone. The hot solutions in alcohol or 
water deposit the acid on cooling in the form of a heavy sandy 
precipitate, which when examined under the microscope is found to 
consist of a mass of small but badly formed four-sided crystals. 

The alcoholic or aqueous solution gives an intense violet coloration 
on the addition of a drop of ferric chloride. When carefully heated 
in small quantities, this acid sublimes with slight decomposition. 
Hydroxydehydracetic acid dissolves easily in alkalis. The silver salt 
appears curiously enough to have the constitution Os5 6 O 0 Ag2, which 
would point to the acid being bibasic. It is intended to further study 
this interesting acid, and experiments on the subject are already in 
progress. 


Acetate of Hydroxydehydracetic Acid , C 8 H*0 4 (0CJEr,j0) — 
COOH-C—00—0*0C a H s 0 

CH»-0—O—C-CH S 

In order to prepare this substance, a small quantity of hydroxy¬ 
dehydracetic acid was boiled with an excess of acetic ankydrido for 
two hours, the bulk of the acetic anhydride distilled off, and the clear 
solution after cooling mixed with water. As soon as the excess of 
acetic anhydride had been decomposed, the whole was extracted 
several times with ether, the ethereal solution well washed, and 
allowed to evaporate at ordinary temperatures. In this way, a 
colourless crystalline mass was obtained, which, after washing with a 
little water and drying on a porous plate over sulphuric acid in a 
vacuum, gave the following numbers on analysis:-— 
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0*2155 gram substance gave 0*0885 gram H 2 0 and 0*4180 gram 
CO* 

Found. 

C. 52 90 per cent. 

H. 4-56 

0. 42*54 „ 

This acetate melts at 165—167°. It is easily soluble in hot alcohol, 
less so in benzene, chloroform, ether, and bisulphide of carbon. 
From the hot solution in methyl alcohol, it separates on cooling as a 
hard sandy mass, which when seen under the microscope is found to 
consist of beautifully formed crystals, mostly having the following 
forms:— 



Theoiy. 

CioH 10 0 8 . 

53*09 per cent. 


42*48 


When boiled with water or alcohol for any length of time, it is 
slowly decomposed, hydroxydehydracetic acid being apparently re¬ 
generated. The acetate gives no coloration with ferric chloride. 
When heated in a test-tube, acetic anhydride is split off, and a small 
quantity of a white sublimate is obtained, which gives a violet 
coloration with ferric chloride, and consists therefore probably of 
regenerated hydroxydehydracetic acid. 

COOH‘C-C(NOH)*CH 

Oxime of JDehjdracetic Acid, || II 

CH,*C-O-OCH* 

Dehydracetic add combines readily with hydroxylamine, if its 
sodium salt be allowed to remain in contact with a solution of this 
compound. In a short time, a crystalline substance begins to separate, 
and after standing for 24 hours the reaction is complete. In 
order to isolate the product, the solution is slightly acidified with 
dilute sulphuric acid, and the precipitate thus thrown down is col¬ 
lected, washed with water, and repeatedly reciystallised from alcohol 
or dilute acetic add, or light petroleum. In this way, colourless 
needles are obtained, melting at about 171—173° with decomposition. 

Analysis:— 

0T874 gram substance gave 0*0812 gram H*0 and 0*3640 gram 
CO*. 

VOL. LI. 2 L 
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0*2261 gram substance gave 15*5 c.c. N, t = 15°, bar. = 720 mm. 

Theory. 

Found. C 7 H 8 OjONOH. 


0. 52*97 per cent. 52*46 per cent. 

H. 4*81 „ 4*92 

N. 7*60 „ 7*65 

0. 34*62 „ 34*97 


This substance is formed from dehydracetic acid according to the 
equation— 

(WA + ]STH a *OH = C 8 H 8 0 3 (H0H) + H a O. 

This oxime is easily soluble in alcohol, benzene, and acetic acid, 
but only sparingly in cold light petroleum. The alcoholic solution 
gives an intense violet coloration with ferric chloride. Oderahoimei* 
(Ber., 17, 2087) has also prepared the oxime of dehydracetic acid. 
In addition to the properties given above, he found that the alcoholic 
solution was precipitated by silver nitrate, an unstable white precipi¬ 
tate of the silver salt being formed. He also prepared a barium salt 
by precipitating a neutral solution of the oxime with baric chloride. 


PhenylkydrazinedeJiydracetic Arid, 


C00H*0—0 (N' 2 H'C 6 H 5 ) —OH 
OHs-0-0-C-CH, ’ 


The phenylhydrazine-derivative of dehydracetic acid may bo pre¬ 
pared in several ways. It was first obtained by treating the sodium 
salt of dehydracetic acid with a solution of phenyl hydrazine acetate, 
and then acidifying with dilute sulphuric acid, but the easiest way of 
preparing it is to add an excess of phenylhyarazine to the warm 
alcoholic solution of dehydracetic acid, and then allowing it to stand. 
In a short time, a yellow crystalline solid separates out, which after 
collecting, well washing with alcohol, and recrystallising from alcohol, 
is easily obtained pure. 

Analysis:— 

0*2069 gram substance gave 0*1041 gram H a 0 and 0*4940 gram 
CO a . 

0*2634 gram substance gave 26 c.c. t = 18°, bar. = 719 mm. 


C 

H 

N 

O 


Found. 

65*12 per cent. 
5-59 „ 

10-79 „ 

18-50 


Theory. 

c 8 h 8 o^ 3 s-o 8 f 5 . 

65*12 per cent. 
5-42 „ 

10-85 „ 

18-61 „ 


99 
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This substance is formed from dehydracetic acid according to the 
equation— 

CsHaO* 4* liHjj’NH'CjHg = OaHgOs'^H'OjHs 4 H 3 0. 

When rapidly heated, it melts at 207° with decomposition, but when 
slowly heated it begins to decompose at 200°. It is moderately easily 
soluble in hot benzene, alcohol, and chloroform, but only sparingly in 
light petroleum. From the hot solution in benzene or alcohol, it 
crystallises on cooling in beautiful brilliant yellow crystals, which 
when examined under the microscope are found to have the following 
forms:— 



It dissolves with difficulty in ammonia and sodic carbonate solu¬ 
tions, and is reprecipitated by acids apparently unchanged. 

Haitinger (Ber. y 18,453) suggests that these products of the action 
of hydroxylamine and phenylhydrazine on dehydracetic acid may 
have constitutions different from those given above. He thinks it 
very probable that these basic substances may have acted in the same 
way as ammonia, producing compounds of the constitution— 

COOH-C-CO-CH COOHC-CO-CH 

|| || and |1 II 

CH s *0—(N0H)-C*CH3 CHs'C—(N aH'CaHa)—C'CH® 

This is quite possible, although improbable, and I hope by further 
experiments to be able to distinguish between these formulas. 

Action of Potash on Dehydracetic Add . 

In the introduction to this paper, I mentioned that the first change 
which dehydracetic acid underwent when treated with potash was 
decomposition into 2 mols. of acetoaeetic acid, thus :— 

C s H*0 4 + 2H a O = 2CH 3 # CO‘CH 2 *COOH. 

The experiments which were made to prove this were conducted in 
the following way:— 


2 l 2 
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Pure dehydracetic acid was first dissolved in a little dilate alcoholic 
potash, then an excess of a concentrated alcoholic potash solution 
added, and the whole allowed to stand for 14 days. The mass soon 
became brownish coloured and quite thick, but towards the end of 
the reaction it was again more fluid. The thick stage appears to be 
brought about by the separation of the potassium salt of dehydracetic 
add; this at a later stage gives place to the potassium salt of aceto- 
acetic acid, which is much more soluble. 

In order to isolate the product of the reaction, the whole is dis¬ 
solved in water, acidified with dilute sulphuric acid, and filtered from 
any unchanged dehydracetic acid which may separate out. The 
filtrate is then extracted several times with ether, the ethereal solu¬ 
tion washed with water, dried over calcic chloride, and evaporated at 
as low a temperature as possible. A small quantity of dehydracetic 
add, which generally crystallises out during this operation, can be 
easily removed by treating the residue with a small quantity of water- 
and filtering, when the dehydracetic add remains undissolved. The 
filtrate which contains the acetoacetic acid gives the characteristic 
violet coloration on adding ferric chloride. If this solution be 
extracted with pure ether, a small quantity of a yellowish-coloured 
oil is obtained, which shows all the reactions of acetoacetic acid. In 
order to obtain it as pure as possible, it was allowed to stand for some 
time over sulphuric acid in a vacuum, and then further characterised 
by distilling with water. In this way, carbonic anhydride was evolved 
and a distillate obtained, which, when treated with orthonitrobenz- 
aldehyde and dilute soda, gave the indigo reaction very distinctly, 
thus proving the presence of acetone. The acetoacetic acid had been 
decomposed into carbonic anhydride and acetone thus:— 

CHa*CO*CH a *COOH = CHs-COCHa + C0 2 . 

The quantity of acetoacetic acid obtained in this way is naturally 
very small, owing to its instability. 

It is an interesting fact that Conrad and Guthzeit (Ber , 20,152) 
also obtained a substance by the action of potash on ethylic dimethyl- 
pyronedicarboxylate, which gave a violet coloration with ferric chloride. 
They consider it probable that in this case acetoacetic acid was also 
produced by the hydrolysis. 


COOCEVC-CO—CH 
Methylic Dehydracetate , || [I 

CHs'C—0—C*CH S 


The methylic ether of dehydracetic acid used in the following 
experiments was prepared by Oppenheim and Precht’s method 
{Ber t , 9, 324), that is, by treating the silver salt of dehydr- 
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acetic acid with methyl iodide, and extracting the product with 
ether. The yield obtained in this way is far from satisfactory, owing 
to the difficulty of preparing the silver salt in a pnre condition, but 
np to the present I have not been able to improve on this method, the 
ordinary methods of etherification with alcohol and hydrochloric acid, 
Ac., being useless in the case of dehydracetic acid. It is, however, 
very essential, in preparing this methylic salt from the silver salt, to 
have all the materials scrupulously dry, otherwise no methylic salt at 
all is obtained. 

Methylic dehydracetate melts at 91°, as Oppenheim and Precht have 
shown. In experimenting with it, I have found it to possess most 
remarkable properties. It is easily soluble in water, producing a 
solution which has a decidedly acid reaction to litmus-paper. When 
treated with potash it is instantly saponified, even in the cold. If a 
solution of methylic dehydracetate (1 mol.) in pure dry ether is 
mixed with an ethereal solution of sodic ethylate (1 mol.), a pink 
sodium compound is precipitated, which, after being collected, well 
washed with ether, and dried over sulphuric acid in a vacuum, gave 
the following numbers on analysis :— 

I. 0*1440 gram substance gave 0*0476 gram Na 2 S0 4 . 

II. 0*2414 „ „ 0*0788 


hfa. 


Found. 



10*71 10*60 per cent. 


Theoiy. 

C 8 H 6 (Na) O4CH3. 

11*27 per cent. 


It is possible that this sodium compound has the formula 


OOOOH 3 *0—OO—CNa 
OhJ—O— 1-OH,* 


The hydrogen-atom of the CH-group in methylic dehydracetate 
may, on account of its position between the ketone-group — OO— and 
the ether-group EEC—O—CEE, have an acid character like the 
hydrogen-atoms of the CH 2 -group in ethylio acetoacetate. It does 
not appear possible, however, by acting on ethylic or methylic 
dehydracetate with ethyl iodide to obtain substituted dehydracetic 
acids (see Shibbye, Inaugural Dissertation , Wurabttrg, 1882, 
page 12), for this the sodium compound is too unstable. The sodium 
compound dissolves easily in water, forming a pinkish-coloured 
solution. On quickly adding acid to this and extracting at once with 
ether, I once succeeded in obtaining colourless crystals melting at 
85—90°, and which consisted probably of impure methylic dehydr¬ 
acetate. On repeating this experiment several times, however, I have 
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since always obtained an uninviting brownish resin, which resisted 
all attempts to get it in a crystalline form. 

COOCHs-C-CO-CH 

MethuUc Phenylkitidonecarhoxylate, II II , 

CHs-C—NCOHs)—C-CEk 
OH—CO—CH 

and PhenyUutidone, II || 

CH 3 -C—H(C6H 5 >-C-CH3 

Methylic dehydracetate when treated with aniline is converted 
almost immediately into methylic phenyllntidonecarboxylate and 
phenyUntidone, as described in the introduction. In order to effect 
this change, pure methylic dehydracetate dissolved in a little methyl 
alcohol, is mixed with about twice its weight of aniline, and warmed 
gently for about 15 seconds to 50°. An equal bulk of water is then 
added, and the whole allowed to stand in a cool place for 12 hours. 
At the end of this time, it is found that a small quantity of a 
substance crystallising in long, colourless needles has separated. 
This, after collecting, washing with water, and once recrystallising, is 
easily obtained pure. 

The analysis gave the following numbers:— 

0*1472 gram substance gave 0*0775 gram H a O and 0*3750 gram 
CO* 

Theory. C 15 H 1 S N' 03 . Found. 


C. 70*04 per cent. 69*6G per cent. 

H. 5-83 „ 5*69 


Methylic phenyllutidonecarboxylate is insoluble in sodic carbonate 
solution. On boiling with alcoholic potash, it is easily saponified, a 
colourless acid being* produced, which has, however, not yet been 
further examined. 

The principal product of the action of aniline on methylic dehydr¬ 
acetate is, however, not methylic phenyllutidonecarboxylate, but a 
substance which remains dissolved in the mother-liquor after this 
has crystallised out. If these mother-liquors are evaporated on a 
water-bath, the solution becomes yellower and yellower, and at last 
quite deep orange-coloured. This is due to the formation of a 
colouring matter, and if the evaporation is carried on to dryness, a 
reddish amorphous mass with a magnificent green lustre remains, 
which appears to be this colouring matter in an almost pure state. 
Ho attempt has been made to isolate and purify this substance, owing 
to the small amount of material at command. 

In order, however, to avoid the formation of this colouring matter, 
the solution was first acidified with dilute hydrochloric acid, and then 
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evaporated almost to dryness on a water-bath. The yellow colouring 
matter does not appear to be formed when acid solutions are 
employed, the residue left on evaporation being an almost colour¬ 
less syrup, which did not crystallise after standing for some hours. 
The whole was therefore rendered slightly alkaline by the addition of 
potash solution and allowed to stand in a cool place for some hours. 
After about six hours, a quantity of needle-shaped crystals had 
separated, which, when collected, washed with a little water, and 
recrystallised from this solvent, were easily obtained pure. 

Analysis:— 

0*1392 gram substance gave 0*0838 gram H 2 0 and 0*4023 gram 
CO*. 

Theory. 

0 13 H 18 N0. Found. 


C. 78*39 per cent. 78 82 per cent. 

H. 6*54 „ 6*65 


This substance is plimyllutidone. 

Phenyllutidone melts at 196—197°. It is easily soluble in warm 
water and alcohol, less so in benzene. From the hot solution in 
water or benzene, it crystallises on cooling in colourless needles. This 
substance is identical with the phenyllutidone obtained by Conrad and 
Quthzeit ( Ber ., 20, 161), by heating phenyllutidonedicarboxylic add 
at 270°. The platinochloride is easily prepared by adding platinum 
chloride to the solution of phenyllutidone in hydrochloric acid. It is 
thus obtained as a yellow powder, which crystallises from water in 
yellow needles; these, when examined under the microscope, are 
found to have the following forms:— 



Analysis:— 

0*3017 gram substance gave 0*1080 gram H a O, 0*4286 gram CO*, 
and 0*0726 gram Pt. 
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Theory. 

(O13H13N 0 ) gjHgPtClg. 


0. 38‘52 per cent. 

H . 3*46 

Pt. 24-32 „ 


Pound. 

38 68 per cent. 
3 97 „ 

24-09 


Tins platinochloride lias also been prepared by Conrad and Guthzeit 
from their phenyllntidone from phenyUutidonedicarboxylic acid. 
Both salts were found to be identical, not only in appearance but also 
in behaviour. 

I am at present engaged on further experiments on dehydracetic 
acid, the results of which I hope to be able to bring before the Society 
in a short time. 


XLVIIL —A Contribution to the Study of Well Waters. 

By Robert Warington, P.R.S. 

During recent years determinations have been made of some of the 
more important constituents of the rain and drainage waters collected 
at Rothamsted; the results of these determinations have been in 
great part already published.* Still more recently a systematic 
examination has been made of some of the deep well waters of the 
same district. It is proposed in the present communication to bring 
together these results, and to trace the connection between the com¬ 
position of rain, drainage, and deep well waters. It is hoped that in 
this way some light may be thrown on the natural history of well 
waters. 


Bain Water. 

The primary source of all drainage and well water is rain. Tho 
rain has been systematically collected at Rothamsted since 1853 in a 
large gauge having an area of 1-lOOQth of an acre. Details as to the 
quantity of rain collected, and respecting the investigations into its 
composition carried on at Rothamsted, and also by Professor Way, 

* “ The Amount and Composition of the Rain and Drainage Waters collected at 
Rothamsted, by Sir J. B. Lawes, Dr. J. H. Gilbert, and R. Wanngton ” (Jour. 
Boy. Agri. 80 c ,, 1881, 241, 311; 1882,1). Also “ New Determinations of Am¬ 
monia, Chlorine, and Sulphuric Acid, in the Rain Water collected at Rothamsted, 
by Sir J. B. Lawes, Dr. J. H. Gilbert, and R. Wanngton ” (Jour. Boy. Agri. Soc , 
1883,313). 
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and by Dr. E. Frankland, will be found in the Rothamsted Reports 
already referred to. It will suffice for onr present purpose to notice 
the average amount of some of the constituents of the rain water, as 
determined in the Rothamsted Laboratory. 


Table I.— Chlorine, Sulphuric Anhydride , and Ammonia in Bain 
Water at Bothamsted , Herts, 

1. Chlorine, Average of Nine Tears, 1877-86. 


January... 
February . 
March. ... 

April. 

May. 

June. 

July. 

August ... 
September 
October... 
November 
December. 


Chlorine. 




inches. 

Per million 
of rain. i 

Pounds per 
acre. 

2*24 ! 

3*35 

1*70 

2*61 

2*65 

1*56 

1*40 

3*48 

1*10 

2*45 

1*77 

0*98 

2*48 

1*43 

0*80 

2 *72 

1*15 

0*71 

2*70 

0*82 

0*50 

3*01 

1*06 

0*72 

3*00 

1*22 

0*83 

3*86 

2*73 

2*04 

3*30 

2*68 

2*00 

2*38 

2*71 

1-46 



16*36 

15*29 


Whole year 


31*65 


2*85 

2*01 


4*54 

9*86 

14*40 


2. Sulphuric Anhydride, Average of Five Years, 1881-86. 
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3. Ammonia, Average of Five Tears, 1881-86. 



Rainfall, 

inches. 

1 

Nitrogen as ammonia. 


Per million 
of ram. 

Pounds per 
acre. 

January. . . 

2*77 

0*29 

0*181 

JS^hniary.. 

2*25 

0*28 

0*140 

‘M’n.r/'h _ ( ... _ T 

1*43 

0*48 

0*155 

April....». 

2*21 

0*48 

0*242 

i. 

1*77 

0-47 

0-188 

June. 

2*61 

0 *44 

0*258 

Julv .. .. 

2* 18 

0-48 

0*236 

August. . 

2-88 

0*39 

0*210 

September •«. 

3 01 

0*30 

0*204 

October . 

3*71 

3 25 

0*26 


November .. 

0-23 

H 

December .. . 

2*65 

0-34 



April — September .. 

14*16 

0-42 

1*338 


October —Ma-reh .............. 

16-06 

0*29 

1*068 


Whole year .................. 

30-22 

0-35 

2-406 



1. Chlorine .—The amount of chlorine present in the rain water at 
Rothamsted during each month of the year, on an average of nine 
years, is given in Table I; the same amounts are graphically 
depicted in the following Chart. The average proportion of chlorine 
is 2*01 per million of rain; this proportion, with a rainfall of 31*65 
inches, amounts to 14'4 lbs. per acre in a year, which is equivalent to 
24 lbs. of pure sodium chloride. The monthly averages of the amount 
of chlorine given in the table exhibit considerable variations at 
different seasons of the year. The amount of chlorine in the six 
winter months (October to March) is indeed rather more than twice 
as great as it is during the summer half of the year. There is a 
plainly marked minimum in July; the amount of chlorine rises 
pretty regularly on each side of this month. 

At Cirencester the amount of the chlorine has heen determined in 
half-yearly mixtures of the rain for 16 years (Trans., 1887, 92). 
Omitting one very abnormal half-year, the average proportion of 
chlorine is 3*25 per million, and the annual quantity 24*4 lbs. per 
acre, equivalent to 40‘3 lbs. of sodium chloride. The average rainfall 
was 3S a 31 inches. The winter rain contained more chlorine than the 
s umm er rain, but the difference is not nearly so considerable as at 
Rothamsted. The much larger amount of chlorides found at Ciren- 
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cester than at Botham sted is clearly due to the position of the former 
locality in the west of England, and to its being nearer the sea. 

Many determinations of chlorine in rain water from various parts 
of the United Kingdom have been made by Dr. Angus Smith (“ Air 
and Bain; the beginnings of a Chemical Climatology,” 1872). More 
recently the chlorine in rain water collected in London has been 
determined by Dr. W. J. Bussell (Appendix to u Monthly Weather 
Beport,” April, 1884). All these determinations refer, however, only 
to special samples of rain water, and do not supply data for cal¬ 
culating the average proportion of chlorine in the whole rainfall of 
the year. Dr. A. Smith gives 3’88 per million as the average pro¬ 
portion of chlorine in the rain water of inland country places in 
England; and 3*28 per million as the proportion, for similar districts 
in Scotland. In towns, or near the sea, the proportion is considerably 
higher. 

2. Sulphuric Acid ,—The average proportion of sulphuric anhydride 
in the rain water at Bothamsted, during five years, has been 2 52 per 
million. This proportion, with a rainfall of 30*22 inches, amounts to 
17*26 lbs. per acre per annum. The quantity in summer and winter 
is very similar. 

Many determinations of sulphuric acid in particular samples of rain 
water have been made by Dr. Angus Smith, and by Dr. W. J. Bussell. 

3. Ammonia ,—The determinations of ammonia in the monthly 
rainfall at Bothamsted give an average proportion of 0*35 of am- 
moniacal nitrogen per million of rain water, on an average of five 
years. This proportion amonnts to 2*4 lbs. per acre in the year, with 
a rainfall of 30*22 inches. There is, on the average, a distinct excess 
of ammonia in the summer months, but the series is too short to 
exhibit any regular order throughout the year. 

Determinations of ammonia in rain have also been made by Dr. 
Angus Smith, and Dr. W, J. Bussell. 

4. NvbriG Acid and Organic Nitrogen ,—The determinations of nitric 
acid in the Bothamsted rain made by Way and Frank!and, showed 
the amount of nitrogen in this form in the annual rainfall to bo about 
1 lb. per acre. The nitrogen as organic matter found by Frankland 
amounted also to about 1 lb. per acre per annum. These amounts 
are approximate only, as in Frankland’s analyses no complete year’s 
rainfall was examined. Eew determinations of nitric acid are now in 
progress at Bothamsted. 

The total combined nitrogen in the annual rainfall appears from the 
figures at command to he abont 4*4 lbs. per acre, or (with a rainfall of 
29 inches) 0*67 per million of rain.* 

* I cannot conclude the above brief notice of the composition of rain water 
without calling attention to the excellent work on this subject carried out by Prof. 
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Drainage Waters. 

Of the rain which falls upon a soil a considerable portion is 
evaporated, either from the surface of the soil, or through living 
vegetation. When the amount of rain exceeds the amount of water 
evaporated from the land, a portion of the rain water passes down¬ 
wards through the soil, and appears as drainage water. The com¬ 
position of this drainage water is the main factor which determines 
the composition of well waters. In the investigations at Hothamsted 
the composition of drainage waters both from uncropped and un- 
manured land, and also from land both cropped and manured has 
been ascertained. 

Drainage Water from Uncropped and Unmanured Land. 

The three drain-gauges at Rothamsted are fully described in the 
paper already cited. They consist of rectangular masses of soil, 
having an area of l-1000th of an acre, and depths of 20, 40, and 60 
inches. These masses of soil were part of an arable field; they were 
isolated without being disturbed. They are supported below by 
perforated iron plates, and are surrounded by walls of brick and 
cement. The water percolating through these soils is collected and 
analysed. The soil is in every case a heavy loam, mixed with flints, 
and having a clay subsoil; it has been unmanured since 1870, and 
has been kept free from vegetation. 

1. Amount of Drainage .—The amounts of drainage from the three 
drain-gauges are very similar. As the drainage from the deepest 
soil (5 feet) will most nearly represent the supply passing down¬ 
wards to the wells, we shall confine attention chiefly to this. 

In Table II we have the average rainfall, and the averago amount 
of drainage through 5 feet of soil during the last 16 years, 1871-86. 

It appears from these figures, that with an average rainfall of 
31*04 inches, there has been an annual evaporation of 17*09 inches 
from the surface of the bare soil, while an average of 13*95 inches 
has percolated to a depth exceeding 5 feet, and appeared as drainage. 
Evaporation is naturally most active during the summer months, and 
the amount of drainage is then at a minimum. With October the 

Or. Gray at Canterbury College, Lincoln, New Zealand, during 1884 and 1885. The 
average composition of the rainfall at Lincoln in these two years he found to bo: 
Chlorine, 7'74; sulphuric anhydride, 2*01; ammoniacal nitrogen, 0'12; nitric 
nitrogen, 0*14; albuminoid nitrogen, 0* 09; total dissolved matter, 28*6 per 
million. These numbers are the true averages, and are not the mean of the 
monthly determinations. The average rainfall was 25 ‘29 inebos It is interesting 
to note that, as in England, the chlorine is most abundant in the winter months, 
^although the winter at Lincoln is actually at the time of our summer. 
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period of considerable drainage commences, and continues till the end 
of February. In these five winter months the average drainage has 
amounted to 9*44 inches, while in the remaining seven months of the 
year the drainage has been but 4*51 inches. It is by the autumn and 
winter drainage that the supply of water to the wells is chiefly 
effected. 

The dependence of the proportion of drainage on the amount of 
evaporation is strikingly seen if we compare summer and winter 
months having a similar rainfall. Thus in August, with 2*50 inches 
of rainfall, 1*97 inch evaporates, and 0*53 inch appears as drainage; 
while in December, with 2*55 inches of rainfall, the proportions are 
reversed, only 0*61 inch* evaporates, and 1'94 inch appears as drainage. 

The very variable distribution of rain throughout the year in 
different seasons, and the consequent irregular distribution of drain¬ 
age, are illustrated by the characters of the individual seasons 
recorded in Table IV (p. 511). So irregular indeed lias been the 


Table II.—The Average Monthly Rainfall , Evaporation, and Drainage 
through 5 feet of hare Soil . 



April. 

May.. 

June .. 2*56 

July. 2*88 

August. 2*50 

September. 2 *98 

October. 3*39 

November. 3 *13 

December ...... 2 *55 


Water 
ovaporalod, 
or retamed 
by the soil; 
average of 
16 years. 


Water 
probably 
appearing 
as drainage 
with normal 
rain. 



January. 2*69 2*10 2*58 0*59 1*99 

February. 2 *25 1 *00 1 *86 0 *63 1*21 


March—Sept. 17*03 4*51 16*29 1?*52 3*77 


Oct.—Feb.I 14*01 9*44 12*37 4*48 7*89 


Whole year. 81*04 13*95 28 06 17*00 11*66 


* The average of 15 years, 1871-85, is 0*52 inch. This will bo nearer the truth 
than the average of 16 years, as in December, 1886, tbe snow falling m that month 
molted in the following, and thus disturbed the relation of rain to drainage, 
t Average of 15 years, 1871-85* 
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-distribution of ram, that the average results of the last 16 years do 
not quite accurately express the normal amounts of rain and drainage 
We shall obtain a more exact notion of the normal monthly drainage 
from a bare clay soil like that filling the drain-gauges, by taking the 
average monthly rainfall during 34 years, as determined at Botham- 
sted, and deducting from this the monthly evaporation from tho soil 
shown in the 16 years’ observations of the soil in the drain-gauge. 
This mode of calculation gives the distribution of drainage through¬ 
out the year with more correctness, in consequence of the greater 
constancy of evaporation than rainfall. The results of this calculation 
are shown in Table II; they will be found graphically depicted in 
the Chart opposite p. 514. 

Before leaving this part of the subject it must be noticed that the 
proportion of rain appearing as drainage in the Bothamsted drain- 
ganges has nndergone a distinct increase during the later years of the 
experiment, a result possibly due to some alteration in the physical 
conditions of the soil. 

2. Composition of Drainage Water .—In Table III we have the 
average monthly amonnt of chlorine and nitric nitrogen in the drain¬ 
age waters from the shallowest and deepest of the drain-ganges; the 
figures given are the average of nine years, June, 1877, to May, 1886. 

The drain-gauges having been constructed in the antumn of 1870, 
the soils they contain had nndergone washing by rain for seven years 
before the exact sampling of the drainage water commenced. Some 
analyses of the earlier drainage waters will he found in the paper 
on Bain and Drainage already referred to. The proportion both of 
chlorides and nitrates was decidedly greater m the eailier samples 
than it is at present. 

The total quantity of chlorine in the yearly drainage from tho soils 
of the dram-gauges is seen to be practically identical with that 
present in the annnal rainfall. The chlorine in tho drainago waters 
from the two drain-ganges averages 14*63 lbs. and 14*05 lbs, per 
acre; while that in the rainfall during the same period is 14*40 lbs. 
It is evident, therefore, that any chlorides originally belonging to tho 
soils of the drain-ganges have been thoroughly washed out, and tho 
quantity now present is entirely due to the amount suppliod by tho 
ram. Though the total quantity of chlorine in the drainage waters is 
identical with that in the rain, the proportion of chlorine per million 
of water is nearly doubled; that in the rain being 2*01, and that in 
the drainage water 3*9 per million. This increase in the proportion 
of chlorine is a natural consequence of the evaporation that has taken 
place from the soil; nearly one-half of the rainfall has evaporated 
from the bare nncropped soil, and the proportion of chlorine found in 
the drainage water is thus almost double that in the rain. 
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STUDY OP 'WELD WATERS. 507 


s 

So 

i 

II 

60-in. 

gauge. 

COOO505tHiHVOC5CCl>0pCO 

eqn»T}icbrHoouaoacDt>^ico 

090909090000000909090909 

1 

1 

265 

S 

09 

o 

•3 |) 

s §> 

eooooOMH'flio^aiso 

0 

<M 

1 

1 

8 

09 

Nitrogen as nitrates. 

i 

It 

«-^8g8§8SSgSSSl 

pH rH09rHrHr-IC9COiQiO'^'<JJ'i 

10 

<p 

CO 


CD 

04 

* 

fc 

00 

CO 

1 

P4 

•? i 

A 3 

C9 §0 

.OJ>t*05C9coe9U5©r-irHCD 

j»OOCpipip*Ht-©CO©»HCOa5 

’"" l OrHrHrH<MCO)OCOCD'<tfoOCO 

CO 

cp 

iO 

00 

a 

« 

8 

00 

09 

8 

Per million of 
water. 

II 

QOQ(o^9ipNOr>cQO 

COO>C303COCOCO»HrHOa>Oi 

riHHHHH 

C5 

CO 

a 

CO 

0 

rH 

JO 

a 

It 

cqwaD^^o^cpNajtHco^ 

^Dooooo5waxoj>coo6iJc-^* 

r-i rH r-i rH rH 

CO 

do 

«5 

CD 

rH 

t'- 

05 

CO 

a 

Chlorine. 

g 

g & 

§r 

.VQOHHNNCISCON^ION 

jg»oopr«-co«si>oai>.iH^.cpop 

h OOOOOOOHNHHH 

£ 

09 

09 

04 

09 

CO 

rH 

05 

8 

3 

8& 

.C9OiOrHrH*^05V5 00C000rH 
jn \a 00 JS 9 QD X> O 00 H U5 iH 

h OOOOOOHH«HH^ 

8 

04 

09 

9 

05 

CO 

CO 

3 

cm 

O 

P9 

li 

CO So 

099 a>opr^ao©tHoaoooo 

tPoo^iootPoocooO’^cocqoo 

cp 

CO 

00 

CO 

05 

CO 

05 

CO 

4 i 
a 1 

9999 ^ 9990 . oat -9 

^coTpco^oocracooocoooTff 

05 

00 

IX) 

00 

<9 

00 

05 

09 

-p © 

U9 

.s i 
§ | 

.H0OO3-fl-fnoqi»Oe4C»^Hl^ 

B99Sts9909«99H 

•°00b000HHMHHi| 

a 

09 

8 

09 

fe 

s 

8 

a 

i 

4 

II 

g&gg^3aa?8ss 

°boOOOHH««NHW 

9 

00 

'S 

05 

05 

09 

8 

S 

s 

10 

co 

s 

Bain- 

fall. 


a?5Sfgg$888§Sg 

■'-iH©9 09 o909eoco©5co©9©4C9 

c 

00 

9 

CO 

rH 


: : : : : : S : §3 • si 

3 Jtw 0 'p Jf S* « ^ § *© 

H *< H h# Hs ^ eg 0 ft 

1 

2 

i 

I 

1 

•A 

{xj 

1 

i 


























































508 


mRINGTON: A OONTMBTJTION TO THE 


The distribution of the chl orine throughout the year is apparently 
almost entirely governed by the amount of the drainage, the propor¬ 
tion of chlorine per million of water, saving a rather high figure for 
July, being fairly uni form in every month. The well marked winter 
maximum of chlorine in the rain water is in fact neutralised by the 
smallness of the evaporation at this period of the year; while the 
small proportion of chlorine supplied by the rain in summer is 
magnified by the large evaporation from the soil which then takes 
place. 

The amount of chlorine in the drainage water we have just seen to 
be identical with that furnished by the rain; when we turn to the 
nitrogen occurring in the drainage water the case is very different. 
The total quantity of combined nitrogen in the annual rainfall we 
have seen to be about 4*4 lbs. per acre. The nitrogen in the form 
of nitrates in the drainage waters from the two unmanured and 
uncropped soils amounts to 40*23 lbs. and 38*77 lbs. per acre. The 
drainage waters contain mere traces of ammonia. A small quantity 
of organic nitrogen, equal to about 2 lbs. per acre per annum, is 
shown by JFrankland’s analyses of early samples of those waters. 
The total amount of combined nitrogen in the drainage waters is 
thus about 40—42 lbs. per acre per annum. 

The large production of nitrates in the soils of the drain-gauges is 
due, as iB now well known, to the oxidation of the nitrogenous 
organic matter of the soil, brought about through the action of a 
bacterium. This nitrogenous organic matter of soil consists chiefly 
of the accumulated residues of previous vegetation. Determinations 
of nitrogen in the soils forming the drain-gauges showed the presence 
of 3500 lbs. of nitrogen per acre in the first 9 inches, and about 
13,000 lbs. to the depth of 60 inches. 

The subject of nitrification has been already on several occasions 
brought before the Chemical Society (Trans., 1878, 44; 1879, 429; 
1884, 637; 1885, 758; 1887, 118). Numerous investigations have 
also been made at Bothamsted on the amount of nitric acid occurring 
in agricultural soils of known history ( Chem . Soc. Trans., 1882, 
351; Jour. Boy. Agri. Soc., 1883, 331; Chem. Soc . Trans., 1885, 
380). We need only on the present occasion refer to those facts con¬ 
cerning the process of nitrification in soil which directly influence the 
composition of the drainage and well waters we are considering. 

The average monthly composition of the drainage waters given in 
Table III, shows that nitrification proceeds in the soil with very 
different energy at different periods of the year. Looking first at the 
drainage from the shallowest soil (the 20-inch drain-gauge), we see 
that the minimum contents of nitrates, 6*2 of nitrogen per million, 
occurs in March; from this point the amount slowly rises to 9*4 per 
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million in June. A great leap to 15*5 per million occurs in July, and 
tlie maximum for the year, 17*6 per million, is reached in September. 
After this month the proportion of nitric acid gradually declines, till 
the minimum is again reached in March. These proportions of 
nitric nitrogen in the drainage water represent the average of nine 
years’ results; in individual seasons, the periods of maximum and 
minimum, and fcheir relative values, are more or less varied. It may 
be taken, however, as a rule, that in every season the maximum pro¬ 
portion of nitrates in the drainage water occurs in the first month 
after July in which a considerable amount of drainage takes place. 

The cause of the regular alteration in tho proportion of nitrates in 
the drainage waters at different seasons of the year is clearly due to 
the infl uence of temperature on tho process of nitrification. Summer 
is the season in which nitrification chiefly occurs in the soil; the 
nitrates of the autumn and winter drainage largely consist of nitrates 
formed in the soil during the summer, which are washed out when 
the period of active drainage sets in. Tho time of year when the 
minimum strength of the drainage water occurs, and the proportion 
of nitrates at this period, will depend very much on the amount of 
washing which tho soil^undergoes. 

Some notable differences occur between the composition of the 
drainage water from 20 inches and 60 inches of soil. The greater 
depth, and therefore bulk, of the latter soil, equalises to a remarkable 
extent the strength of the drainage water. With the 20-inoh drain- 
gauge, we have an average variation in strength from 6 2 to 17*6 of 
nitric nitrogen per million of drainage water in different months of 
the year; with the 60-inch drain-gauge, the variation is only from 8*9 
to 13*9. We may thus safely infer that at a greater depth the 
composition of the drainage water would be uniform throughout tho 
year; this would at least ho the case if tho drainage occurred entirely 
through the mass of the soil, and no water camo directly from tho 
surface through open channels. At different times of the year 
drainage coming directly from the surface will bo much stronger, or 
much weaker, than the general discharge from the saturated soil * 
The general presence of fissures and channels in the soil must be 
always taken into account when studying tho phenomena of polluted 
wells. 

The quantity of nitrates which passos away in the drainage waters 
is naturally governed in great measure by the quantify of the 
drainage. We have already seen that the principal amount of 

* The difference in composition, under varying conditions, of water derived from 
the general drainage of the soil, and of that coming directly from tho surface, ib 
discussed, with numerous illustrations from tho Rothamsted experiments, in the 
paper on Ram and Drainage already referred to. 
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drainage occurs between October and February. The period of most 
active drainage thus commences soon after the soil has attained its 
maximum contents in nitrates; a double maximum of intensity and 
quantity thus generally occurs in the autumn months, and the 
discharge of nitrates at this season is in consequence very consider¬ 
able. In the case of the shallowest soil (20 inches), October is, on an 
average, the month in which the greatest discharge of nitrates takes 
place. With the deepest soil (60 inches), the maximum discharge is 
in November; the greater bulk of soil inducing a longer retention of 
the nitrates. In the five months, October to February, 62 6 per cent, 
of the whole annual discharge of nitrates appear on an average in 
the drainage from the deepest soil; while in the remaining seven 
months only 37*4 per cent, appear. The average monthly proportion of 
nitrates in the drainage waters from the shallowest and deepest drain- 
gauges, with the actual quantities of nitric nitrogen discharged, are 
graphically depicted in the accompanying Chart. 

In Table IY will be found the quantity of drainage through the 
60-inch drain-gauge, and its contents in nitrates, during the years 
1877-£6; this will furnish ample illustration of the characters and 
variations of individual seasons, during some of which the alterations 
in composition taking place in deep well waters were also studied. 

3. General Conclusions .—The general bearing of the facts now 
mentioned upon the character of the drainage waters which furnish 
the supply to wells may he briefly summarised as follows:—If the 
land forming the surface of a large drainage area was without 
vegetation, and unmanured, aud the soil similar to the Rothamstod 
loam; if, moreover, the rainfall was similar in quantity and composi¬ 
tion to that of Rothamsted, then the water passing downwards to 
form deep well water would contain about 4 per million of chlorine, 
and 10 to 11 per million of nitrogen as nitric acid. The quantity of 
water in the wells would vary, the maximum depth of water 
. occurring at some later date than the period (October to February) 
of maximum drainage from the surface. The composition of iho 
water would, however, remain constant throughout the year, excepting 
the percolation took place in part through open channels communi¬ 
cating directly with the upper soil. With soils more or less nitro¬ 
genous than that at Rothamsted, the proportion of nitric acid in the 
well water would vary; but the proportion of chlorine would be con¬ 
stant, unless the composition of the rain water, or its degree of 
concentration by evaporation from the soil, were affected. 
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Drainage Water from Gro\yped Land. 

By far the larger portion of the land forming drainage areas is 
covered either continuously, or at certain seasons of the year, by some 
natural or artificial vegetation. 

1. Amount of Drainage .—The first influence of vegetation upon 
drainage which we have to notice is that it greatly diminishes the 
proportion of rain percolating through the soil, by increasing the 
amount of evaporation from the surface. The increase in the amount 
of evaporation is principally confined to the growing period of vege¬ 
tation, and is determined by the transpiration of water through the 
plant. The more vigorous is the growth of a plant, the larger will 
be the quantity of water which it transpires. We have seen, from tho 
results of the drain-gauges, that with an uncropped soil only a small 
proportion of the total drainage occurs, on an average, in the summer 
months. In the case of a soil bearing a vigorous crop, drainage is, 
in our climate, entirely suspended during summer, excepting tho 
rainfall is unusually heavy and continuous. The turfed drain-gauges 
of Mr. J. Evans, and of Mr. Greaves, show hardly any percolation 
during the summer months. In the former drain-gauge, on an 
average of 15 years, 1860-1 to 1874-5, with a rainfall of 25*55 inches, 
the total drainage in the six months, April to September, amounted 
to 0*35 inch, or 6*3 per cent.; while the winter drainage was 5*23 inches, 
or 93*7 per cent, of the whole. In Mr. Greaves’ turfed drain-gauge, 
on an average of 14 years, 1860-73, with a rainfall of 25*72 inches, 
the drainage during the summer six months was 0*73 inch, or 9*7 per 
cent,; and in the winter six months G*85 inches, or 90*3 per cent. 

A further illustration of the distribution of the drainage from 
cropped land throughout tho year is afforded by the number of 
runnings of the drain-pipes in Broadbalk field at Rothamsted. This 
field has grown wheat continuously since 1843-4. Each plot is pro¬ 
vided with a drain-pipe, 2—3 feet below tho surface. The ends of 
these drain-pipes are uncovered, their runnings are recordod, and 
during the last eight years the drainage waters have been systemati¬ 
cally analysed. The total daily runnings of tho drain-pipes of two 
plots in each month during 20 years, 1807-86, are given in Table V. 
One of these plots is permanently unmanured, the other recoives a 
complete manuring. The spring, summer, and early autumn runnings 
of the drain-pipes are fewest on the plot which bears the highest crop, 
and therefore evaporates the largest quantity of water. 

A further result of the greater evaporation from a cropped soil 
during summer, is that the winter drainage commences at a later 
period. From the uncropped soil of the Rothamsted drain-gauges 
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Table Y. —The Average Produce of Two Plots in Broadbalh Wheat 
Field , with the Total Daily P/mnmgs of the Drain-pipes of these 
Plots during 20 Years, 1867-86. 



Plots 3 and 4, 
unmanured. 

Plot 7, manured. 

Total produce per acre. \ 
Average of 20 years. J. 

1718 lbs. 

5315 lbs. 

Runnings of drain-pipes— 




18 

14 


17 

15 

May. 

14 

11 

June. 

14 
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July. 
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August. 
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September . *... 
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October... 

35 

26 

November. 

59 

53 

December. 

60 

64 

January. 

61 

66 

February. 

42 

45 

March—September. 

86 

6fc 

October—February... 

257 

254 

"Whole year... 

343 

318 


there is, on an average, a large drainage in October, the amount is 
maintained in November, and further increases in December and 
January, the last-named month yielding the maximum for the year 
(Table II, last column, p. 505). The turfed drain-gauge of Mr. Greaves, 
at Lee Bridge, shows a considerable increase of drainago in October; 
but the maximum comes much later, the drainage of October being to 
that of January as about 1:4; while with the uneroppod soil at 
Rothamsted, the relative proportion of the drainage of the same 
months (assuming a normal rainfall) is about 8 : 4. In the case of 
fallow land we have already seen that the period of active drainage is 
five months, October to February. In the case of pasture, or of land 
carrying an autumn crop, it will be more accurately four months, 
November to February. Land carrying cereals, or other summer 
crop, will have a drainage lying between these extremes. The curves 
of the drainage from the cropped and uncropped drain-gauges are 
given on the opposite page, and also a curve representing approximately 
the drainage of the wheat land (mean of the two plots mentioned in 
Table Y) ; this latter is intermediate in character between that rep re- 
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senting the drainage of bare soil, and that representing the drainage 
from Mr. Greaves’ tnrfed soil. The summer drainage shown by 
the runnings of the drain-pipes in the wheat field is somewhat above 
the truth, a running of a drain-pipe in summer implying less water 
than a running in winter. In comparing the three curves it must be 
recollected that the rainfall at Lee Bridge is somewhat smaller than 
that at Rothamsted. 

2. Composition of the 1 Drainage from Wheat Land .—We turn next 
to the influence of vegetation on the composition of the drainage 
water. 

As the presence of Vegetation greatly increases the amount of 
evaporation from the land, it would determine a greater degree of 
concentration in the drainage water, if none of the constituents dis¬ 
solved in the water were removed by the growing vegetation. Both 
of the constituents, hoWever, to which our attention is at present 
directed—the chlorides and the nitrates—are freely taken up by 
plants. The absorption of the first is to some extent limited; for, as 
it is not deposited m the plant tissues, the proportion of chloridos in 
the sap soon becomes greater than in the solution surrounding the roots, 
and then, as far as the operation of diffusion is concerned, the 
tendency will rather be for chlorides to leave the plant than to enter 
it. In the case of the nitrates, however, there is a rapid assimilation 
of the nitrogen after the entrance of the nitrates into the plant, and 
while this action continues the absorption of nitrates through the 
roots proceeds without check. 

The analysis of the waters delivered by the drain-pipes underlying 
the plots of the experimental wheat field at Rothamsted affords 
information as to the composition of the water percolating through 
the soil at different times of the year. A detailed history of the field, 
and the composition of the drainage waters from the various plots, 
will be found described in the paper on Rain and Drainage, already 
mentioned. We shall consider, for our present purpose, first, the 
composition of the drainage water from the permanently unmanured 
wheat land; and secondly, the composition of the drainago from 
wheat land annually receiving farmyard manure. The composition of 
these drainage waters will be found in Table VL The results are 
graphically represented in the Chart opposite p. 518. 

Looking first at the average composition of the drainago water 
from the unmanured wheat land, we see that during eight years the 
average proportion of chlorine has been 6 por million. We have 
already seen (Table III) that during the last nine years the average 
proportion of chlorine in the drainage from an unmanured hare soil, 
has been 3*9 per million, while the proportion of chlorine in the rain 
(Table I) was 2 per million. If, therefore, we disregard the small 
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Table VI.— Chlorine , and Nitrogen as Nitrates, in the Drainage Water 
from Wheat Land at Robhamsted. 


1. Unmanured 42 years. Average of Bight Tears, 1878-86. 



Runnings of 
drain-pipes. 
(Days.) 

Per million of water. 

Nitrogen to 
100 chlorine. 


Nitrogen as 
nitrates. 

Chlorine. 

"M’am’h . .. 

*7 

2-0 

4*5 

j- 43-5 

April.. 



4*3 

May. 

6 

! 0*8 

3*3 

]■ 12-7 

June. 

8 


2*9 

July... 

4 

0*0 

1*7 

| 5*2 

Alien inf,. 

6 

0*2 

2*4 

September.... 

5 

3*9 

9*0 

j 60-S 

October.. . 

20 

4-9 

9*3 

November .. 

25 


6*7 

} 61-1 

December . 

26 

5-0 

6*8 

January .. 

14 


4*8 

} 67-3 

February .. 

34 

4 1 

6*1 




M«.r*Vh— May ........... 

23 

1*6 

4*1 

39*3 

June — August .... ..... 

18 

0*1 

2*4 

4*5 

September — November. . • 
December — February .... 

60 

74 

4*0 

4*3 

8*0 

6*1 

49*8 

69*6 

Whole year . 

165 

3*4 


55*8 



2. Manured annually with 14 tons Farmyard Manure 42 years. 
Average of Eight Years, 1878-86. 


March.. 

April. 

May. 

June. 

July.. 

August.. 

September... 

October... 

November. 

December. 

January. 

February... 

1 

1 

2 

4 

0 

1 

2 

6 

7 

7 

10 

9 

4*5 

3*4 

1*8 

1*5 

0*1 

6*1 

7*7 

9*2 

5*6 

5*2 

7*8 

4*1 

4*6 

2*3 

0*5 

0*2 

9*2 

11*2 

10*3 

5*7 

7*7 

8*4 

1 

J 

1 

J 

1 

J 

1 

J 

1 

J 

\ 90-8 
\ 146-4 

60-0 
[■ 67-8 

[■ 93-8 
[■ 80-0 

“March—May...... 

4 

2*9 

3*3 

87*1 

June—August. 

5 

1*2 

0*4 

263-6 

September^-November... 

15 

8*2 

10*5 

77*9 

December—February.... 

26 

5*8 1 

7*4 

78-6 

Whole year. 

50 

5*8 

7 3 

79-7 
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3. Manured with Chloride and Sulphate of Ammonium 
in October, 1880. 


October. 

3 

14*0 

9G*7 

15 ’4 

November. 

4 

41*8 

49*0 

91 *4 

December.. 

3 

21-7 

23-2 

93*5 

February. 

3 

22-9 

19’4 

118*0 


amount of chlorine removed from the soil in the wheat crop,* we 
should conclude that, in round numbers, the rain had been concen¬ 
trated to half its volume by the evaporation from the bare soil, and to 
one-third its volume by the evaporation from the cropped soil. This 
conclusion will be, at all events, very near the truth. 

While the chlorine in the drainage has thus increased under the 
influence of a crop, the nitrates have considerably diminished. The 
drainage water from the uncropped land contained an average of 10*7 
per million of nitrogon as nitrates; in the drainage water from the 
unmanured wheat land the average is only 3*4 per million. 

In Table VI the attempt is made to exhibit tho average composi¬ 
tion of the drainage water from the wheat land during every month 
in the year. The number of analyses is at present insufficient to 
yield a smooth series of figures, but the general order of change 
throughout the year is plainly indicated. The irregularities are 
chiefly due to the fact that the composition of the drainage in any 
month varies much, according to the amount of washing the soil has 
already received. Thus the first running of drainage water after the 
cessation of drainage during the summer is always tho richost in 
chlorides, and frequently tho richest in nitrates; but this first running 
may occur in any month from September to February. It is obvious, 
therefore, that the normal progress of change between September and 
Fobruary can only bo ascertained from tho averago of many yours* 
analyses. In the graphic representation which follows, the autumn 
portion of tho curve has been smoothed by plotting the moan compo¬ 
sition of November and Docembor between thoso two months, and 
proceeding in tho same way with January and February. Tho com¬ 
position of the drainage waters during tho middle summor months is 
probably too low, at least as far as tho chlorides are concerned, as tho 
figures for these months aro largely obtained from runnings occurring 
in 1879, a year of oxce&sive and persistent rainfall, when tho soil was 
to a groat extent washed out. 

The general course of change in the composition of the drainage 
waters throughout tho year is, notwithstanding tho irregularities, 

# Tho amount of chlorine in tho ash of the unmanured wheat crop, during tho 
eight years in question, vvould average less than 1 lb. per aero. 
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very evident. As spring advances the proportion of nitrates in the 
waters rapidly diminishes, instead of increasing as in the case of the 
drainage from nncropped soil. When the spring is a very forward 
one, as in 1884, the nitrates may have disappeared from the drainage 
waters of the unmannred plot as early as March. In other years the 
disappearance takes place in April or May. In June it is rare to find 
nitrates in this drainage water. Out of the 18 samples of drainage 
collected in Jnne, Jnly, and August, only two contained any nitric 
acid. In September, the crop having been removed, the waters are 
sure to contain nitrates. The proportion of nitrates in the drainage 
now rapidly increases. In a wet season the maximum will occur in 
October. In a normal season the proportion of nitrates after October 
will diminish very gradually till March; the disappearance then 
becomes more rapid, the new wheat crop commencing to assimilate 
the food at its disposal. 

While the nitrates are going through this cycle of change, the 
chlorides are passing through a somewhat similar cycle. The 
chlorides in the drainage water are, however, only diminished, they 
are never wholly removed ; the proportion of nitrates to chlorides in 
the drainage water suffers in consequence a great diminution as 
summer advances, the former being assimilated to a greater extent 
than the latter. After harvest there is a wonderful rise in the 
amount of chlorides in the drainage water. It is difficult to explain 
this without assuming that a large part of the chlorides removed by 
the wheat plant from the soil has been returned to the soil during 
the withering of the stem and leaves. As there is no process corre¬ 
sponding to nitrification by which chlorides are produced in the soil, 
the proportion of chlorides in the drainage water diminishes during 
the washing of the soil in the winter months far more rapidly than 
the proportion of nitrates; the maximum ratio of nitrates to chlo¬ 
rides is usually reached in February. 

The number of analyses of drainage water from the plot manured 
each year (in October) with farmyard manure, is much fewer than 
that of the analyses of drainage water from the unmanured plot, the 
drain-pipe from the farmyard manure plot running very seldom; the 
monthly averages given in the table are consequently more irre¬ 
gular, and less to be depended on. The cycle of change throughout 
the year is evidently, however, quite similar to that presented by the 
water from the nnmanured plot, but the proportion both of nitrates 
aud chlorides iu the water is larger. The average amount of chlorine 
per million of water is 7’3. The average proportion of nitric nitrogen 
is 5*8 per million. The proportion of nitrogen to chlorine is thus 
higher in the drainage from the manured than in that from the un¬ 
mannred plot. 





To fm page 518. 
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The amount of farmyard mannre at a farmer’s disposal is so limited 
—about 1—2 tons per acre per annum—that its effect on the com¬ 
position of the drainage water of any district must be very small, and 
almost negligible. 

3. General Conclusions .—The information furnished by the drain¬ 
age waters from the wheat field at Rothamsted enables us to form 
some idea of tihe composition of the water passing downwards from 
land under cereal culture. With rainfall, soil, and crop like those 
during the eight years at Rothamsted, the drainage from unmanured 
wheat land would contain 6 per million of chlorine, and 3*4 per 
million of nitric nitrogen. These are, however, minimum figures, 
which would be exceeded in average seasons, and on average land. 
The eight seasons in question were in fact seasons of excessive rain¬ 
fall. If we might assume that the strength of the drainage water 
would vary inversely with the amount of drainage, then the drainage 
from the unmanured plot in the wheat field would in normal seasons 
contain about 8 per million of chlorine, and 4*5 per million of 
nitrogen as nitrates * This proportion of nitrates would be probably 
still below an average, for we have further to remomber that the soil 
of the unmanured wheat plot has been impoverished by the growth 
of about 40 crops without manure; the soil is thus below the general 
condition of soil in England, the crop being in fact less than one-half 
of an average wheat crop in this country. With average soils, richer 
in nitrogen, the proportion of nitrates in the drainage water would 
be increased. 

In parts of England where the proportion of chlorides in the rain 
is greater than at Rothamsted, the proportion of chlorine in the 
drainage water would of course be increased. Thus at Cirencester, 
with an average of 3*25 parts of chlorine per million of rain, we 
should get, with an evaporation of two-thirds, a drainage water con¬ 
taining 9*75 parts of chlorine per million of water. 

Land growing cereals will represent about half the land in arable 
culture iu this country. Of the composition of the drainage from 

* The earlier analyses of these drainago waters, made by Dr. Voolcker and 
Dr. Frankland, show a higher proportion of nitiatos, and a much higher proportion 
of chlorides than tho later series of analyses given above. The mean of 1G analyses 
of the drainage from the unmanured plot gave nitrogen as nitrates 5*7, and clilorine 
12*8 per million; while 10 analyses of the drainage from the farm ward manure 
plot gave a mean of 8*9 of nitric nitrogen, and 15*G of chlorine per million of water. 
The seasons in which those drainage waters were collected (Dccembor, 1866— 
February, 1873) wero exceptionally dry. The mode of collecting the drainage 
waters was also not so perfect os at present, there being then more risk of contami¬ 
nation from other manured plots; this is explained in the paper on Rain and 
Drainage already referred to. The figures yielded by those analytos ore thus 
certainly above the aveiage for the drainage waters in question. 
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land growing fodder or root crops, or from land in permanent 
pasture, or coverod with timber, we have, unfortunately, no direct 
evidence. The average amount of nitrates in the drainage water 
should be loss from land carrying fodder or root crops in the autumn 
months than from land growing cereals, and still less in the ca&o of 
land forming permanent pasture. 

The influence of green crops upon the proportion of chlorine in the 
drainage is not so plain. By producing more evaporation from the 
soil they would tend to increase the proportion of chlorides in the 
drainage; on the other hand, much larger quantities of chlorides 
would be taken up by green crops than by cereals; but if these crops 
are finally consumed on the farm, and the manure brought back on 
to the fields, the only actual loss would be the quantity containod in 
the meat and milk sold in the towns. 

In practical agriculture, the application of chlorides to the land in 
the form of purchased manure, as common salt, kainito, and guano, 
is very small, and probably quite negligible. Common salt is 
characteristic of human diet, and finds its way into the sewage 
channels. 

The evidence afforded by the composition of the unpolluted woll 
and spring water from permeable strata throughout England, which 
we shall bye-and-hy have to notice, clearly shows that the average 
proportion of nitric nitrogen in the water percolating through the 
soil is usually 3—4^ per million. While the evidence of wells about 
Rothamsted clearly shows that in this district the average proportion 
of chlorine in land drainage cannot at most exceed 11 per million, 
and is probably less. 

Tiie Well Waters op Harpenden. 

Tho woll waters of which I have to speak occur in or near the 
village of Harpenden, and within a short distance of tho rain- and 
dram-gauges, and the experimental wheat field at Uothamsfod, tho 
character of tho waters from which wo have already considered. 
Harpenden is situated about 25 miles to the north of London. Tho 
village occupies a small valley. The centre of the village, according 
to tho Ordnance Survey, is about 344 feet abovo tho level of the soa; 
the high ground on the west, or Rothamsted side, rises to about 
430 feet, and that on the east to 415 feet. The sod in tho valley 
is more or less gravelly; on the hills, on each side, tho surface soil 
is clay mixed with flints. Below the surface soil comos in ovory 
6ase the chalk; this is in some places quite near the surfaco, and in 
other cases as much as 25 feet below. All the wells aro sunk into 
the chalk. 
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The height of the water in the wells is of course subject to varijt- 
tion at different times of the year, but it may be generally staled that 
in the centre of the village tlie water lovel is rather loss than 60 loot 
below the surface. The extreme depth is reached m well 0, situated 
on the high ground on the east of the valley; the water level is hero 
about 145 feet below the surface. 

In the valley the wator lovel in the wells is about 200 foot abovo 
the sea level. Tn the wells on tho high ground to the west (the 
Bothamsted side) the water level is distinctly higher; while in well 0, 
on the east hill, the water level is distinctly lower than in tho valley. 
There is thus a steep gradient in tho water lovel from north to south, 
that is between Harponden and tho centre of the Thames valley; 
and also in the direction of west to east. Tho existence of those 
steep gradients will of course determine a steady How of the under¬ 
ground wator in the directions indicated. This fact is one of primary 
importance, and must he homo in mind when wo have to study tho 
alterations in tho composition of the well watcins. 

The waters of abont 30 wells, in or near tho villago of Harponden, 
have been examined, and a few of hers from tho neighbourhood. Tho 
examination has generally boon of a very simple description; it con¬ 
sisted of a quantitative determination of chlorine and nitric acid,* 
and in the case of suspectod waters of a qualitative examination for 
ammonia and nitrous acid. Samples of wator giving distinctly the 
reaction of ammonia, or containing nitrous acid, have boon rare; with 
such waters we shall have nothing to do in tho present report. Our 
attention will be confined to tho proportion of chlorine and nitric 
acid in well waters which contain no appreciable amount of ammonia; 
and it will be our main object to inquire what aro the facts which the 
varying quantities of chloridos and nitrates indicate. 

The examination of well wators in Harponden was commenced with 
no intention of making a systematic study, but simply with tho 
object of satisfying individual householders as to whether thoir well 
was contaminated by sowago. As results accumulated, it was found 
that tho composition of many well waters varied considerably at 
different soasons of thoyoar. Certain wells wore thou selected for 
systematic examination, and determinations of the chlorine and nitric 
acid in thoir water wore made every month; tho samples wore col¬ 
lected about the 20th day of the month. Tho systematic examination 
of those selected wells has boon continued during two yoai'S. Tho 
results yielded by those wells which have boon repeatedly examined 
will be found in the tablos on pp. 524—529. 

* Ohlorino was determined volumotrioally. Nitric arid wia dotormiuod by the 
improved indigo method.— Trans. Ohm. Soc, 3 1871), 578. 



5-22 


- WARINGTON: A CONTRIBUTION TO THE 


Before considering tlie composition of the well waters, it will be 
desirable to have a clear idea as to the sources of the water which 
these wells contain. What has been already stated respecting the 
gradients of the water level, and the movement of the underground 
water which these gradients indicate, will have established tho fact 
that the constant snpply of water to the deep wells of Harponden is 
derived from the drainage of a district to the north-west of tho 
village, and is thus independent of the local drainage. In the case of 
most deep wells there will probably be a similar independence of local 
drainage for the constant water supply of the woll. Tins constant 
underground supply of water to deep wells, being tbo result of per¬ 
colation over a wide area, and through a great depth of soil, wo should 
expect to have a constant composition throughout the year. 

Besides the main water supply derived from a largo area, and 
presumably of constant composition, there will in nearly evory case 
be more or less of local drainage. This local drainage will ho deter¬ 
mined by any preceding rainfall sufficient to supersaturate the 
surrounding soil, and will occur to its greatest extent between the 
months of October and February. If this local drainage poi*colates 
through a very considerable depth of soil before entering the well, it 
will snpply a water of nearly constant composition, and any alteration 
in composition which the admixture of this water may determine will 
be in the same direction at whatever time of the year the local drainage 
may occnr. If, however, as must frequently bo the case, the local 
drainage finds access to the well not far below the surface, or through 
deeper channels coming directly from the surface, tho composition of 
the local drainage will be different at different seasons of the yoar— 
as indicated by the facts established earlier in this report by a study 
of land drainage waters—and the composition of tho woll water may 
consequently alter in more than one direction in the course of tho 
year. 

The composition of the local drainage will of courso vary immensely 
according to the condition of the soil supplying this drainage. The 
soil around the well may be uncropped and unmanured—a gravelled 
yard for instance—in which case the character of the drainage will 
assimilate to that of the drainage from the Rotliamsted drain-gauges 
containing bare soil. Or it may he cropped garden ground, more or 
less manured, in which case the composition of the local drainage will 
vary at different seasons in the direction shown by the drainage 
waters from the Rothamsted wheat field. Or lastly, the neighbouring 
soil may be contaminated with excrementitious matter, either the 
drainage from stables or human sewage, the latter distinguished by 
its large contents of common salt. In either case the local drainage 
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will bo of a far more concentrated charactor than under the previously 
named conditions. 

The views we have here expressed respecting the sources of the 
water supply to deep wells, and regarding the circumstances which 
will determine the constancy or variation in the composition of the 
well water, will, we think, be justified by the facts to which wo have 
now to call attention. 

The Generally Uncontaminated Well Waters. 

To form a correct judgment of any local water supply wc must first 
know what is the composition of the pure waters of the district. It 
is obvious from the facts already mentioned, respecting the composi¬ 
tion of land drainage waters, that not the whole of the chlorides and 
nitrates in a water is to be reckoned as derived from previous sewage 
contamination. If, however, the composition of the pure well waters 
of a district is known, a distinct excess of chlorides and nitrates in 
any particular water will indicate with considerable certainty con¬ 
tamination by sewage. 

Among the “ generally nncontaminated ” well waters mentioned in 
Tables YII—IX there are two, A and 0, which have never shown 
during two or more years of investigation any sign of sowago con¬ 
tamination. Well A is on rising ground from tho village, its water 
level will be about 70 feet below tho surface. Well 0 is on tho cast 
hill, and has a water level about 145 feet from tho surface; from this 
well a general water supply for the village is at present being 
arranged. The amount of chlorino in the water from A, on an 
average of 30 monthly determinations, spread over seven years, is 
10*8 per million. The proportion of chlorine is practically const ant 
at all times of the year; tho whole variation during tho last two 
yoars of systematic observation has boon from 10* 7 to lL\‘h Tho far 
deeper woll 0 gives on an average of 20 monthly determinations 
Ll'0 of chlorino per million of water. Hero, too, tho amount of 
variation has been oxtromely small. The slightly higher proportion 
of chlorine is possibly duo, as wo shall see byo-and-by, to tho greater 
depth of the well. 

There is abundant evidence that tho normal proportion of chlorino 
in the pure well wators of tho Uarpemlen district is about 1L per 
million. The water from wolls 13 and I), which are generally imeon- 
taminated, shows this proportion at most seasons of tho year. While 
of the contaminated wells, not a few, as F, G, H, and J, roach more 
or less nearly this figure, after a long continuance of dry weather has 
stopped the source of local contamination. Tho evidence in favour of 
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Table VIII .—Ghalk Well Waters , Harpenden, Herts. Nitrogen as Nitrates per Million of Water. 
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* The determinations of nitric acid in this month are possibly rather below the truth. 
























Table IX .—Ghalk Well Waters , Harjpenden, Herts . Nitrogen as Nitrates for 100 of Chlorine. 
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this minimum figure is still greater if we take into account the 
analyses of other Harpenden well waters not mentioned in the fore¬ 
going tables. Under this head the following may bo quoted:— 


Table X. —Individual Analyses of Uncontaminated Well Waters. 
Harpenden, Herts. 


Well. 

Late of analysis. 

Chlorine 
per million. 

Nitrogen as 
nitric acid 
per million. 

Nitrogen to 
100 chlorine. 

R. 

1880, FflhnmTy. 

10 '2 



s. 

1882^ May .. 

10 -4 

... 


T. 

1883, August. 

11*0 


-■ 

TJ. 

1884, July. 

10*1 

47 

4l\ -ft 

y. 

1885, February ........ 

11*0 

4*5 


w . 

Decomber... 

10*9 

4*5 

HffB 

DD. 

1886, August. 

11 -o 

4'A 

M.-IM-I 

FJF. 

t» it •• •• . . 

10 7 

4*6 


Mean.. 

10-7 

4*5 

41 -8 


There is one well, E, classed as “ generally uncontaminatod,” the 
water of which usually contains 13—14 of chlorine por million, oven 
after a long continuance of dry weather. This well is the only one 
iu Harpenden terminating in a boring. The main shaft is about 
58 feet deep, the boring extends an additional 156 foet, or 214 foot in 
all. As this well is situated in the valley, the water is collected from 
a far greater depth in the chalk than is the case with any other well 
examined. Largo quantities of water aro pumped from the well, 
which belongs to a brewery. The proportion of nitrates is generally 
that found in the purest of the well waters, and affords strong 
evidence that the well, savo nnder exceptional circumstances, is 
nncontaminated. The roason of the distinctly huger proportion of 
chlorides in this well water is, I believe, the groator depth in the 
chalk from which the water is derived; this point will bo further 
discussed later on. 

The average amount of nitrogen as nitrates in the pure water of 
well A is seen from Table Till to bo 47 per million. Nearly the 
same amount is contained in the water of well B, savo in the few 
months in which it was plainly contaminated. The more frequently 
contaminated well waters, D, F, G, H, J, show a similar proportion of 
nitrates when in their purest state. The individual analyses of pure 
waters, given in Table X, confirm the same proportion. We may 
therefore adopt 47 per million as the average amount of nitric 
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nitrogen in the pure well waters of Harpondon. The only pure woll 
giving a somewhat higher figure is 0. 

The proportion of nitrates is not, as is the case with tho chlorides, 
perfectly constant throughout the year in tho waters of all uncon¬ 
taminated wells. In the waters of wells A and C, the quantity of 
nitrates, and their proportion to the chlorides, increases slowly as tho 
drainage period advances, tho maximum being reached iu March or 
April. This increase of nitrates is duo to local drainago. The 
surrounding soil produces nitrates in summer, which duidug tho 
winter drainage enter the woll; no distinct amount of chlorides 
enters with the nitrates, the surrounding soil being uncontaminated 
by sewage. 

The amount of total solid matter, and of limo, magnesia, silica, 
sulphuric and carbonic acids, in the uncontaminated water of woll A 
will be found on p. 543. 

The analysis of the pure well waters furnishes us with ovidence as 
to the average composition of land drainago water, collected from a 
large Area, and porcolated to a depth exceeding 60 foot. Such 
water apparently contains no moro than 11 por million of chlorine, 
and 4*7 per million of nitrogen as nitrates. Wo have already had 
reason to believe that tho chlorine in tho land drainago water is 
probably somewhat loss than hero indicated. Tho nitric nitrogen 
should rather be taken as 4*4 per million, the minimum amount 
occurring in the pure woll waters. Tho average contents of drainago 
water in nitrates is a fact of considerable agricultural importance; it 
enables us to estimate tho loss of nitrogen which land suffers by 
drainage. Taking tho nitric nitrogen os averaging 4*4 por million of 
drainage water, it would appear that in tho drainage area supplying 
the Harpondon wells there is an avorago loss to the soil of J lb. of 
nitrogen por acre for each inch of drainago. Tho average annual 
loss to tho soil by drainago iu this district is thus very probably 
5—8 lbs. of nitrogen por acre. 


The Generally Contaminated Well Water#. 

The waters in these wells are hold to be contaminated bocauso the 
proportion of chlorides and nitrates which they contain is generally 
considerably above that belonging to the purest well waters of the 
neighbourhood, and wo may consequently conclude that they are 
polluted by tho products of the oxidation of sewage present in 
the surrounding soil. The wholesomeness, or unwholosomoaoss, of 
these waters containing oxidised sewage is a subject beyond the scope 
of the present paper; wo may, however, remark that during tho time 
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of the current investigation they were drunk apparently with 
impunity. 

The circumstances which determine contamination or purity are so 
spocial that it is unsafe to predict from the surroundings of a well 
whether the water will be found pure or not. Thus, well B is a very 
old well, surrounded by cottages; its mouth is only two or three 
yards from the urinal of a small public house; yot its water usually 
reaches the full standard of purity, and has not unfroquently been 
employed at the laboratory as especially suitable for the preparation 
of water free from ammonia. Under exceptional circumstances 
this well becomes contaminated to a moderate extent, but quickly 
recovers itself. Wells D and M are good illustrations of the immense 
influence of purely local conditions. Well D is between 40 and 50 
years old, it is only a few yards from the urinal and privies of a large 
National School, yet the contamination it suffers never exceods a 
trifling amount. Well M is only about 20 yards from well D; it was 
sunk in the summer of 1882, and was found in November of the same 
year to be highly contaminated, the chlorine amounting to 57 por 
million of water. At the end of the driest season the water of this 
well is still far removed from the standards of purity, the lowest 
chlorine found being 24’7, and the lowest proportion of nitric nitrogen 
10*7 per million of water. 

The injury which any source of contamination may inflict on a well 
is of course largely determined by the relation of its position to the 
direction in which the underground water flows. With a flow of 
underground water from north-west to south-east, it is obvious that 
any soakage of sewage to the north-west of the well will probably 
considerably affect the water supply, while a similar soakage on tho 
south-east side of the well will have practically no effect. 

Wells are generally ill-provided with any protection to prevent 
soakage through their walls. The old wells of Harpenden are steinod 
with flint, laid in hard mortar or cement, and this stoining is often 
carried to a considerable depth. This plan appears far better than 
the modem one of steining with, loose brick, without any cementing 
material. 

The amonnt of water taken from a well must largoly influence its 
apparent degree of contamination. The local contaminated drainage 
is strictly limited in quantity, the nnderground supply of pure water 
is practically unlimited in amount; by continuous pumping the pro¬ 
portion of impurity in the water may thus he greatly diminished. 

The proportion of chlorine in the contaminated well waters varies 
of course immensely in different wells, according to tho amount of 
sewage contaminated; it is in the better wells sometimes as low as 
11 per million, the standard of purity in this district, and rises in 
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the caso of one well as high as 173 per million. The marked charac¬ 
teristic of the chlorides in a well water receiving fresh contamination 
is that they are a variable qumfify at different seasons; while tho 
amount of chlorides in a well water not suffering from now contami¬ 
nations of sewage is practically constant. It follows that tho ascer¬ 
tained purity of a well water at one season of tho year may ho no 
proof of its general freedom from sewage contamination. Tho water 
of well 0 shows a nearly constant, but high proportion of chlorides 
throughout the year; we will consider this apparent exception after 
discussing the cause of the alteration in the proportion of chlorides 
which the other well waters exhibit. 

To understand the rise and fall of chlorides and nitrates in a well 
water, we must first study tho amount of drainage through tho soil 
taking place during the season in question. Tho amount of water 
passing through the deepest of the Rothamsted drain-gauges, con¬ 
taining 5 feet of bare soil, during each month of tho several years in 
which the well waters have boon examined, is shown in Table IV. In 
using this table it must bo recollected that tho summer drainage 
shown by the bare soil in the drain-gauge will bo considerably in 
excess of the drainage taking place at the same time on ordinary land 
covered with vogotation. The amount of winter &i*ainago will bo 
nearly the same on all soils. 

Periods of minimum chlorine in tho waters of tho contaminated 
wells are seen from Table VII to have occurred on or about November, 
1883; October to Docembor, 1884; September, 1885; and September 
and October, 1886. A reference to Table IV will show that each of 
these dates of minimum chlorine occurred at tho end of a period of 
dry weather. Of those yearly minimums, that at tho close of 1884 is 
the lowest. The dry spring, and somewhat dry summer of 1883, wore 
followed by a dry winter, and this again by the dry spring and 
summer of 1884. Tho winier drainago of 1884-5 did not commence 
till lato in the soason. There had thus been an unusually long period 
of comparatively dry weather previously to Decomber, 1884. Tho 
local drainago through tho soil having thus coasod, or been reduced 
to a minimum, fresh contamination by tho percolation of sowago 
was suspended, and tho supply of water to tho wells being thus 
limited to the flow of pure underground wator, iho chlorides and 
nitrates were reduced nearly to tho proportion found in uncontami¬ 
nated well waters, save in cases whoro probably tho soil had become 
saturated to a great depth with sewago products, and when consc- 
* qnently chlorides and nitrates would continue to enter in limited 
quantities by diffusion, after direct percolation from tho surface had 
coasod. 

Starting from tho period of minimum contamination with chlorides 
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and nitrates in the autumn months, the figures in Tables YII and VIII 
show that a very considerable rise in the proportion of those salts 
occurs during the winter months j a maximum is generally reached in 
February or March, and the amount then slowly declines till iho 
minimum is again reached in the autumn. 

The three Charts which follow, show in a graphical form the move¬ 
ments which the proportions of chlorine and nitric nitrogen in 
six typical well waters exhibited between the period of minimum 
impurity in September, 1885, and the next period of minimum 
impurity in October, 1886. At the foot of each Chart, tho amount of 
drainage taking place at the same time through the 5-foot drain- 
gauge at Rothamsted is depicted. The season selected for graphic 
illustration is in many respects a typical one. Tho rainfall was abovo 
the average, and with the exception of a heavy fall in May, was 
distributed throughout the season in a fairly normal manner. The 
drainage season commenced in September, 4*4 inches of rain fell in 
this month; the soil being then dry, only a small part of this rain 
(1*25 inch) passed through the 5 feet of soil in the drain-gauge. A 
wet October (rain 4*82 inches), and November (rain 3*78 inches), 
followed the wet September. The chlorides and nitrates in tho waters 
of wells H, J, K, M, showed a slight rise when determined on Octobor 
21st. By November 23rd the riso of chlorides and nitrates in the 
contaminated wells was in nearly every case considerable. 

Before pursuing the course followed by the rise of chlorides and 
nitrates in tho well waters, it will be advisable to mention what 
is known as to the commencement of the lise in tho wator level in the 
wells. The only well of which I have a pretty continuous record of 
the water level is well C, the most easterly of the wolls examined. On 
November 23rd, 1885, the water level in this well had not begun to 
rise, but by December 3rd a rise of 4 inches had taken place. A 
further rise of 2 inches was observed on December 7th. On January 
5th an additional rise of 17 inches was recorded. Tho highest level 
(3 feet 5 inches above the minimum) was reached in March. If wo 
may assume that the rise of water in the polluted wells in tho village 
was contemporaneous with the rise of water in well 0 on tho hill (tho 
distance between them would be less than half a mile), it follows that 
new pollution set in before the water level in the wells began to riso. 
The same fact was observed in the following year. Tho chlorides 
and nitrates had been rising in the contaminated wells during Novem¬ 
ber and December, but the water level in well 0 did not begin an 
upward movement till the middle of January, 1887. These facts 
illustrate the independence of the source of pollution from the main 
water supply of the well; the latter is derived from a large drainage 
area, while the source of pollution is purely local. Tho chloridos and 
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nitrates of local drainage are probably in most eases discharged into 
the well at no great distance from the surface. 

The general facts respecting the progression of chlorides and 
nitrates in the waters of contaminated wells during a whole season, 
will be best seen by looking at tho mean results of several wells, 
simultaneously examined. In Table XI tho mean proportion of 
chlorine found in the waters of wells H, J, X, L, M, in September, 
1885 (the month of minimum chlorides), is taken as 100, and tho 
mean proportion of chlorine found in subsequent months of tho same 
season is expressed in relation to this standard. The nitrogen as 
nitrates present in the waters in September is equally taken as 100, 
and the subsequent rises of nitrates expressed in reference to this 
basis. Similar calculations have been made for a part of the season 
1886-7, the mean amount of chlorine and nitric nitrogen found in 
September, 1886, being taken as 100. 

No considerable rise in chlorides or nitrates above the autumn 
minimum occurs in either season till after two consecutive months of 
active drainage. After tho soil has become saturated, the effect of 
heavy rain is sooner manifested; but even then it is clearly tho amount 
of the previous, and not that of the present rain, which determines 
whether or not there shall be a further rise in impurity. The effect of 
the dry December, 1885, and of the wet January and May, 1886, on tho 
amount of chlorides and nitrates in the waters of the next following 
months, is plainly shown in the accompanying Charts. The effect 
of rain is much increased when it is continuous. In the season 
1885-6, there were four months of active drainage, but only three 
of these were consecutive. In tho following season thore were 
four months (October—January) of consecutive drainage; and 
although the total drainage from September to February was in the 
first season 13*14 inches, and in tho second season 10*84 inches, tho 
smaller drainage of the second season determined a rather liighor 
proportion of chlorides in the well waters than was reached in 1885-0. 
The generally small riso of chlorides in tho waters during thopievious 
season, 1884-5, may bo explained on tho same grounds j tho drainage 
from September to Fobruary was in this case 10*03 inches, but it 
included only throe months of effective drainage. When tho provious 
rainfall 1ms boon very largo, tho impurity in tho water may continue 
to riso for two months afler all drainage through tho 5 foot drain- 
gauge has coasod, but usually the influence of ono month’s rainfall 
is oxpended in tho course of the following month. 

The figures in Table XI, referring to tho progression of nitrates, 
show that during the first three months of active drainago the propor¬ 
tion of nitrates rises at about the same rate as the proportion of 
chlo^es; when, however (as in the seasons 1885-6 and 1880-7, but 
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not in 1884-5), active drainage continues beyond this point, a very 
large increase in the proportion of nitrates takes place. In 3885- 6 
the mean ratio of nitric nitrogen to 100 chlorine rises from 41*2 in 
November, to 46’6 in December, and continues to increase till a 
maximum of 52*6: 100 is reached in April. In 1886-7, there is a 
corresponding rise from 41’ 7 in December, to 47‘3 in January, and the 
ratio is still further increased in subsequent months. 

To understand this large rise of nitrates, commencing after a con¬ 
siderable drainage from the surface has taken place, we must recollect 
that the autumn drainage from the surface soil, rich in nitrates 
formed during the previous summer, probably in very few cases finds 
immediate access to the well ; it will, in the first place, merely displace 
the water existing in the subsoil, and force this into the well. If the 
supply of rain to the surface is steadily maintained, a band of solution 
rich in nitrates, continually widening by diffusion both at its upper 
and lower edges, will gradually descend into the subsoil, and on 
touching the natural lines of drainage bo delivered into the well.* 
"When drainage ceases, at the end of the drainago season, the wator in 
the subsoil is loft to equalise itself by diffusion; it has consequently 
ceased to possess any distinctly nitric character when drainago 
recommences next autumn. 

It is also to be remembered, that on every fresh addition of sewage 
to the surface soil, tho chlorides present in that sewage are at once 
ready for distribution by diffusion, while tbe ammonia present in 
the sewage is fixed by the soil, and does not distribute till after tho 
process of nitrification has taken place. After vigorous nitrification 
has taken place during the summer months, wo should expect the 
surface soil to contain an abnormally large proportion of nitrates 
to chlorides, and consequently to yiold, whon rain foil upon it, a 
descending band of solution of this character. The dissociation of 
tho chlorine and nitrogen in ammonium chloride, whon this salt is 
applied to tho soil, is strikingly shown by tho composition of Homo 
drainage waters from Bioadbalk wheat field, givon at tho foot of 
Tablo VI (p, 517). Equal parts of chloride and sulphate of ammo¬ 
nium were applied to tho land on October 25th, 1880; heavy rain 
followed. Tho drainago waters collected on October 27th, 28th, and 
29th showed a moan proportion of 15*4 of nitric nitrogen to 100 
chlorine. In the next month, whon the nitrification of tho ammonia 
had been accomplished, the proportion was 91*4 of nitrogen to 100 
ohlorine. 

It is furthor to be remarked that, according to Graham, the rate of 

* Tho existence of bands of solution, descending through a soil receiving wator at 
the surface, lias boon repeatedly ascertained in tho Rothanostod experiments j see 
Jour* Hoy* Agri* 8oo> } 1881, 829—833 $ 1882, 15—20. 
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diffusion of sodium chloride is considerably greater than that of 
calcium nitrate;* so that if equal quantities of both salts woro 
present in a surface soil, the chloride would distribute itself most 
quickly. It seems, however, doubtful how far this difference in 
diffusibility would affect the relative distribution of tho two salts 
under the conditions before us, as the quantity of calcium nitrate in 
the soil must exceed the quantity of sodium chloride to yield tho ratio 
of nitrogen to chlorine fonnd in the well waters. 

Having thus glanced at some of the facts generally observed in the 
case of the decidedly contaminated wells, we must next consider tho 
somowhat numerous exceptions to these general rules, and tho causes 
which determine these exceptions. 

There is obviously a great difference as to the period of tho season in 
which a rise of impurity commences in different wells, as shown in 
Tables VII and VTII. Thus the rise of chlorides sets in earliest in 
wells J, K, L, M, N; the rise is much slower in H; and comes later 
still in B and E, when in fact some of the earlier contaminated wolls 
are getting better. A later rise of impurity may moan that the 
subsoil is practically uncontaminated, so that no rise in impurity 
occurs by a mere pressure on the subsoil water. It may moan also 
that the contaminated drainage enters the well at a lowor level. In 
the case of wells B and E, however, it would appear that a certain 
pressure of water (perhaps sufficient to produce an overflow) is 
required before any impurity enters the well. In the spring of 1885, 
both of these wells seem to have escaped contamination. 

There is also a difference to be observed in the duration of the con¬ 
tamination. It is obvious that if rain continues long enough, tho chlo¬ 
rides and nitrates in the soil will be washed through, and tho drainage 
water after a time become weaker. Such a change has not boon 
observed, save in the case of well L; which, both in the seasons 1885-6 
and 1886-7, showed an early maximum of impurity, and then pro¬ 
ceeded steadily to improve, although active dramago still continued, 
and the other contaminated wells (with the partial exception of K) 
were getting worse. The surrounding conditions of well L have been 
much improved during the last three years, tho water is apparently 
becoming purer, and the proportion of nitric nitrogen to chlorine has 
increased. 

Wells which after a long cessation of percolation from tho surface 
still show an abnormally high proportion of nitrates and chlorides, 
have clearly the subsoil contaminated to a very considerable depth; 
such a well, for instance, is well M. When, after tho subsoil has thus 

* Graham found the diffusibility of 2 per cent, solutions of calcium chloride and 
nitrate to he very similar, and the same to hold good respecting sodium chloride 
and nitrate. Calcium salts were, however, much less diffusible than sodium salts. 
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become rich in chlorides and nitrates by a long period of contamina¬ 
tion, tho conditions at the surface are improved, and no fresh sewage 
is brought upon the soil, the surface soil will gradually become clean 
by the percolation of rain, and the subsoil contamination will alono 
remain. Such has apparently boon the case with well 0, the farm 
well at Rothamsted. This well is probably about 200 years old; the 
dopth to the water level is about 120 feot. Largo quantities of water 
are pumped from it for farm use. About 25 years ago the old farm 
buildings surrounding it were pulled down, and tho pond in its 
neighbourhood abolished. Still later (1884) all the house and farm 
drainage have been convoyed to a distance, instead of being collected 
in a pit not far from the well. Under these altered conditions we 
have a well water containing abont twice as mnch chlorine and 
nitrates as the pnre waters of the district, but which undergoes 
hardly any increase or diminution of chlorides at any poriod of the 
drainage season; it appears, therefore, that no fresh contamination is 
now entering the well. That tho high chloridos are to be reckoned 
as a contamination is shown by tbo fact that the water of well FF, 
on tho same hill, and at no groat distance, contains only 10*7 per 
million of chlorine, and 4*5 per million of nitrogen as nitrates. 

Wo will now turn to some of the peculiarities of tho well waters 
respecting the proportion of nitric acid. 

The relative proportion of nitrates and chloridos is by no means the 
same in all tho well waters, some have a decidedly chlorinous, and 
others a decidedly nitric character. Taking tho average relation of 
nitrogen to chlorine during twelve months, given at tho foot of 
Table IX (p. 529), we see that the proportion is 43*1 and 45T : 100 
in the case of the two nncontaminatod wells A and C, and 40*5 and 
44*1 : 100 in the case of tho rarely contaminated wolls B and T); 
the mean for thoso four wells is 43*2. This may bo taken as tho 
gonoral average for ihe uncontaminated wolls of the district. Tho 
generally uncoutaminatod well E is decidedly more chlorinous: 
omitting f wo months in which tho water was decidedly contaminated, 
tho proportion of nitrogen to chlorino, during tho same season, is only 
3i*8 :100. Tho difference in tins case is duo simply to an excess of 
chlorine, tho proportion of nitratos being normal; this excess of 
chlorino wo have already attributed to tho much greater depth of tho 
well, and more will be said presently on this point. 

Among tho contaminated wells thore are some considerable 
differences respecting the rolativo propondoranco of nitrates or 
chlorides, resulting from the particular character of tho contamination 
which tho different wolls receive. If wo knew tho relative volumes 
of tho underground water supply, and of tho local drainage conveying 
contamination, which together constitute the water of tho well, wo 
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should be able to calculate in every case the special composition of 
the impure drainage entering the well. This, however, is not possible; 
we can only bear in mind that the impurity entering a nitric well must 
be considerably more nitric, and the impurity entering a chlorinous 
well considerably more chlorinous than the well water itself. 

A glance at Table IX will show that the water of the moderately 
contaminated well K has been uniformly of a decidedly nitric 
character; only once during 26 months has the proportion of nitric 
nitrogen to chlorine been less than 50 :100, while the average pro¬ 
portion has been 55*5 : 100. This well has stables in the immediate 
vicinity, and to this canse we may probably attribute the particular 
condition of the water. Common salt being no part of a horse’s 
food, we should expect to find in stable sewage a low proportion of 
chlorine to nitrogen. Well J also shows a high average ratio of 
nitrates to chlorides, but the high proportion of nitrates occurs solely 
in the months of greatest contamination; after dry weather the pro¬ 
portion of nitrates to chlorides becomes normal. There are no stables 
near this well. 

There are two contaminated wells in the series, M and NT, the wators 
of which are of a decidedly chlorinous character. The average pro¬ 
portion of nitric nitrogen to chlorine is in the case of M 31*2 :100, 
and in the case of N 25'6 :100. A chlorinous condition may arise 
from several causes. The composition of the sewage may be different. 
The sewage from poor cottages, where salt bacon or herring is the 
only meat consumed, will contain a larger proportion of chlorine to 
nitrogen than the sewage from houses containing a well-fed popula¬ 
tion. The sewage of house drains will again be probably more chlo¬ 
rinous than the soakage from cesspits. A considerable alteration in 
the proportion of chlorine to nitrogen will also be determined by the 
presence of vegetation on the soil surrounding the well; the vegetation 
by assimilating the nitrates, will increase the proportion of chlorides to 
nitrates in the drainage water. In the drainage water from 5 feet of 
bare soil at Bothamsted the proportion of nitric nitrogen to chlo¬ 
rine is 276 :100 (Table III); in the drainage water from the wheat 
field the proportion is 55*8 : 100 (Table VI). There is possibly also 
in some cases a reduction of nitrates in the subsoil. The old sewage 
contamination existing in some subsoils seems to be generally chlori¬ 
nous. On this head, however, the evidence is but small. 

There is again a difference among the wells as to the constancy 
or variability of the relation of nitrogen to chlorine throughout the 
year. In a majority of the well waters, whether contaminated or not 
there u a considerable increase in the proportion of nitrates to chlo¬ 
rides dunng the later months, December to April, of the drainage 
penod (see Table IX and Chart next p. 535); the cause of this & 
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been already discnssed. There are wells, however, as M, If, and 
B, the waters of which show little if any indication of an increase in 
the proportion of nitrates to chlorides at this season. I am unable 
definitely to assign a cause for this peculiarity. I can only point oat 
certain conditions which seem capable of producing the effect in ques¬ 
tion. A probable cause of the fact in question would be the percola¬ 
tion of the contaminating drainage to such a considerable depth 
before entering the well that it &hould be constant in composition 
throughout the year; the total quantity of impurity entering the well 
would still, however, vary greatly at different seasons according to the 
pressure put upon the subsoil water by fresh rainfall at the surface. 
This explanation would be in accordance with the facts shown by 
many of the wells in 1884-85, when in consequence of tbe rather 
small rainfall, hardly any increase in the proportion of nitrates was 
observed during the spring months. Apparently in this season the 
drainage from the surface soil never reached the well water, but the 
contamination was furnished solely by water previously in the sub¬ 
soil. 

It is curious to observe that in the case of well M the proportion 
of nitrates to chlorides is highest in the autumn, when the water is 
at its purest. The curve showing the variations in this proportion 
(Chart opposite p. 535) is in fact an inverted curve. This is apparently 
duo to the fact that the proportion of nitrates to chlorides in the pure 
underground water is in this case greater than in the contaminated 
drainage which the well receives during the winter months; tho purer 
the well becomes, the higher, therefore, is the proportion of nitrates to 
chlorides in the water. 

Examination foe Nitrifying Organisms. 

The supposition that any considerable amount of nitrates is formed 
in the wells now under consideration, seems negatived by tlio fact that 
not more than traces of ammonia are ever present in the well waters; 
it seemed, however, of some interest to ascertain whether tho nitrify¬ 
ing organism occurred in deep well wators. Experiments already 
published (Trana. Qh&m. Soc 1887, 118) show that the nitrifying 
organism has not been found in tho Rothamsted subsoils at a depth 
exceeding 6 feet from tho surface, and that especially tho five samples 
of chalk taken from depths of 5—8 feet all failed to produce nitrifi¬ 
cation. It has further been ascertained by Erankland that water 
obtained from a great depth in the chalk is practically froe from 
oxygen. It appears thus extremely improbable that the natural 
water supply in the chalk, which in the Harponden wells is at a 
depth of 60—145 feet from the surface, should contain nitrifying 

YOli. LI. 2 0 
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organisms. On the other hand, it is equally clear that some surface soil 
will reach the bottom of the well, both during the operation of sinking, 
and as falling dnst afterwards; in cases in which the water is raised 
by bucket and rope the communication with the surface is of course 
very freqnent. 

The first experiments were started in July, 1885. Eight steri¬ 
lised solutions, each 100 c.c., containing ammonium chloride, potas¬ 
sium sodium tartrate, potassium phosphate, magnesium sulphate, and 
calcium carbonate, were seeded with 1 c.c. of water from wells A, 0, 
H, J, K, L, M, and 0. Examined on September 24th, after about 
60 days, nitrification was found to be completed in the solutions 
seeded from C and L, and to have commenced in those seeded from A 
and H: all of these are bucket wells. Again examined in August, 
1886, more than a year after seeding, the solutions seeded from wells 
M and O were found nitrified; in the two other solutions, seeded from 
J and K, a considerable ammount of ammonia still remained. The 
evidence thus indicated a more or less feeble development of the 
nitrifying organism in six cases, and its apparent absence in two. 

A second series of experiments was started in August, 1886; the 
examination was confined to wells C, K, O, and DD, which are pro¬ 
vided with pumps. A pint bottle, containing 20 c.c. of a sterilised 
ammoniacal solution, was taken to each well, and after working the 
pump for some time, about 300 c.c. of the water were introduced into 
the bottle as quickly as possible, and the cotton-wool stopper replaced. 
One series of solutions contained potassium sodium tartrate as 
before; another series of soluiions contained no substance supplying 
organic carbon. The solutions were not examined till October 2nd, 
about 45 days after starting the experiment. All the solutions had 
then completely nitrified. A considerable amount of nitrous acid was 
present, which afterwards disappeared. Thus by using a large volume 
of the well waters their capacity for producing nitrification became 
plainly manifest. The previous experiments, however, plainly show 
that, at least in a majority of cases, the organism was either very 
scanty, or very feeble. 

Determination of Mineral Constituents. 

On February 23rd, 1886, at a period of maximum pollution of the 
contaminated wells, samples of water were taken for analysis from 
the pure well A, aud from two contaminated wells, J and M. The 
amount of solid residue, dried at 100°, yielded by a million parts of 
water, and its general composition, are shown in the following 
table:— 
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Table XXI.— Composition of Uncontammated and Contaminated Deip 
Well Waters , collected February 23rc2, 1886, m parts per Million . 



U ncontaminaiod. 

Contaminated. 

Web A. 

Well J. 

Well M. 

Lime.. 

158*0 

211 *0 

220*0 

Magnesia.*. 

4 1 

0*7 

10 5 

Sulphuric anhydride. 

3 8 

28-5 

15*8 

Nitnc anhydride.. 

18 9 

82 2 

74-4 

Carbonic anhydride. 

118 7 

130 6 

124 2 

Chlorine ... 

10 7 

32 7 

71-0 

Silica... 

17 G 

15 8 

15 4 

Undetermined. 

IS 8 

49*5 

G8 1 

Total solids. 

347 6 

560-0 

599*4 


The hardness of these waters, calculated according to the conven¬ 
tional manner as equivalent to grains of calcium carbonate per gallon, 
is for well water A, 20*5; well water J, 28*1; and well water 1VI, 
29*3. 

In reviewing the constituents of these waters we see that two of 
them, silica and carbonic acid, are in nearly the same amount 
whether the water is contaminated or pure. The lime and magnesia, 
especially the latter, show a considerable increase in the contaminated 
waters; and as this increase is without any corresponding increase in 
the carbonic acid, it is clear that these bases are here combined with 
nitric, sulphuric, or hydrochloric acid, thus considerably increasing 
the permanent hardness of the water. It is well known that nitrifi¬ 
cation in a soil results in a solution of the bases, chiefly lime, by the 
nitric acid formed; wo have hero the results of this action. The pro¬ 
portion of magnesia to lime in the pure water is 1: 39; in the esree*, 
prosont in the contaminated waters it is wither more than 1 : 10. The 
undetermined matter (partly combined water) undoubtedly contained 
alkalis, as the acids are in every case in excess of tho bases deter¬ 
mined. The alkalis, on these grounds, must have been between three 
and four times as much in the contaminated waters as in the uncon- 
taminated. 

The water of the uncontaminated well contains a more trace of sul¬ 
phuric acid. A second determination was made in December, 188G ; 
this time 2 litres of water were concentrated to a small bulk in a 
retort before proceeding to the determination. Tho amount of sul¬ 
phuric anhydride found by this more accurate plan was only 2*75 per 
million. This amount is hardly greater than that found in the rain 

2 o 2 





















544 


WARINGTON: A CONTRIBUTION TO THE 


water at Rotbamsted (2*52 per million). As the rain is concentrated 
to at least one-third before appearing as drainage water, it is evident 
that a considerable part of the snlpbates in rain are retained by the 
soil, or more probably by the vegetation growing npon it. In the 
contaminated waters the amount of sulphuric acid is very consider¬ 
ably increased, the increase being much greater in well J than in M. 
Well J is an old well; well M was sunk in 1884. Well J is a nitric 
well; well M a cblorinous. The two wells are not far apart; but the 
sewage affecting well J is undoubtedly derived from a much better 
fed population than is the case with well M. Hence the much higher 
proportion of nitrates to chlorides in well J, and hence also, appa¬ 
rently, the higher proportion of sulphates. The albuminoids of 
animal food have been found to be richer in sulphur than the albu¬ 
minoids of vegetable food. 


Comparison with Results from other Wells. 


It is clearly important to inquire how far the facts observed in 
the case of the deep well waters at Harpenden are shown by other 
investigations of deep well waters. In the Sixth Report of the 
Commission (1868) on the Pollution of Rivers, Dr. E. Frankland has 
given analyses of water from 36 springs, and 75 deep wells in the 
chalk. Of these, 30 springs, and 65 wells, are classed as “unpolluted.” 
An “ unpolluted” water, in the sense here intended, is one free from 
fresh sewage, as shown by the absence of an nndne proportion of 
organic carbon and nitrogen, or ammonia; such a water may how¬ 
ever contain chlorides and nitrates resulting from previous sewage 
contamination. This class of unpolluted chalk waters thus comparos 
perfectly with the waters studied at Harpenden. 

On looking at this valuable series of analyses, one is struck by the 
fact that the minimum of chlorine observed in the Harpenden well 
waters hardly ever occurs. Out of 111 samples of water there arc 
only 


2 containing less than 11 per million of chlorine. 

3 „ 11—12 per million „ 

2 „ 12—13 „ „ 

6 ,, 13—14 


4 

0 


99 


14 

14—15 


99 

99 


99 

99 


As many of the springs and wells examined were of the highest 
class, it would appear that there is some peculiarity in the chalk water 
of Harpenden so far as its contents in chlorides is concerned. I 
venture to think that the low proportion of chlorides in the pure well 





STUDY OF WELL WATERS. 


545 


waters of Harpenden may bo due to tlie situation of the villago nob 
far from tho escarpment of the chalk at the northern edge of the 
Thamos basin. Tho chalk here being at a considerable elovation 
(the locality comprising the wells is from 344—430 feet above the 
sea), and tho gradient of the underground water level very consider¬ 
able, the chalk rock has been in the course of ages washed very 
thoroughly by the percolation of rain, and the chlorides originally 
present in the rock when uphcavod from the sea have been almost 
completely removed. The wells in the lower part of the chalk basin 
are obviously supplied to a considerable extent by the underground 
drainage from the upper part of the basm. This underground drainage 
water when it passes Haxponden contains about 11 of chlorine per 
million of water; but as it continues to percolate through masses of 
chalk at a great distance from the surface, it may he assumed to gain 
chlorides from the small residue of common salt remaining in tho 
rock; so that wells in the lower part of the basin should, on an average, 
contain water richer in chlorides than wells at the edge of the basin. 

I confess that I am not in a position to prove that the well waters 
of the chalk basin become, on an average, more chlorinous as they 
approach the centre of tho basin; to establish such a point a multitude 
of observations would be necessary. Nor can I affirm (also from 
want of evidence) that the waters of deep uncontaminated wells are 
generally more chlorinous than the waters of shallow wells in tho 
same district, though there are facts which seem to indicate that this 
is the case in Harpendon. It is clear, however, that the theory pro¬ 
posed involves no improbability, as large deposits of common salt are 
found in some rock formations in England; and the enormous depili 
of the chalk, and its resistance to the quick passage of water, are 
certainly favourable to the supposod imperfect removal of the sea 
water which it once undoubtedly contained. 

Direct evidence as to the presence of common salt in tho chalk 
seems to bo furnished by the goneral considerable excess of chloride s 
in nncontaminatod well waters over tho amount furnished by rain, and 
present in fcho waters of land drainage (p. 5X9). Still stronger evidence 
is supplied by the condition of tho well waters in the chalk when this 
formation is covered by the London clay. The clay has of course 
prevented any percolation of rain from above; the washing of this 
chalk has therefore for many ages boon confined to the slow passage 
through it of water from the upper part of the basin, already contain¬ 
ing chlorides. Under these circumstances we find a well water 
extremely rich in chlorides. Frankla nd found, as a moan of 13 well 
waters, 150*2 parts of chlorine per million of water. This richness in 
chlorides occurs in wells now far removed from the soa. Thus, 
threo wells at Harrow gave a mean of 162*9 of chlorine per million 



546 


WARINGTON: A CONTRIBUTION TO THE 


of mder. Prestwich, in his “Water-bearing Strata of London,” 
1851, p. 220, after discussing the conditions of the chalk beneath 
the London clay, concludes that the chlorine present most probably 
belongs to common salt originally present in the rock. 

It would be of considerable interest to ascertain, if possible, what 
is the proportion of nitrates and chlorides in uncontaminated spring 
and well waters, collected from permeable strata, representing the 
cultivated districts of England; the proportion of nitrates in such 
waters should, if no nitrates have been lost by reduction in the sub¬ 
soil, fairly represent the average loss which land suffers by drainage. 
The figures in the following table are taken from Frankland’s analyses 
of unpolluted spring and deep well waters, given in the Sixth Report 
of the Riivers’ Commission. Of the waters analysed from each 
formation, one-half of the samples, containing the largest proportion 
of chlorine, have been rejected, and the mean composition of the 
remainder taken; by proceeding in this way all instances of consider¬ 
able previous sewage contamination are eliminated. 


Tabli XIII.— Nitrogen as Nitrates, and Chlorine, in the Purer Spring 
and Deep Well Waters from various Formations (Frankland). 



Number 

of 

analyses. 

Nitrogen 
as nitrates | 
per million. 

Chlorine 
per million. 

Nitrogen per 
100 of 
chlorine. 

^Devonian.. 

IS 

3-7 

20*1 

18*4 

New red sandstone...... 

21 

4*4 

17*1 

25*7 

Oolite. 

| 19 

2*8 

12 *3 

22*8 

Greensand (springs). 

9 

3*4 

18*1 

18 *8 

Chalk .. 

47 

4*2 

16*5 

25 *4 

Average of all.. 

109 

3*8 

16*5 

23*0 

; 


There is a considerable uniformity in tho quantity of nitrates 
present in these waters, excepting the waters yielded by the springs 
in the oolite, which contain a distinctly smaller proportion of nitrates. 

We have already seen that the minimum amount of nitrogen as 
nitrates in the pure underground water at Harpenden is 4*4 per 
million, corresponding to a loss of 1 lb. of nitrogen per acre for each 
inch of drainage. The mean proportion of nitrogen as nitrates shown 
by the analyses just quoted is 3*8 per million, this would correspond 
to a loss of 0-86 lb. per inch of drainage. If we assume for England, 
excluding the extreme western counties, an average annual drainage 
of 8 inches, we have 6*9 lbs. as the average annual loss of nitrogen 
per acre. 
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The amount of chlorine in the spring and well waters of the dif¬ 
ferent formations is seen to be generally considerably above tho 
Harponden minimum of 11 per million, and still further above the 
amount (8 per million) calculated from the proportion found in 
the rain and drainage waters at Eothamsted. It is much to be 
regretted that, although rain water is systematically collected at a 
multitude of stations over the whole of England, the chlorine it con¬ 
tains has been rigorously determined only at Cirencester and Botham- 
sted. With the information at present at command, we must 
conclude that the chlorine in the rain is insufficient to account for 
that in,the well waters, and that most probably a somewhat consider¬ 
able part is derived from sea salt remaining in the rocks. 

The only published results I am aware of respecting the composi¬ 
tion of well waters at different seasons of the year are the monthly 
analyses made by Dr. E. Frankland of the chalk well waters supplied 
respectively by the West Kent Water Company, and by the Colne 
Valley Water Company, and published in the Annual Reports of the 
Local Government Board. The samples analysed are obtained from 
the mains of these Companies, and represent therefore in each case 
the mixed water of all the wells in work. The following table 
shows the average monthly contents of chlorine, and nitric nitrogen, 
in each of these series of well waters:— 


Table XIV.— The average Monthly Proportion of Chlorine , and Nitrogen 
as Nitrates , in the Chalk Well Waters supplied by the West Kent 
and Colne Valley Companies (Frankland). 



West Kent well water, 
average 10 years, 1876-85. 

Colne Valley well water, 
average 9 years, 1877-85. 

Chlorine 
por million. 

Nitrogen as 
nitrates 
por million. 

ObloTino 
per million. 

Nitrogen as 
nitrates 
per million. 

November. 

25'4 

4-56 

15-8 

8-36 

December...... 

25*1 

4-63 

15-8 

8*52 

January. 

24’9 

4*53 

15-2 

3-64 

February. 

24-8 

4-69 

15-2 

3*M 

March. 

24*5 

4 ‘44 

15-6 

3*89 

April. 

23*9 

4*22 

16*5 

3-69 

May. 

24-8 

4-37 

15-8 

3*52 

June. 

25 -4 

4-47 

15-7 

3-C2 

July.. .. 

25-5 

4*68 

15-7 

3*59 

August .. 

24 7 

4 ’41 

15-6 

3-49 

September...... 

24-6 

4*43 

15*8 

8-48 

October. 

25-2 

4*52 

15*5 

3*45 

Moan. 

21-9 

4-50 

15-6 

3*88 
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The published determinations of chlorine and nitric acid are some¬ 
what rough, and not very suitable for displaying small alterations in 
composition; fractions of a part per million of chlorine are seldom 
given. 

Tn wells from which such enormous quantities of water are pumped 
we should expect to find the influ ence of the autumn and winter 
dr ainag e from the surrounding soil practically extinguished by the 
far larger proportion of water brought up from the reservoir in the 
WhfllTr ; the water would thus exhibit a constant contents of nitrates, 
as well as chlorides, throughout the year. The chlorine in both the 
West Kent, and Colne Valley Companies* water, exhibits very little 
variation. The chlorine of the West Kent water shows perhaps a 
slight diminution in the early months of the year, when the water 
level would be rising in the wells. The low figure for April is, how¬ 
ever, largely due to a single analysis; omitting this, the average of 
the month for nine years is 24*3. There is also a slight indication of 
a minimum of chlorine during January and February in the Colne 
Valley water. The nitrates in the Kent water show a tendency to a 
minimum in April (nitric nitrogen for nine years 4*35 per million), 
but there is no smooth progression in the figures. In the Colne 
Valley well water, on the other hand, the nitrates show a small but 
very regular alteration in amount; the minimum is in November, and 
the maximum in March. The figure for May seems a little too low 
(omitting one very low result, the mean is 3*75); the progression is 
else quite smooth. After the extremely wet winter of 1882-83, the 
rise of nitrates in the Colne water was very remarkable, the nitric 
nitrogen in February, March, and April being respectively 5*65, 5*48, 
and 5*27 per million. The seasonal change of nitrates in the Colne 
Valley wells appears therefore to be in the same direction as observed 
in the pure wells at Harpenden. 

SlJMMARY OF CHIEF FACTS. 

1* The proportion of chlorine in the rain at Rothamsted, average 
of 9 years, is 2 per million. At Cirencester, average of nearly 16 
years, it is 3*25 per million. 

2. The proportion of ammonia in rain at Rothamsted, average of 
5 years, is equal to 0*35 of nitrogen per million. The total combined 
nitrogen in the rain at Rothamsted is apparently not more than 0*67 
per million. 

3. The proportion of sulphuric acid iu rain at Rothamsted, cal¬ 
culated as sulphuric anhydride, average of 5 years, is 2*52 per million. 

4. At Rothamsted, with an average rainfall of 31 inches during 
16 years, 14 inches have percolated through 5 feet of a bare clay soil 
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containing flints, and 17 inches have evaporated. The drainage is 
most active from October to February; in these 5 months 9£ inches 
have percolated, while in the remaining 7 months the percolation has 
been 4J- inches. 

5. The quantity of chlorine in the water percolating through 5 feet 
of bare soil has been the same as that in the rain falling on the sur¬ 
face, but the proportion in the drainage water is nearly double that 
in the rain, becoming 3*9 per million (average of 9 years), in con¬ 
sequence of loss of water by evaporation. 

6. The quantity of combined nitrogen in the drainage from 5 feet 
of bare soil has been, on an average of 9 years, about 9 times that 
supplied by the rain. The greater part of this nitrogen is in the 
form of nitrates, produced by the oxidation of the organic matter in 
the soil. 

7. The proportion of nitrogen as nitrates in the drainage water from 
5 feet of bare soil has been, on an average of 9 years, 10*7 per million. 
The production of nitrates occurs chiefly in the summer months. In 
the drainage from a bare shallow soil, the first considerable drainage 
which occurs after summer will contain the maximum proportion of 
nitrates, and the minimum will be reached in March. From a 
deep, unfissured soil, the drainage water will be of uniform com¬ 
position, but varying greatly in amount throughout the year. 
From a bare soil 20 inches deep, the maximum discharge of nitrates 
is on an average ia October ; from a soil 00 inches deep, in November. 

8. When land is coverod by vegetation evaporation is increased; 
summer di*ainage almost entirely ceases, and the main winter drainage 
commences in November rather than in October. 

9. Owing to the greater evaporation, the proportion of chlorine in 
the drainage from cropped land may be increased. The chlorine in 
the drainage water from the unmanured wheat land at Rofchamsted 
is, on an average of 8 years, 0 per million. In tho drainage from 
wheat land receiving much farmyard manure it is 7*3 per million. 

10. Nitrates, being assimilated by plants, are generally almost 
entirely absent in the drainage from land boaring an actively growing 
crop. In the Eothamsted wheat field tho drainage from the un- 
manured plot is usually freo from nitrates from June till August. 
In the whole year the proportion of nitrogen as nitrates (average of 
8 years) has been 3*4 per million in the drainage from this plot, and 
5*8 per million where farmyard manure has been applied. 

11. The amounts of chlorides and nitrates found in the drainage 
waters of the wheat field are probably below the true average, the 
years of observation having boen generally years of excessive rainfall. 

12. The average drainage from land under cereal crops will 
generally contain more nitrates than the drainage from the unmanured 
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wheat land at Rothamsted. The drainage from land carrying root 
crops will contain less nitrates than that from land bearing cereals; 
land in pasture will yield still less. The average amount of nitrogen 
as nitrates in the drainage waters of the district supplying the 
Harpenden wells, is shown by the composition of the uncontaminated 
well waters to be 4*4 per million. 

13. With the amount of chlorine present in the Rothamsted rain, 
the average drainage from the cultivated land of the district can 
hardly contain more than 8 per million of chlorine. 

14. The deep wells in the chalk at Harpenden derive their main 
supply from an underground flow of water, shown by the gradient of 
the water level to proceed from north-west to south-east Each well 
receives besides a certain amount of local drainage. 

15. To be able to detect the presence of oxidised sewage from the 
occurrence of an excess of chlorides and nitrates, we mnst first know 
what is the normal proportion of chlorides and nitrates in the uncon- 
tandnated water of the district. 

16. The proportion of chlorine in the purest wells at Harpenden is 
about 11 per million of water. In such well waters the amount of 
chlorine does not sensibly vary throughout the year. 

17. Well waters suffering little from sewage contamination wilt 
contain after long dry weather no more than the minimum proportion 
of chlorine. 

18. Wells with much Bewage in the surrounding soil may show the 
commencement of a rise in chlorides one or two months after active 
autumn drainage has commenced, and two months before the water 
level in the well begins to rise. Wells little liable to contamination 
show a rise in chlorides later in the season. Some wells escape con¬ 
tamination altogether in seasons when the local drainage fails to 
reach a considerable amount. A large rainfall in any month does 
not affect the chlorides in the well water before the following month. 
The maximum of chlorides in contaminated waters occurs after the 
end of the drainage season, usually in March or April. The minimum 
of chlorides is usually in September or October. 

19. When the soil has been long contaminated by sewage, but all 
frosh contamination has ceased for many years, the chlorides in the 
well water may be considerably above the minimum proper to pure 
water, and yet remain nearly unaltered through the drainage season, 

20. The minimum proportion of nitrogen as nitrates in the purest 
well waters of Harpenden is 4*4 per million. In an entirely uncon¬ 
taminated well the proportion of nitrates may rise somewhat during 
the drainage season, if there is local percolation from a nitrifying soil. 

21. In contaminated well waters the proportion of nitrates and 
chlorides increases during the early months of the drainage season at 
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a pretty equal rate. If active drainage continues for tliree months, a 
great increase in the proportion of nitrates usually takes place; and 
this relative excess of nitrates is maintained for some months after 
the period of maximum impurity is passed. 

22. In a minority of the contaminated wells, while both chlorides 
and nitrates increase during the drainage season, there is no sensible 
alteration in their relation to each other. In these cases the impurity 
possibly enters the well at a lower level. 

23. With a normally distributed rainfall the drainage season is from 
October to February, or with a smaller rainfall from November to 
February. The rise of the water level in the wells commences in 
January, and continues till March or April. The minimum contents 
of chlorides and nitrates in contaminated well waters is in October, 
the commencement of a rise in November. The maximum of chlo¬ 
rides in March or April, the maximum of nitrates in April. 

24. The proportion of nitrates to chlorides in different well waters 
varies considerably. The sewage of a poorly-fed population yields a 
high proportion of chlorides to nitrates. Stable sewage furnishes 
apparently a high proportion of nitrates to chlorides. The old sewage 
contamination of deep wells is generally more or less chlorinous, 
chlorides being more permanent than nitrates. 

25. The well waters of Harpenden contain the nitrifying organism 
in small proportion ; it is probably derived from surface soil which 
has fallen in. 

26. In the pure well water the sulphuric acid is scarcely in larger 
proportion than in the rain: a considerable part of the sulphuric acid 
in the rain has thus been retained by soil or plant. 

27. In the contaminated waters the quantity of silica is not in¬ 
creased, and the quantity of carbonates but little increased. Lime is 
considerably increased, and magnesia still more. Sulphates are very 
largely increased. 

28. On comparing the low proportion of chlorine found in the pure 
chalk waters of Harpendon, near the edge of the London basin, with 
the amount found in other chalk waters, and especially with the 
chalk waters beneath the London clay; and considering further the 
proportion of chlorides which can possibly be contributed by rain; it 
appears highly probable that a portion of the chlorides in chalk water, 
and probably in the water of other strata, is derived from a residue 
of sea salt remaining in the rock. 

29. Numerous analyses made by EYankland of uncontaminated 
spring and deep well waters from various permeable formations in 
England, confirm the general idea obtained from the analysis of the 
Bothamsted drainage waters as to the average proportion of nitrates 
present in the drainage from cultivated land. The results of those 
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analyses point to 3*8 per million as a probable average proportion of 
nitrogen as nitrates in drainage water. The average loss of nitrogen 
to tbe soil by drainage is thus about 0 86 lb. per inch of drainage, or 
probably 7 lbs. per acre per annum. 


XLIX .—Constitution of Olycosine. 


By Francis B». Japp, F.R.S., and E. Cleminshaw, M.A. 


Dbbtjs showed (Phil. Trans., 148, 209) that glyoxal reacts with 
ammonia according to tbe two equations— 

1. 3C 2 H 3 0 2 + 4bTH s = ]N*(CoH 2 ) lv 3 + 6H 2 0. 

Glyoxal. Glycosme. 

II. 2C 2 H 2 0 2 + 2XH 3 = CaHJN* + 0H 2 0 2 + 2H a O. 

Glyoxal. Glj oxalme. Formic 

acid. 


Radziszewski (Ber., 15, 1495) has suggested that the second of 
these reactions occurs in two stages. In the first stage 1 mol. of 
glyoxal is hydrolysed, yielding formaldehyde and formic acid; in the 
second, the formaldehyde reacts with another mol. of glyoxal and 
2 mols. of ammonia, eliminating water and forming glyoxaline:— 

(a,.) C 2 H 2 0 2 + H 3 0 — CH 2 0 + CH 2 0 2 . 

(6.) C 2 H 2 0 2 + CH 2 0 + 2NH 3 = 0 3 HJN 2 + 8H*0. 

If this second stage is interpreted by the light of tbe condensations 
of dicarbonyl-compounds with aldehydes and ammonia studied by one 
of us (compare Equation II of the general reactions of this class, 
Trans., 1884, 672), the reaction would be expressed thus:— 


CHO 

I 

OHO 


CH—HR 

+ H-OHO + 2HH 3 = || >CH + 3HA 
CH- W 

Glyoxahne. 


This is the formula for glyoxaline which was proposed by one of ns 
(Ber., 15, 2419; see also Trans., 1883,17). It is in keeping with the 
reactions of the compound, and has found general acceptance. 

It occurred to us that the first of Debus’s reactions—that in which 
glycosme is formed—might in like manner be interpreted as belong¬ 
ing to the class of dicarbonyl-aldehyde-ammonia condensations. 
Q-lyoxal is, from one point of view, a dicarbonyl-compound, and from 
another a dialdehyde. It wonld, therefore, only be necessary to assume 
that, of the 3 mols. of glyoxal taking part in the reaction, one has the 
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function exercised by the aldehyde in such condensations, whilst the 
other two act as dicarbonyl-cotnpounds. On this assumption, the 
reaction would occur according to the same general equation as the 
formation of glyoxaline from glyoxal formaldehyde and ammonia 
above referred to, save that in the present case, as the aldehyde is a 
dialdehyde, the molecular proportions of the other reacting substances 
are doubled:— 


OHO 

2 | + 

CHO 

Glyoxal as 

dicarbonyl'compound. 


CHO-CHO + 4NH 3 

Glyoxal as 
aldehyde. 


CH—INK JNH—CH 

= L-X-k + 6aa 


Glycosine. 


The glyoxal molecule of aldehyde function reappears as an oxalic 
acid residue in the formula of glycosine; the two glyoxal molecules 
of dicarbonyl function reappear in the form of two unsaturated groups 
—CH I OH— (comp. Trans., 1884, 673). In this respect the reaction 
would belong to the numerous class involving mutual oxidation and 
reduction between similar molecules, to which class the aldehydes 
furnish the largest contingent. 

If the foregoing view is correct, it should be possible to substitute, 
in the foregoing reaction, for the two glyoxal molecules of dicarbonyl 
function, two diketone molecules containing the group 00*00. Thus, 
by the action of ammonia on a mixturo of benzil and glyoxal, a tetra- 
phenylglycosine should be formed:— 


C 6 H b *00 

2 1 + 
0 e H 6 *00 

Benzil. 


CHO-CHO + 4NHs 


0«H 6 *0- 

0«By<!- 


Glyo 
aide! 

“W 


Glyoxal as 
h} do. 


,HH—O-OflHs 


Sr— 

Tetraplienylglycosine. 


i 


CeH, 


+ 6H»0. 


The glyoxal was prepared by He Forcrand’s method by the oxida¬ 
tion of paraldehyde with nitric acid, not purifying the glyoxal, how¬ 
ever, but employing the syrupy mass obtained by evaporating the 
product of oxidation. The syrupy substance from 50 grams of par¬ 
aldehyde was dissolved, togother with 20 grams of bonzil, in sufficient 
alcohol to keep the whole in solution at a temperature of about 40°, 
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and the warm liquid was saturated with, gaseous ammonia. After 
standing for 12 hours, the crystalline deposit was separated by filtra¬ 
tion and warmed with, dilute hydrochloric acid, which removed some 
ordinary glycosine. The alcoholic filtrate yielded, on concentration, a 
further deposit, which was treated in the same way. The substance 
insoluble in dilute hydrochloric acid was dissolved in boiling alcohol, 
and on cooling separated in tufts of very slender, felted needles, 
which, by repeated recrystallisation, were obtained pure white. The 
yield was very small. Analysis of the substance dried at 120° gave 
figures agreeing with the formula of tetraphenylglycosine, CmHsJN* : — 

Substance. CO-. H 2 0. 


I. 0-1679 0-5048 0*0815 

II. 0-1668 0-5038 0-0774 


TTT - 0*1200 gram, burnt with copper oxide in a vacuum, gave 
22*63 c.c. of a mixture of nitrogen and nitric oxide, measured dry at 
18° and under 468*1 mm. pressure. After absorption of the nitric 
oxide, there remained 22-63 c.c. of dry nitrogen at 18-2° and under 
399*6 mm, pressure. 


Calculated for 

4AA. 

* 


Pound. 

f -*-» 

i. ii. in. 


0,0.... 

.. 360 

82-19 

82-00 

82-28 — 

H22 ... 

.. 22 

5-02 

5-39 

5-16 — 

N4 • • . • 

.. 56 

12-79 

— 

— 12-68 


438 

100-00 




Tetraphenylglycosine is fairly soluble in hot, sparingly solhble in 
cold alcohol; readily soluble in glacial acetic acid. The solutions 
have a strong blue fluorescence. The crystals from alcohol have the 
formula CjoEUNfeC 2 H 6 0, but part with their alcohol over sulphuric 
acid, or when heated to 100°. Concentrated sulphuric acid dissolves 
it in the cold with a splendid green flnorescence. The dry substance 
becomes very electric when rubbed. Exposed to daylight it turns 
pink. The melting point, which lies above 300°, was not determined. 
Wanning with alcoholic hydrochloric acid converts it into a hydro¬ 
chloride, which forms strongly-refracting, yellow needles, differing in 
form from those of the base; but on drying the salt parts with a 
portion of its acid, and gave varying figures on analysis. 

Debus regards as the most probable constitution of glycosine that 
of a tertiary amine formulated on the quadruple ammonia-type (see 
reaction I). The formula above suggested differs from this in con- 
taming two imido-groups. In order to prove the presence of two 
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displaceable hydrogen-atoms, we have studied the action of benzyl 
chloride on glycosine. 

Glycosine, prepared from glyoxal and ammonia,* was heated with 
an excess of benzyl chloride to the boiling point of the latter, nntil 
the whole formed a clear liquid, an operation requiring some time. 
The product was boiled with very dilute hydrochloric acid, which 
extracted the hydrochloride of a base. The base was precipitated 
with ammonia and purified by repeated recrystallisation from hot 
alcohol in which, unlike glycosine, it is very readily soluble. The 
crystals, which are only fully deposited after long standing, form 
colourless, transparent, oblique plates, sometimes grouped in rosettes, 
melting, with previous softening, at 145°—a melting point which is 
possibly somewhat too low, as the quantity of substance was insuffi¬ 
cient for further recrystalli&ation. It is readily soluble in benzene, 
sparingly soluble in light petroleum. Analyses, in which we were 
obliged to content ourselves with a very small quantity of substance, 
gave figures agreeing fairly with the formula of a dibenzyl glycosine, 
C e HJsr 2 (N--C 7 H 7 ) 2 :— 

I. 0*1118 gram gave 0*3105 gram C0 2 and 0*0589 gram H a O. 

II. 0*0671 gram, burnt with copper oxide in a vacuum, gave 
13*79 c.c. of a mixture of nitrogen and nitric oxide, measured 
dry at 13*5° and under 590*7 mm. pressure. After absorption 
of the nitric oxide there remained 13*79 c.c. dry nitrogen at 
13*5° and under 543 mm. pressure. 


Calculated for 
CeH^N-CyH*)*. 



( - 

" A ---\ 

Pound. 

Cjo • * • • i 

.... 240 

76-43 

75-74 

His * • • • - 

.... 18 

5-73 

5-84 

N* . 

.... 56 

17-84 

18-35 


314 

100-00 

99-93 


The values found for carbon and nitrogen would suggest that the 
substance was contaminated with a small quantity of a monobonzyl- 
derivative. 

The quantity at our disposal barely sufficed for analysis, so that we 
were unable to examine the salts of this base. Its existence proves 
the presence in glycosine of two displaceable hydrogen-atoms attached 
to nitrogen. 

* We aleo tried Pinner’s method of preparing glycosine from triohlorolactio acid 
and ammonia (Per., 17, 2000), but found the yield small and the substance difficult 
to purify. 
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In conclusion, we will communicate some observations relating to 
glycosine itself, but not bearing directly on tbe question of its consti¬ 
tution. 

We find that glycosine can be recrystallised from boiling alcohol. 
It is only very sparingly soluble, but by employing a large bulk of 
liquid it is obtained in tufts of long white lustrous needles. 

Tn his original memoir (Joe. oit .), Debus gives a fnll analysis of the 
diacid platinichloride of glycosine, C 6 H 6 ]N 4 ,H 3 PtCl 6 ; but, as regards the 
free base, he only publishes a nitrogen determination, stating that the 
carbon and hydrogen determination was lost, and that want of material 
prevented him from repeating the combustion. Kekul4 ( Lehrbuch , 
2, 23) suggests that possibly glycosine and glyoxaline have the same 
composition, and are perhaps related to one another like hydrobenz- 
amide and amarine. It therefore appeared to us of importance to 
make a combustion of glycosine, especially as the only combustions of 
it that appear to have been made—those by Pinner (Per,, 17 , 2000)— 
give the carbon 1*5 per cent, too low, and would, therefore, so far as 
this element is concerned, agree better with the formula of an isomer- 
ide of glyoxaline than with the accepted formula of glycosine. We 
employed for analysis the substance purified as above by recrystallisa¬ 
tion from alcohol:— 

0*1402 gram gave 0*2748 gram C0 2 and 0*0582 gram H a O. 


Calculated for 
C 6 H 6 N 4 . 


t --— ^ jo ourta. 

C B . 72 537 8 53*45 

H 6 . 6 4*48 4*61 

3ST*.... 56 4179 — 


134 100*00 

We have also examined the platinichlorides of glycosine. By 
following the directions given by Debus we obtained the diacid salt, 
CeHeNfcHoPtCle, and confirmed its composition by a platinum deter¬ 
mination. We have also obtained a monacid salt, (CoH 6 N 4 ) 2 ,H 2 PtCl B , 
the existence of which was suspected by Debus, and a tetracid salt 
CeHBN 4 ,(H 3 PtCl 6 ) 2 . " 9 

The monacid platinichloride was obtained by adding a very dilute 
solution of platinic chloride to an excess of a solution of glycosine 
hydrochloride. It formed a pale bufir-coloured precipitate which was 
homogeneous under the microscope, and consisted of hair-like crys¬ 
tals:— 

0*0956 gram, previously dried in the steam-oven, gave on ignition 
0*0268 gram platinum. 
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Calculated for 

(CeHgTfJgjHaPtCIe.* Pound. 

Pt in 100 parts. 28-71 28'03 

The tetracid platinichloride is, of the three salts, that which is most 
readily prepared in a pure state. Excess of platinic chloride was 
added to a solution of glycosine hydrochloride, and the liquid was 
heated until the precipitate which was at first formed redissolved. 
On cooling, the tetracid salt separated in deep-yellow crystals, which 
were washed with dilute hydrochloric acid and then dried. The air- 
dried salt did not lose weight even at 120°. 

0‘1622 gram gave on ignition 0*0667 gram platinum. 

Calculated for 

(ByPK^s) 2 - Pound. 

Pt in 100 parts.. 40 82 41*12 

It should he mentioned that a suggestion regarding the constitu¬ 
tion of glycosine, similar to that here developed, has been thrown 
out by Wallach. He says (Per., 16, 545, footnote) :—“ Glycosine 
probably stands in the same relation to glyoxaline as dioxalethyline 
to oxalethyline.” It is to be remarked, however, that dioxalethyline 
appears to be derived from an isomeride of glycosine in which the two 
glyoxaline complexes are united at a different point. 

Normal School of Science , 

South Kensington. 


L .—JDijphenylglyoxalinc and Methjldiphenylglyoxaline . 

By Francis R. Japp, F.R.S. 

I received from Mr. W. Palmer Wynne about 3 grams of a 
crystalline base which he had obtained in very small quantity, 
together with imabenzil, benzilimide, and benzilam, by dissolving 
benzil in warm “ methylated spirit ” and saturating the solution with 
ammonia. The base remained in the last mother-liquors. It had 
been separated into several fractions, the pnrest having a pale pink 
colour and melting at 218°, whilst the less pure portions were dark- 
coloured and melted at 220—224°. 

As the quantity was so small, I first attempted to prepare more of 
this base, and thinking that it might be a hitherto unobserved 
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product of the action of alcoholic ammonia on benzil, substituted 
absolute alcohol for the methylated spirit of Mr. Wynne’s experiment; 
but the only basic substance obtained was methyldiphonylglyoxaline 
(m. p. 235°), showing that the alcohol in question contained aldehyde. 
Before u sing the alcohol, therefore, it was boiled for several hours 
with caustic potash, to destroy aldehyde, and then distilled; but even 
then it yielded a trace of methyldiphenylglyoxaline, showing that the 
aldehyde had not been entirely removed. Mr. Wynne’s base was not 
formed, and must therefore have owed its origin to some impurity in 
the methylated spirit employed. 

The experiment was then repeated, using methylated spirit; but 
again only methyldiphenylglyoxaline was obtained. The particular 
sample of methylated spirit employed by Mr. Wynne was unfortu¬ 
nately not available. 

As the impurity in question was doubtless introduced into the 
methylated spirit with the crude wood spirit, I dissolved 50 grams of 
benzil in a large volume (about 4 litres) of commercial methyl alcohol, 
added a quantity of strong aqueous ammonia, and digested the whole 
on the water-bath for several hours. The methyl alcohol was then 
driven off, and the residue extracted with hot, very dilute hydro¬ 
chloric acid. Ammonia precipitated from the hydrochloric acid solu¬ 
tion a considerable quantity of a solid base, which was recrystallised 
from alcohol until colourless, when it melted constantly at 227°. The 
crystals from alcohol are of two forms: from hot alcohol the sub¬ 
stance separates on cooling in long, oblique crystals (monosymmetric), 
which, on standing in the cold solution for some days, gradually 
redissolve, whilst lustrous short crystals (also monosymmetric, but 
not referable to the same parameters) are deposited; the latter form 
also separates from the cold alcoholic solution by spontaneous evapo¬ 
ration. Neither form contains alcohol of crystallisation; but the 
crystals from the hot solution, when heated to 120°, become opaque, 
without change of weight, being probably converted into aggregates 
of crystals of the second form. Analysis led to the formula CisHuNa:— 

Substance. C0 2 . H^O 


I. 0*1018 0*3041 0 0509 

II. 0*1106 0*3303 0*0552 


III. 0 0883 gram, burnt with copper oxide in a vacuum, gave 
13*79 c.c. of a mixture of nitrogen and nitric oxide, measured dry at 
13*5°, and under 530*2 mm. pressure. After absorption of the nitric 
oxide there remained 13*79 c.c. of dry nitrogen at 13*5° and under 
504*2 mm. pressure. 
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Calculated for Pound. 



CWST* 

/---» 


II. 

"a 


.. 180 

81*82 

81-47 

81-45 

— 

Hi2- . . . 

.. 12 

5*46 

5-57 

5-55 

— 

n 2 .... 

.. 28 

12-72 

— 

— 

12-72 


220 

100*00 





The platinich Toride was obtained as a pale-yellow, amorphous pre¬ 
cipitate, speedily changing into microscopic, flat needles, when 
platinic chloride was added to a solution of the hydrochloride of the 
base. The air-dried salt did not lose weight even at 120°. 

0*1026 gram gave on ignition 0*0234 gram platinum. 

Calculated for 

(CiAsN^H^tCl*, Pound. 

Pt in 100 parts. 22*90 22 81 


The formula C«Hi»Ns is that of a diphenylghjoxaline, which would 
be formed from benzil, formaldehyde, and ammonia according to the 
equation— 


CeHs-CO 

CJHj-io 


OA-O—NR 

+ H-CHO + 2NHa « J ^)CH + 3H,0. 

Diphenylglyoxalme. 


In order to ascertain whether this compound, which had not 
hitherto been obtained, really was formed in this way, an alcoholic 
solution of benzil and formaldehyde (the latter prepared by Loew’s 
method, by passing a mixture of methyl alcohol vapour and air over 
heated copper spirals) was warmed with ammonia. It was found 
that diphenylglyoxalinc, identical in every respect with the foregoing 
base, could thus bo prepared in any desired quantity. 

I am indebted to Mr. L. Plotcber for the following description of 
the crystals of this compound:— 

“ DiphenylglyoxaJine is dimorphous, the crystals obtained on cooling 
of a hot alcoholic solution being distinct from those deposited on 
spontaneous evaporation of the solution. 


<e A. Crystals from Alcoholic Solution on Spontaneous Evaporation . 

“ System. —Monosymmetric. 

“ Elements.— a: h : c :: 1*227 : 1 : 1*027; ij = 121° 17'. 

Or, 101*100 = 32° 13'; 111*010 = 61° 18'; 101*001 = 26° 30'. 

“ Forms observed.— a{100}, 5{010}, c{001}, w{110}, *{101}, ^{011}, 

Q v 9. 
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<e The development is illustrated in Fig. 1. The faces of the form 
{100} are either absent or very small. 

« The narrow faces of the form {011} are not shown in the figure. 

Fig. 1. 



“ The following measurements were obtained from five crystals— 


Angles. Observed Calculated. 

lm . 43° 29'—43° 40' 43° 38' 

mm, . 92 43—92 45 92 44 

m7Hx. 87 8—87 20 87 16 

ct . 51 14—51 42 51 41 

eg . 41 3 — 41 17 

cm .. 69 2 — 69 0 


“ B. Diphenylglyoxaline , GrystaUised from Sot Alcohol. 

“ System.— Monosymmetric. 

“ Elements.— a : b : c :: 1*394 : 1 : 1*269; vj = 120° 44 1 . 

Or, 101*100 = 31° 10'; 111*010 = 56° 43'; 101*001 = 28° 6'. 

« Foems observed.— a{100}, c{001}, d{I02}, <{101}, e{122},/{322}. 


Fig 2. 
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“ The development is illustrated in Fig. 2. The crystals are tabular 
through the extension of the faces of the form {100}, and are 
elongated parallel to the axis of symmetry: the narrow faces of the 
form {101} are not shown in the figure. There are easy cleavages 
parallel to the faces of both {001} and {100}. 

“The following measurements were obtained from three crystals:— 


Angles. Observed. Calculated. 

ac. 59° 14', 59° 16', 59° 18' 59° 16' 

cd . 27 6 27 7 27 10 27 1 

dt . 28 30 28 32 28 38 

td .. 65 4 65 6 65 5 

ae. 87 55 87 55 87 42 

ef . 33 42 33 53 33 54 

fa . 58 15 58 19 58 24 

de . 51 35 51 44 51 45 51 42 

ee x . 76 39 76 36” 


The crystals of diphenylglyoxaline, deposited from cold alcohol, 
closely resembled those of Mr. Wynne’s base; but the difference in 
the melting points (227° and 218°) made it somewhat improbable 
that the two compounds were identical, especially as the effect of 
purification appeared to be to lower still further the melting point of 
Mr. Wynne’s base. As the attempts to preparo a fresh supply of this 
base had thus proved unsuccessful, I set to work to purify tho small 
quantify at my disposal, with a view to analysing it, and for this 
purpose dissolved the less pure fractions in dilute hydrochloric acid, 
intending to recrystallise the hydrochloride. It was immediately 
evident, however, cither that the substance was a mixture, or that the 
hydrochloride crystallised in two forms. The hot solution of the 
hydrochloride, on cooling, deposited first a granular crystallisation, 
appearing under the Ions as minute plates; afterwards tufts of fine 
silky needles began to separate, ultimately filling tho ontiro liquid. 
The purest specimen of the base, in spite of its homogeneous appear¬ 
ance, behaved in a similar manner when dissolved in hydrochloric 
acid, except that tho proportion of needle-shaped crystals was much 
smaller. These tufts of needles exactly resembled, both in appearance 
and in their manner of starting from the surface of the liquid, 
the hydrochloride of methyldiphenylglyoxaline, a substance which, as 
the foregoing experiment with methylated spirit, benzil, and ammonia 
showed, was very likely to be present. Advantage was therofore 
taken of the property which the needle-shaped crystallisation of this 
hydrochloride possesses of not separating from solutions from which 
air is excluded (Trans., 1886, 466), and the hydrochloride of Mr. 
Wynne’s base was allowed to crystallise in corked test-tubes, into 
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which the solution was poured while still hot. As soon as the sepa¬ 
ration of granular crystals was complete, the liquid with the crystals 
was filtered very rapidly through a platinum cone, and the crystals 
washed with water. Almost immediately a separation of needle- 
shaped crystals commenced in the filtrate, and in a few minutes the 
whole had solidified to a mass of these needles. These were separated 
by filtration, and the base liberated by ammonia and crystallised from 
alcohol, from which it separated in the characteristic forms of 
methyldiphenylglyoxaline, melting, like this base, at 235°. The 
whole of the methyldiphenylglyoxaline was not, however, removed 
from the substance in this one operation: beyond a certain concen¬ 
tration methyldiphenylglyoxaline hydrochloride, when allowed to 
crystallise in closed vessels, deposits granular crystals (Trans., 1886, 
466), indistinguishable from those above described. In order to 
obtain the hydrochloride of the new base pure the crystallisation in 
closed vessels had to be repeated several times. From tho various 
filtrates, after the needle-shaped crystals had been allowed to separate 
by exposure to the air, a further quantity of the now hydrochloride 
could be obtained, always mixed, however, with more or loss of the 
needles. The test of punty, in every case, was to dissolve the new 
hydrochloride in a small quantity of water and allow it to evaporate 
spontaneously to dryness. If the whole crystallisation consisted of 
minute plates, the salt was taken as pure; if tufts of needles also 
appeared, the recrystallisation in closed vessels was repeated. 

The new base, liberated from the purified hydrochloride, was three 
times recrystallised from alcohol. It was now colourless, and molted 
at 217 218°. The quantity was much diminished, since, apart from 
unavoidable loss in purification, about one-third of the original 
substance had been removed as methyldiphenylglyoxaline. 

Analysis gave figures intermediate between those required for 
diphenylglyoxaline and methyldiphenylglyoxaline, or agreeing with 
the formula of a molecular combination of these two bases:_■ 

I. 0T281 gram gave 0*3842 CO* and 0*0689 H s O. 

II. 0*1105 gram, burnt with copper oxide in a vacuum, gave 
22 63 c.c. of a mixture of nitrogen and nitric oxide, measured dry at 
19*5° and under 408*8 mm. pressure. After absorption of the nitric 
oxide there remained 22*63 c.c. of dry nitrogen at 20° and under 
377*1 mm. pressure. 

Calculated for 




Osl • • • • 

.... 372 

81-93 

found. 

81*80 

h-26 « • • • 

.... 26 

5-73 

5*98 

N 4 . 

.... 56 

12-34 

12-40 


454 

100-00 

10018 
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In order to ascertain whether this substance really was a molecular 
compound of this description, a mixture of diphenylglyoxaline and 
methyldiphenylglyoxaline, in equal molecular proportions, was dis¬ 
solved in hydrochloric acid, and, after evaporating to drynoss to expel 
the excess of acid, which otherwise interferes with the crystallisation, 
was redissolved in water and allowed to crystallise. The entire 
substance, even when the solution was allowed to evaporate sponta¬ 
neously to dryness, was deposited in minute plates, exactly resembling 
the granular crystallisation of the hydrochloride of Mr. Wynne’s base, 
none of the characteristic needles of methyldiphenylglyoxaline hydro¬ 
chloride showing themselves. The mixed base was then liberated by 
ammonia and dissolved in alcohol, which deposited it in crystals 
indistinguishable from those of Mr. Wynne’s base and, like these, 
melting at 217—218°. I have to thank Mr. Fletcher for finally 
establishing the identity by crystallographical measurements. He 
writes as follows:— 

“Base from c Methylated SpiritBenzil, and Ammonia . 

“ The crystals are identical in their crystallographic characters 
with those of the mixed base diphenylglyoxaline 4- methyldiphenyl- 
glyoxalme. Melting point 217—218°. 

44 The first crystals measured were pink; those received later were 
colourless. 

Eio. 3. 



44 System. —Monosymmetric. 

44 Elements. —a : b : c :: 1*212 : 1 : 1*076; y = 120° 30'. 

Or, 101*100 = 31° 42'; 111*010 = 60° 31'; 101*001 = 27° 48'. 

4t Forms observed.— a{100}, fc{010}, c{001}, m{110}, *{I01}, «*{201}. 

44 The development is illustrated in Fig. 3. The faces of the form 
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{100} are either absent or very small on the synthetic crystals, as on 
those of diphenylglyoxaline deposited by spontaneous evaporation 
(p. 560), with which latter those of this double base are isomorphons, 
the angles in the prism-zone being virtually identical, but the angle 
ct differing by 2° 37' in the two substances. It may be added that 
the angle bm in the prism-zone of the isomorphons crystals is almost 
identical with the angle 001*012 in one of the principal zones of the 
crystals of methyldiphenylglyoxaline (Trans., 1886, 465); the angle 
bm of the mixed base is 43° 45', the angle bm of diphenylglyoxaline 
(A) is 43° 38', whilst the angle 001—012 of methyldiphenyl¬ 
glyoxaline is 48° 58'. It was only on the synthetic crystals that the 
small triangular faces of the form {201} were observed. There is an 
easy cleavage parallel to the basal pinacoid {001}. One of the 
pink crystals was twinned, the twin-plane and composition-plane 
being (001). 

“ The following measurements were obtained from seven crystals:— 


Angles. Observed limits. Best angles. Calculated. 

bm . 41° 38'—47° 46' — 43° 45' 

. 92 8 —93 23 — 92 30 

ma . 45 4—49 39 46° 16' 46 15 

ac . 57 13—59 13 59 0 59 30 

ct . 52 49—56 27 54 15 54 18 

to . 30 53—32 59 31 56 31 59 

uc . 93 45—95 11 — 93 43 

ta . 67 0—71 30 67 19 66 12 


u The variation of the angles is due to the curvature and striation 
of the faces.” 

The specimen of methylated spirit employed by Mr. Wynne thoro- 
fore contained both acetaldehyde and formaldehyde, the latter of 
course introduced along with the wood spirit. The elaborate process 
of purification to which I had subjected the hydrochloride of tho base 
merely had the effect of removing the excess of methyldiphenyl¬ 
glyoxaline hydrochloride. Beyond the point at which the two salts 
crystallise together, no further separation was possible by the method 
employed. Whether this point exactly corresponds with the combi¬ 
nation in equimolecular proportions I am unable to affirm with 
certainty; but the results both of analysis and of the synthetic pre¬ 
paration of the mixed base point that way. 

I have to thank my late assistant, Mr. Cosmo Innes Burton, B.Sc., 
for the care with which he has made the analyses given in this paper. 

Normal School of Science, 

South Kensington. 
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LI.— On the Atomic Weight of Gold . 

By T. E. Thorpe, F.R.S., and A. P. Laurie, B.A. 

Although gold is not usually regarded “by chemists as one of the 
“ rare ” elements, it is remarkable that few atomic weights have been 
more imperfectly determined than that of this metal. This may be 
partly due to the circumstance that gold and its compounds have 
hitherto played a comparatively unimportant part as chemical reagents, 
and that the value of its atomic weight enters but seldom into 
chemical calculations. An additional reason may bo found in the 
experimental difficulties with which such a determination is sur¬ 
rounded, owing to the unstablo character of gold compounds in 
general. It is of course desirable that this, like every other stoichio- 
metrical constant, should be known with the greatest attainable 
precision in view of the far wider question than that of mere chemical 
equivalence with which the chemical philosophy of to-day deals. In 
the special case of gold, there is the further reason that the position 
of this metal in the system of the chemical elements, as determined 
by MendeleefPs law, would seem to require a distinctly higher value 
for the atomic weight than is usually assigned to it. For these 
reasons, therefore, we were induced to undertake the revision of tho 
atomic weight of gold, which forms the subject of the present com¬ 
munication. 

Shortly after the publication by Dalton of his first table of atomic 
weights, attempts were made independently by Proust and Oberkampf 
in 1806 ( Gehlen’s Joum ., 1, 487) to determine tho relation of gold to 
oxygen from the analysis of gold monoxide. Similar experiments 
wero also made by Dalton, but the numbers obtained by all those 
observers were, as might bo expected, not veiy concordant. Indeed, 
in the “New System of Chemical Philosophy,” Dalton remarks “that 
the weight of an atom of gold is not easily ascertained because of tho 
uncertainty in the proportions of the elements forming tho compounds 
into which it enters. It is probably not less than 140 nor more than 
200 times the weight of an atom of hydrogen.” (“A New System of 
Chemical Philosophy,” Part II, p. 250.) 

The first approximately accurate determination of tho atomic 
weight of gold was made by Berzelius in 1818 (Kgl. Vebensk . Acad . 
Handle 1813, p. 185; details taken from Sebelieu’s “ Beitrdge zwr 
Qeschichte der Atomgewichte ”). A neutral solution of auric chlorido 
was digested for seveial days with a weighed quantity of mercury, in 
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amount equal to about half that of the gold present, until the whole 
of the mercury was apparently dissolved. The precipitated gold was 
collected and weighed and afterwards strongly heated to expel the 
ftma.11 quantity of mercury which invariably amalgamated with it; 
the volatilised mercury being collected and its weight subtracted 
from that originally taken. On the basis of Sefstrom’s determination 
of the ratio between oxygen and mercury, Berzelius found from the 
two experiments which he made that Au = 1242*05 and 1249*65 
{0 = 100). Prom the relation Au a : O a = 100 : 12*040, Berzelius 
concluded that the mean value of Au = 1246. Taking H = 1, this 
value gives for Au 198*8. If Hg = 199*6, the two experiments give 
respectively Au = 196*0 and 197*3. 

Pelletier {Ann. Ohim. Phys., 15, 5), who first prepared aurous 
iodide, attempted to determine the atomic weight of gold by heating 
that salt and weighing the residue, which he regarded as pure gold. 
Prom the relation 100 gold : 51*515 iodine, he found the value of 
Au = 235 6. This abnormally high value doubtless arises from the 
instability of aurous iodide: the salt cannot be dried without loss of 
iodine, and decomposes even on exposure to light. 

Javal {Ann. Ohim. PJiys ., 17, 337), by heating auric oxide, 
Au 2 0 3 , prepared by adding baryta-water to a solution of auric chloride, 
obtained the relation Au 3 : 0 3 = 100 : 11*909, whence Au = 201*0. 
Even higher values were given by Piguier {Ann. Ohim. PJiys., 19) 
from the analyses of the chloro-aurate of sodium. The gold was 
separated by means of sulphuretted hydrogen and the sodium chloride 
in the filtrate recovered by evaporation, the total chlorine in the 
double salt being determined in a separate portion by precipitation 
with silver. No numerical details of the analysis are given. The 
percentage composition of the salt is stated as 69*3 Au01 3 , 14*lNa01, 
and 16*6 H a O, whence Piguier deduces the value Au = 248*6. But 
from the relation NaCl: AuC1 3 = 14*1: 69*3, the real value to be 
deduced from Piguier’s numbers is 168. 

In 1844, Berzelius {Berz. JaJvr 25, 41) again determined the 
atomic weight of gold by reducing chloro-aurate of po tassi um in 
hydrogen, weighing the residue, treating the mass with wator, and 
weighing the gold. As these experiments have afforded the results 
upon which the usually accepted value for Au is based, it may be 
advisable to give the numerical details of the estimations. 

The numbers are as follows:— 
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Double salt 
taken. 

Residue. 

Potassium 

chloride. 

Gold. 

I. 

grams. 

4*1445 

grams. 

2-9775 

grams. 

0 8185 

grams. 

2-159 

II. 

2-2495 

1-61625 

0 ‘44425 

1-172 

m. 

5-1800 

8-6860 

i -oms 

2-67226 

TV . 

8-4180 

2-45125 

0*6740 

1-77725 

v. 

4-19975 

8 -01975 

0*8295 

! 2-1880 


— 

— 

3-7800 

9-9685 


From the relation KOI: An = 3*78 : 9‘9685 we find that An = 
196*2 (H = 1). 

In 1850, Levol (Ann. GJiim. Pliys. [3], 30, 59) sought to determine 
the atomic weight of gold by dissolving a known weight of the metal 
in aqua regia and expelling the nitric acid from the chloride by 
repeated evaporation with hydrochloric acid, and reducing the aqneous 
solution by means of sulphur dioxide. 

2AuCl s + 3S0 8 + 6H 2 0 == Au 2 + 3S0 4 H 2 + 6HC1. 

The sulphuric acid in the filtrate was then estimated as barium 
sulphate. As the result of two experiments, Levol found that 1 gram 
of gold was equivalent in the above equation to 1*782 grams of 
barium sulphate, whence he deduced the value Au = 195*9. Taking 
Stas’s numbers for the molecular weight of BaSCh, the value becomes 
195*5. 

Julius Thomsen found that hydrogen bromo-aurate, 
AuBr 3j HBr,5H 2 0, 

contained 32*11 per cent, of gold and 52*00 per cent, of bromine, from 
which he concludes that Au is probably about 197 (J. pr. Ohem., 1876, 
13, 345). 

It must be obvious that much of the discrepancy between the 
results of the foregoing observations can only be duo to the very 
unstable nature of the gold compounds employed. On the other hand, 
some of the quantitative methods are bad in principle, and even with 
the most careful manipulation would be quite incapable of affording 
accurate values. The best methods would seem to be those of Figuier, 
and more especially of Berzelius; but, on reflection, it appeared to us 
unlikely that a mere repetition of the Swedish chemist’s experiments, 
even if made with all the resources of modem quantitative analysis, 
would furnish us with more trustworthy numbers. A careful con¬ 
sideration of the properties of such gold compounds as seemed 
suitable induced us to hope that the bromo-aurate of potassium might 
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prove to Id© well adapted to oar purpose. A number of specimens of 
this salt were therefore prepared by various methods and repeatedly 
crystallised. It was found that the ratio of the auric bromide to the 
potassium bromide in the double salt was perfectly constant even 
after five and six crystallisations. The salt, too, is easily decomposed, 
and at temperatures far below that at which potassium bromide 
volatilises. We doubt, however, whether the salt can be wholly 
dehydrated by heating, without loss of bromine; hence, as will be 
seen below, our method of analysis was so devised as to obviate the 
necessity of drying the salt. We found that the mixture of finely 
divided gold and potassium bromide could be weighed in a covered 
porcelain crucible without risk of error from hygroscopic moisture, 
and there was no difficulty in separating the last traces of the 
alkaline bromide by treatment with hot water. Samples of gold so 
washed, dried at 140—150°, and weighed, showed no loss of weight 
after being heated for two or three hours to the highest temperature 
of a muffle furnace. 

These preliminary points being satisfactorily settled, we arranged 
the following plan of work:—An unweighed quantity of the bromo- 
aurate (say from 12 to 15 grams) was placed in a large porcelain 
crucible, previously weighed against a precisely similar crucible, and 
then heated for some hours at a temperature gradually increasing to 
about 160°, after which it was still more strongly heated over a small 
Bunsen flame. The auric bromide readily parts with its bromine, and 
with due care there is no risk of loss by decrepitation or by the potas¬ 
sium salt being mechanically carried away with the escaping bromine. 
The tare is of course heated in precisely the same way, both crucibles, 
in fact, being treated from first to last in the same manner. Tho 
decomposed salt was then weighed, and the salt again heated in order 
to ascertain that the weight was constant. 

By treatment with hot water, the potassium bromido was separated 
from the gold, the solution being drawn over by the method of reverse 
filtration which one of us has already employed in the courso of the 
experiments which served to fix the atomic weight of titanium 
( Chem . Soc. Journ Trans., 1885, 47, 108). The washed gold 
was then heated in a muffle in a porcelain crucible, and weighed 
against a similar crucible similarly treated and used as a tare. The 
ratio of the weight of the gold to that of the potassium br omid e 
afforded one value for the atomic weight of gold, 

A second value for Au is got by comparing the weight of the 
washed gold with that of the silver which would be required to 
precipitate the whole of the bromine in the solution of potassi um 
bromide. 

And lastly, a third value is found by comparing the weight of the 
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washed gold with the weight of the silver bromide formed in the 
second series of observations. 

Two balances were made use of in the course of the determinations, 
a long-beamed instrument by Oertling, and a short-beamed instru¬ 
ment by Wolters, for the loan of which we are indebted to Dr. Hodg- 
kinson. The weights were of gilded brass by Standinger; they were 
the set already used by one of ns in the determination of the atomic 
weight of titanium, and had been previously compared amongst 
themselves and their errors determined by the method of vibrations. 
The weighings were made by the method of vibrations, the balances 
being placed in a room set apart for the purpose. 

The corrections employed for reduction to a standard atmosphere 
were as follows:— 

Per gram of gold = — 0*00010 

„ potassium bromide = ~f 0*00031 

„ silver bromide = + 0*00006 

„ silver = — O'00002 

The method adopted for the preparation of the silver was identical 

with that already described in the memoir “ On the Atomic Weight of 
Titanium ” (loc. cit.). It consisted in reducing purified silver chloride 
by means of hot solutions of pure soda and milk-sugar in silver vessels, 
treating the reduced silver with ammonia, washing with distilled 
water, and fusing on a support of “ brasqued ” lamp-black. 

The fusion was made at the lowest possible temperature, and as the 
metal cooled it was surrounded by a faintly lnminous flame in order 
to diminish the chance of the occlusion of oxygen. There can, how¬ 
ever, he little doubt that the error due to this cause is much loss than 
the observations of Dumas would seem to imply. Mallet, in the 
course of his experiments on the determination of the atomic weight 
of aluminium, found only about 30 c.c. of oxygen per kilo, of silver, 
and more recently van der Plants (Bciblattcr, Ann. Fhys. Ohem., 10, 
5*79) observed that silver prepared by Stas's method lost no weight 
on being heated in a vacuum or in a stream of hydrogen or carbon 
monoxide. 

Professor Roberts-Austen, who has in many ways shown a very 
practical interest in our work, was good enough to compare the silver 
thus prepared with the standard trial plate used in connection with 
the coinage. He reported that after very careful assays, two from 
each of the four sample buttons sent, it appeared safe to conclude that 
the silver in question had a standard fineness of 999*5, the trial plate 
being taken as 1000*0. 

The method of preparing the pure silver for this plate is described 
in the “Report of the Deputy Master of tbe Royal Mint” for 1873. 
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It was identical with that recommended by Stas, depending upon the 
reduction of an ammoniacal solution of a silver salt by moans of 
ammoniacal cuprous sulphite, and the purity of the metal was tested 
by distillation in a lime crucible by the aid of the oxybydrogen blow¬ 
pipe. It is the practice in the Mint to regard the fineness of the trial 
plate as 999*9 compared with silver prepared by Stas himself. On 
the basis of these comparisons, we have assumed that 1 gram of the 
metal employed by us contained 0*9994 gram of real silver. 

The gold was prepared from old assay cornets, by dissolving them in 
nitrohydrochloric acid, evaporating to get rid of excess of nitric acid, 
diluting with a large quantity of distilled water, and allowing it to 
stand for some weeks to remove traces of silver. It was then pre¬ 
cipitated by well-washed sulphurous acid gas, and the spongy precipi¬ 
tate repeatedly boiled with distilled water till every trace of chlorine 
was removed. The cornets used were those obtained from the check 
assays, and consisted originally of pure gold. 

The gold used, after preparation, was assayed against the trial 
plate at the Mint. Taking the trial plate as 1000, this gold is 999*93. 
The trial plate itself is not so pure as it was before rolling, being 
reduced from 1000 before rolling to 999*95 after rolling. Conse¬ 
quently the purity of the gold used as compared with the original 
trial plate is 999*88. 

Of this trial plate, Professor Roberts-Austen states in the Mint 
Report, that he has never been able to obtain from any source gold in 
a greater state of purity. In its preparation, special care was taken to 
remove traces of platinum* by treating the dissolved gold with alcohol 
and chloride of potassium. 

potassium bromide was prepared from the potassium 
brttaodfc made according to the Pharmacopoeia. It was found to be 
absolidjljy free from iodine, and was treated to remove any possible 
traces o£ chlorine by dissolving in water and adding sufficient abso¬ 
lute alcohol to produce a slight precipitation of the KBr. The solu¬ 
tion waft then filtered and evaporated, and the bromide allowed to 
crystallise out. These crystals, drained of mother-liquor, wore dis¬ 
solved and again partially precipitated with alcohol. The crystals 
obtained from the second filtration were drained, dried, and heated 
over a Bunsen in a porcelain crncible. 

The bromine was prepared from the pnnfied potassium bromi&e by 

* The effect of any trace of platinum, if present, would he to lower the atomic 
weight. The double bromide of potassium and platinum is a sparingly soluble 
salt. Platinum present in the gold used for assaying, is revealed at once by the 
appearance and behaviour of the button of alloy obtained in cupelling, even though 
only present in minute quantities. No indications of its presence have been ob¬ 
served m assaying this gold at the Mint. 
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distill in g it with pure chromic acid and pure sulphuric acid. The 
bromine thus obtained was carefully redistilled. It still contained a 
little water, but this was immaterial. 

In order to prepare the potassium bromo-anrate, a weighed 
quantity of gold with its equivalent of potassium bromide was placed 
in a stoppered bottle; a large excess of bromine and a considerable 
quantity of water were next added, and the stopper inserted and tied 
down. 

At first, the reaction between the gold and the bromine was suffi¬ 
ciently vigorous to heat the contents of the bottle; afterwards it 
proceeded more slowly, and was completed in about 36 hours. When 
the gold had completely dissolved, the solution was evaporated down, 
the double salt allowed to crystallise out, and the crystals drained 
thoroughly from mother-liquor. After the third crystallisation, the 
well-drained crystals were considered sufficiently pure for the atomic 
weight determination. 

Series I. Au: KBr. 

The potassium bromo-aurate, contained in a large porcelain crucible 
of known weight, was gently heated, at first in an air-bath and then 
over the rose of a Bunsen burner until bromine was no longer evolved. 
As soon as the weight was constant, the mass was treated with hot 
water and the solution of potassium bromide was drawn over by 
reverse filtration into a bottle which could he closed by a well-fitting 
stopper. The gold was left as a loosely coherent cake of a brownish- 
yellow colour. It was readily washed, and there was no difficulty in 
removing the last traces of the potassium bromide. The gold was 
then dried in the air-batb and heated to blight redness in a muffle. 

The results of the several estimations are seen in Table I. 


Table I. 


Wfc of An + EUBr. 

Wt. of Au. 

Wt of KBr. 

At wt Au(H 

9 92441 

§•19001 

3‘73440 

196 88 

7 6467^ 

4-78957 

2-87715 

196 90 

6-68872 

4-14050 

2*49822 

196 86 

5 77784 

3-60314 

2*17410 

196 85 

5-89941 

3-67963 

2*21978 

196-89 

7 33952 

4-67757 

2-76395 

196-86 

8-60480 

6-86659 

3*23821 

196-85 

8-27939 

» 

6-16406 

3-11533 

196 89 


Series IL Au: Ag. 

The weight of the potassium bromide obtained in tbo several esti¬ 
mations being known, an amount of silver—slightly less than that 
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required for its total decomposition—was weighed out into a J-litro 
flask and dissolved in the minimum quantity of nitric acid of sp. gr. 
121. The solution was effected at the lowest possible temperature, so 
as to exclude the possibility of loss by portions being mechanically 
carried away in the gaseous products. The solution was then heated 
to expel the last traces of the lower oxides of nitrogen, diluted with 
water, and transferred to the bottle containing the potassium bromide. 
The liquid, made turbid by suspended silver bromide, was violently 
shaken until clear, and the last traces of the bromide were precipitated 
by the addition of a solution of silver nitrate of known strength 
(1 c.c. = 0*0010818 gram silver). The operation was carried out in 
substantially the same manner as that described by Stas, the rootai 
being illuminated by red light only. The results of this sories of 
experiments are seen in Table II. 

Table II. 


Weight of gold. 

Weight of silver. 

At. wfc. Au (H — 1). 

6-19001 

3*38451 

196-90 

4-76967 

2-60896 

196-82 

4-18266 

2-28830 

196-78 

4*14050 

2*26415 

196-88 

3-60344 

1-97147 

196-78 

3*67963 

2*01292 

196-81 

4-57757 

2-50334 

196-87 

5-36659 

2-93608 

196-78 

5-16406 

2-82401 

196-87 


Senes III. An: AgBr. 

The precipitated silver bromide obtained in the preceding series of 
experiments was then transferred to a weighed porcelain crucible, the 
solution of the potassium nitrate being removed by reverse filtration 
in the manner already described (be. cit). The crucible containing 
the well-washed bromide, together with the small platinum rose and 
disc of filter-paper, was heated ab first to about 90—100° and afterwards 
at about 160° until its weight was constant. In some of the experiments, 
the bromide was fused after a constant weight had been found at 160° 
and again weighed, but no alteration sufliciently large to affect the 
second decimal place in the atomic weight was ever perceived. Silver 
bromide can be thoroughly dried by sufficiently prolonged heating 
at 160°. 

The results of the several weighings are seen in Table III. 
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Table III. 


Weight of gold. 

Weight of silver bromide. 

At. wt. Au (H «= 1). 

6 *19001 

5 89199 

196 89 

4-76957 

4 54261 

196-77 

4 18266 

3 98288 

196 81 

4-14050 

3*94309 

196 79 

3-60344 

3 *43015 

196 88 

3 67963 

3 50207 

196*91 

4-57757 

4*35736 

196 88 

5 36659 

5-11U45 

196*80 


Tlie total weight of the Bilver bromide obtained from the several 
determinations given in Series III is 34*76060 grams: it was formed 
from 19 96973 grams of metallic silver employed in the preceding 
series. Hence Ag: AgBr = 1: 1*74072. 

From Marignac’s experiments {Bill. Uwiv. Geneve, 46,360) it would 
appear that— 

AgrAgBr . 1 : 1*74077 

Stas ( Nouv . Beck., p. 158, 1865) found the ratio— 

AgrAgBr . 1 : 1*74081 

The close accordance of our results with those of Stas and Marignao 
is at once a proof that the correction applied to the silver was perfectly 
valid, and that the silver bromide and hence the bromo-aurate from 
which it was derived was practically free fiom chlorine. 


Calculation of the Results, 

The value of An has been calculated from each experiment in order 
to show the agreement among the vaiious observations. Instead of 
simply taking the mean o£ the several results it is better to deduce 
the final results from the aggregate weights of the gold, potassium 
bromide, silver and silver bromide: in this way the influence of the 
large quantities employed is directly felt. 

We take from Stas the following ratios of Ag, Br, K, O, and H:— 


Ag. 6 7449 

Br. 4 99634 

K. 2 44528 

O . 1 

H. 0*06265 

VOL. LI. ' 
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On. the basis of these numbers we may thus summarise the results 
of the various observations:— 

Series I. (8 Experiments). 


An: KBr. 87-49137 : 22-61944 

„ . 1-65748:1 

Au : 0 . 12-3348 

Au:H . 196-876 


Series II. (9 Experiments). 

. 41-67403 : 22-79374 

. 1-82831:1 

. 12-3318 

. 196-837 

Series HI. (8 Experiments). 


Au: AgBr. 36'50997 : 34-76060 

.. 1-05033 :1 

Au : O. 12 3322 

An: H . 196842 


On the assumption that these values have equal weight, the final 
value from the whole 25 experiments becomes— 

Au. Diff. from mean. 

196-876 + 0-024 

196-837 - 0-015 

196-842 - 0-010 

Mean. 196-852 

Probable error of one series. + 0*014 

Probable error of result. + 0’0082 

A considerable proportion of the determinative work co nne cted 
with this investigation had been accomplished, when there appeared 
in the Ber. devi. chem. Gas. for February, 1887, a paper by H. Gerhard 
£russ on the same subjeot (20,205). We had originally contemplated 
extending our observations so as to include a direct comparison of the 
atomic weights of gold and silver, and a determination of the ratio of 
gold to cyanogen in anrous cyanide. The results we had been able to 
obtain from the potassium bromo-aurate agreed so closely with 
of Kruss that it seemed useless to prolong the inquiry. Kruss also 
made use of potassium bromo-aurate, but his method of treating the 
salt differed somewhat from that employed by us. Kruss assumed 



Au: Ag 

Au: O . 
An : H 
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that the double salt could be obtained absolutely anhydrous by heating, 
without loss of bromine, and further that it was so slightly hygro¬ 
scopic that it could be weighed without risk of absorbing moisture. 
As we had doubts on both these points, we so arranged our plan of 
work that it was unnecessary either to dry the double salt or to know 
its weight. The presence of moisture in the bromo-aurate in no 
degree affected the determination of the ratios upon which our values 
of Au depended. Kruss obtained four values for Au from his analysis 
of the bromo-aurate. A weighed quantity of the double salt was 
reduced, in some cases by heating in a current of hydrogen, and in 
others by treatment in aqueous solution with sulphurous acid. From 
the relation of the weight of the gold to (1) that of the double salt 
taken; (2) to the loss of weight in hydrogen; (3) to the total weight 
of bromine weighed as silver bromide and obtained as such by adding 
silver nitrate to the aqueous solution of the double salt after reduction 
with sulphurous acid; (4) to that of the potassium bromide obtained 
by dissolving out the potassium bromide after heating the double salt 
in hydrogen, Kruss obtained the following values:— 

Au (H =* 1). 

I. Au : KBr,Br 8 (9 experiments). 196*741 

II. Au: Br* (5 „ ). 196*748 

III Au : Br s (4 „ ). 196*619 

IV. Au: KBr (4 „ ). 196*620 

The results of I, II, and III would be affected by any moisture in 
the salt or by any loss of bromine in dehydrating. The values from IV 
are alone directly comparable with our own, as they may be regarded 
as obtained from unknown weights of the bromo-aurate. The weight 
of the potassium bromide in Kruss’s observations was, however, de¬ 
termined after the evaporation of the aqueous solution of the salt, and 
not, as in our case, by subtracting the weight of the gold from that of 
the double salt after decomposition by heat. Hence any moisture left 
in the salt after evaporation would tend to lower the atomic weight 
of Au. 

The lower value of Au obtained by Kruss from the analyses of the 
gold potassium bromide agrees, however, with the results of his 
analyses of a neutral solution of auric chloride prepared by decom¬ 
posing by warm water, auro-auric chloride obtained by Thomsen’s 
method, weighing the gold (after reduction with sulphurous acid), 
and the chlorine as silver chloride. From the relation Au: 01 3 , Kruss 
obtained An = 196*594. This value would, of course, be affected by 
any free chlorine left in the double chloride after treating the finely 
divided metal with that gas. In Kruss’s experiments, the occluded 
chlorine was removed by aspirating dry air ovor the product and then 

2 Q 2 
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allowing it to stand over soda-lime for some time before decomposi¬ 
tion with water. 

From the results of all his observations, Kruss adopts 196*64 as the 
most probable value for An—a difference of 0*21 from the mean 
value obtained by us. 

We cannot conclude this communication without expressing our 
acknowledgments to Professor Roberts-Austen and to Messrs. Rigg 
and Bailey, of the Royal Mint, for the assistance they have rendered 
us throughout the course of this investigation. 


LIT .—On the Atomic Weight of Silicon . 


By T. E. Thorpje, F.R.S., and J. W. Young, B.A. 

All the values for the atomic weight of silicon which have been 
hitherto obtained are based upon the analysis of silicon tetrachloride, 
or rather upon the ratio of equivalent weights of silicon tetrachloride, 
silver, and silver chloride. Berzelius, it is true, sought to determine 
the atomic weight of this element by converting silicon into the 
dioxide, and also from analyses of barium silicofluoride, but the results 
were recognised by him as unsatisfactory, and were practically 
withdrawn. 

In the appendix to Professor F. W. Clarke’s “ Recalculations of the 
Atomic Weights,” published by the Smithsonian Institution, the atomic 
weight of silicon is marked as “very badly determined,” and the 
statement is abundantly justified by the facts. 

The value usually given in tables of atomic weights rests upon two 
not very coucordant determinations of the ratio of silicon tetrachloride 
to silver made by Dnmas on about a couple of grams of the liquid. 
When we consider the extraordinary part which silicon plays in tlio 
inorganic world, it seems remarkable that a physical constant of so 
much importance as its atomic weight should have been allowed to 
remain so long upon such a limited experimental basis. 

The first analyses of the chloride undertaken with a view of deter¬ 
mining the atomic weight of silicon were made in 1845 by Pelouze 
( Oompt, rend ., 20, 1047) on a sample of the liquid prepared by 
Ebelmen. A known weight of silver dissolved in nitric acid was 
brought in contact with slightly more than the equivalent weight of 
silicon chloride, previously decomposed by water, and the excess of 
the chlorine precipitated by the addition of a silver solution of 
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known strength. Only two determinations were made, and they gave 
respectively Si = 28*35 and 28*46 (H = 1). 

In 1859, Dumas (Ann. Ghim. Plvys. [3], 55, 183) repeated Pelouze’s 
observations, and in two experiments obtained Si = 27*95 and 
28*11. 

Schiel (Annalen, 120, 94) in 1861 determined the relation of SiCU 
to AgOl by decomposing silicon chloride by means of a slight excess 
of a dilate solution of ammonia, adding silver nitrate, and weighing 
the silver chloride. Two estimations were made. They gave respec¬ 
tively Si = 27*83 and 28*07. The aggregate weight of the silver 
chloride employed was less than 2 grams. 

There is no question that of all the combinations of silicon the 
halogen compounds are the best adapted for determinations of its 
atomic weight, provided that suitable precautions are taken. Hence 
we have been led to seek for a more accurate value for Si by 
determining the relation of SiBr 4 to the SiO^ formed on decom¬ 
posing the tetrabromide by water. For this purpose, we prepared 
in the first place about half a kilogram of the tetrabromide by 
passing bromine vapour over a strongly heated mixture of pure silica 
and finely ground willow charcoal such as is used in the manufacture 
of gunpowder. The silica and charcoal were intimately mixed, made 
into a stiff paste with oil, rolled into balls, ignited in a closed 
crucible, and then loosely packed into a large and wide porcelain tube 
placed in a coke furnace. The product, which of course contained 
considerable quantities of free bromine, was rectified by distillation 
in an apparatus of which the various parts were connected together 
either by sealing or grinding. The liquid was then shaken with mer¬ 
cury, decanted, and placed in contact with sheet copper for some 
weeks,''and again distilled in an atmosphere of dry nitrogen. The 
tetrabromide was absolutely clear and colourless, and boiled constantly 
at 153°. In order to collect portions for analysis without exposure to 
air, we adopted the same arrangement as that already employed by 
one of us in the course of the determination of the atomic weight of 
titanium (Trans., 1885,108), and the general method of filling tho 
bulbs was similar to that described in the communication referred to. 

The bulb containing the weighed quantity of silicon bromide was 
brought into a well-stoppered bottle, together with about 10 times its 
weight of water, and after breaking the bulb with all the precautions 
described in the paper on the atomic weight of titanium, the turbid 
liquid was decanted into a tared cmcible, and evaporated over a 
water-bath, an equal volume of water being evaporated under the 
same conditions in the tare. The thorough washing of the bottle and 
the fragments of glass remaining in it, and the evaporation of the 
liquid used, occupied about a week. At the end of that time, the 
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crucibles were dried in an air-bath, which, was gradually raised to 
160°, after which they were ignited in a muffle to a bright red heat, 
allowed to cool, and weighed against each other with the same pre¬ 
cautions to prevent dehydration which were adopted in the case of 
titanic oxide (loc. cit .). 

The balances and weights employed were identical with those used 
in the determination of the atomic weight of gold (see preceding com¬ 
munication). 

In wei ghing , the method of vibrations was invariably used, a zero 
reading being taken both before and after weighing in every case, and 
the value of a scale division for the particular load was determined 
by shifting the rider 0*4 or 0*6 milligram at the time. 

The corrections for reduction to a standard atmosphere were— 

Per gram of silicon tetrabromide.... 4* 0*0003 gram. 

„ „ dioxide.. + 0 00042 9i 

We have assumed with Lothar Meyer and Seubert that the most 
probable ratios for the atomic weights employed in our calculations 
are— 

Br . 4*99721 

0. 1 

H. 0*06265 

The atomic weight of silicon [a?] was calculated from the equation— 

x + 319*04 : x + 31*92 :: wt. in vacuo : wt. in vacuo 

of SiBr*, of SiO*. 


The following table contains the results of our experiments :■ 


Wt. of SiBr 4 

in vacuo . 

Wt. of SiO s in vacuo. 

Ratio of Si :H. 

9-63007 grama. 

1*67070 grams. 

28-347 

12-36099 

99 

2-14318 

99 

28-303 

12*98336 

39 

2*25244 

99 

28-317 

9-02269 

99 

1*56542 

19 

28*352 

15-88426 

99 

2*66518 

99 

28*213 

9-74660 

99 

1*69020 

99 

28*325 

6*19169 

99 

1-07586 

99 

28*429 

9*51204 


1 -65065 

99 

28-366 

10-69817 

99 

1*85555 

99 

28-364 


The aggregate weight of silicon tetrabromide employed in the 
various experiments was 95*52367 grams: it yielded 16*56868 grams 
silicon dioxide. This corresponds to 

Si = 28*332, 














MOBLEY; SUBSTITUTION IN THE BENZENE NUCLEUS. 579 


which, number we accordingly adopt as the most probable value for 
the atomic weight of silicon. 

We made several attempts to determine the bromine in the aqueous 
solution of hydrobromic acid obtained by adding a weighed quantity 
of silicon tetrabromide to water, so as to obtain the ratio of SiBr* to 
Ag, and thus another value for Si, but the results were unsatisfactory 
owing to the difficulty of perceiving the end-point in the volumetric 
reaction. Volhard’s method also, though easy of application, was not 
sufficiently accurate for our purpose. After a few experiments it 
seemed hopeless to expect that we should obtain numbers which would 
compare in point of precision with those which were furnished by our 
determinations of silica. It will be observed that our value more 
nearly approximates to that of Pelouze than to that of Dumas, which 
has hitherto been accepted as the most probable number. 


LIII .—Note on Substitution m the Benzene Nucleus, 

By Dr. H. F. Morleit. 

Dr. Armstrong has recently drawn renewed attention to the regu¬ 
larities that may be observed in the conversion of the mono-derivatives 
of benzene into di-derivatives. As may be seen from the tables that 
he gives (this vol., p. 259), when one atom of hydrogen in benzene 
has been displaced by OH* CH a Cl, 01, Br, I, OH, NTH*, NHAc, 
GH**CO a H, or OH I CH*C0 2 H, tbe resulting compound gives, when 
a second substitution takes place, a para- or an ortho-derivative; 
whereas when an atom of hydrogen in benzene has been displaced 
by one of the radicles NO a , ON, CO 3 H, GOH, S0 3 H, S 0 3 * 0 «H 3 , or 
COCHs, a new element or radicle entering the benzene nucleus 
takes up a meta-position with regard to the radicle already present 
(see also Nolting, Berichte , 9, 1797). The radicles producing para- 
or ortho-derivatives are more basylous than those producing meta¬ 
derivatives ; this will readily be admitted in the case of amidogen, 
methyl, and side-chains beginning with OH* or GH, but it might 
be disputed in the case of the halogens. The halogens are of course 
u chlorous,” hut they are less chlorous than nitroxyl, carbonyl, car¬ 
boxyl, or sulphoxyl. This is apparent when we compare ethyl malo- 
nate, EtO*COCH 2 *CO*OEt, and nitro-ethane, 0H 8 *0H»*N0a, on the 
one hand, with methylene chloride, ChCH a *01, and ethyl chloride, 
CHs’CHsCl, on the other, for the former yield sodium-derivatives, 



580 MOBLEY: SUBSTITUTION IN THE BENZENE NUCLEUS. 

EtO-CO*CHNa-CO*OEt, and CH 3 *CHNa*NO a , whilst the latter do not. 
It will be noticed that all the radicles nnder discussion are attached 
to benzene by a chlorous element (N, 0, S, or a halogen), and that 
where this element stands alone (the halogens) or is attached also 
to one or more basylons elements (as in OH, ETHaj CH 3 ) the radicle 
induces para- or ortho-substitution, whilst radicles in which the 
chlorous “ grouping n element is attached to other chlorous elements 
(as in N0 2 , COJH, or S0 3 H) induce meta-substitution. Accordingly 
we find that C01 s and CHCl a are capable of giving rise to meta- 
derivatives, whilst CHaOl resembles OH* in its characters, the two 
atoms of hydrogen preponderating over the single atom of chlorine. 
The formation of meta-nitro-benzylidene chloride by the nitration of 
benzylldene chloride can hardly be explained by the lt molecular-addi¬ 
tion ” theory, which wifi shortly be referred to. 

It appears, therefore, that the more basylons a radicle is, the less 
does it induce mefo-substitution, hut the view adopted by Dr. Arm¬ 
strong, in a note which he read at a recent meeting of the Society, 
appears to take an exactly opposite view. 

I drew attention to this at the time, bnt was assured by the author 
that this was not the case, as would be found on careful study of his 
paper. Accordingly I postponed further criticism until I could make 
myself thoroughly familiar with Dr. Armstrong’s point of view. The 
result of this study has been to confirm my original objections, and 
as it appears very desirable that points of snch theoretical importance 
should be fully discussed, 1 venture again to draw the attention of 
the Society to this matter. 

Dr. Armstrong says (Proc., 2, 44) : “ Having in my mind the fact 
that the ‘ basic ’ powers of nitrogen become enhanced by introduction 
of hydrocarbon radicles in place of hydrogen, it appearod not impro¬ 
bable that the behaviour of a compound such as dimethylaniline, for 
example, would not in all cases be strictly in accordance with the para- 
ortho law.” This sentence seems to me to mean that the more 
basylons a radicle becomes, the less is its behaviour in accordance 
with the para-ortho law, a statement which is directly contrary to the 
views I have just been advocating. Whether dimethylaniline is or is 
not more basic than aniline is a question which does not affect the 
interpretation I have given to the sentence.* 

In studying Dr. Armstrong’s original paper, I believe I have found 
the explanation of the statement in question. The author does not 
consider that the chlorous or basylons character of the radicle has 
anything to do with the laws of substitution, but that unsaturated 

* If a mixture of equivalent quantities of aniline and dimethylanilme he more 
than half neutralised with aqueous hydrogen chloride in the cold, the greater part 
of the nnoombmed base is dimethylaniline. 
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radicles, which, can combine directly with a molecule of the reacting 
substance (HNOa or Br 2 ) produce meta-derivatives, whilst saturated 
radicles which cannot so combine produce para- or ortho-deriva¬ 
tives. In the latter case, it is assumed that molecular combination 
nevertheless takes place, this time, however, between the reacting 
substance and one of ike atoms of carbon in the benzene nucleus . 

It is obvious that, if this view be accepted, such an unsaturated 
radicle as amidogen, which can of course combine with HKO s , ought 
to produce a meta-derivative. Unfortunately for the theory in ques¬ 
tion, the chief product, when aniline is nitrated in piesence of not too 
large an excess of sulphuric acid, is paranitraniline. In order to avert 
the conclusions that may naturally be drawn from this experiment, 
Dr. Armstrong draws attention to some experiments on the nitration 
of benzene-derivatives containing the radicles NMe 2 and NHEt, 
which, however, may receive a very different interpretation from that 
which he gives. 

In order to prove that alkyl-amidogon groups give rise to meta¬ 
substitution products, Dr. Armstrong relies on the following facts:— 

That dimethylaniline sulphate, diethylaniline sulphate, othylaniline 
sulphate, and ethylparatoluidine sulphate all produce meta- nitro com¬ 
pounds when nitrated, whereas aniline, bromodimethylaniline, and 
paracetyltoluidine give rise to para- or ortho-n itro compounds, the 
terms ortho, meta , and para being applied to the position taken up by 
the nitroxyl relatively to amidogen or alkylamidogen. 

In the discussion which followed the note in question, I remarked 
that the effects observed were not due so much to the character of the 
original substance as to the manner in which the nitration was per¬ 
formed. It has been shown by Nolting and Collin ( Berichte , 17, 261), 
that when aromatic bases are nitrated in presence of a very large 
excess of sulphuric acid, cooled with ice and salt, meta- nitro com¬ 
pounds are produced, and that the amount of meta-compound so 
obtained is increased by increasing the quantity and strength of the 
sulphuric acid used. 

Thus paracetyltoluidine, when nitrated by means of fuming nitric 
acid, in absence of sulphuric acid , gives an orf&o-nitro-derivative, and 
the same result follows if only 4 parts of sulphuric acid are mixed 
with it; if 10 parts of sulphuric acid are used, a mixture of meta- 
and or^ta-nitro-derivatives is formed, and on increasing the amount 
of sulphuric acid the proportion of the weftz-derivative formed 
rises at the expense of the derivative. Paratolnidine itBelf, 
when nitrated in presence of 10 parts of sulphuric acid, gives 
both ortho- and meta- nitro derivatives, but when 20 parts of sul¬ 
phuric acid are used, the wefa-derivative is the only one formed. 
This shows that the presence of Me‘or Et in the amidogen is in 
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no sense necessary to the formation of meta-derivatives. Ortho- 
tolnidine and its acetyl-derivative, when nitrated without the use of 
sulphuric acid, produce jparo-nitro derivatives, but when 20 parts of 
sulphuric acid are used the meta -nitro derivatives are the only ones 
formed. The same remarks apply to metaxylidine and to parabrom- 
aniline. Indeed the only case which appears at all doubtful is that of 
aniline itself. Nolting and Collin state, however, that by using 
50 parts of sulphuric acid they succeeded in greatly reducing the 
amount of paranitraniline formed, and a patent for preparing meta- 
nitraniline by projecting anilin e nitrate into cold sulphuric acid has 
been taken out ( Berichte , 18, Ref., 203). 

There is therefore no proof that alkylated amidogen has a greater 
tendency to produce meta-compounds than amidogen itself; in presence 
of a large excess of sulphuric acid, both produce meta-compounds ; in 
the absence of sulphuric acid, neither produce meta-compounds. 

The explanation of this phenomenon given by Hubner seems to me 
to be still tenable. We are dealing with sulphates. The group 
RfSOiH^Hs is more chlorous than NH 2 , and hence gives rise to 
meta-derivatives. It remains to explain why the quantity of sulphuric 
acid can exert any influence on the result. I imagine that when but 
little sulphuric acid is present we have in the liquid not only mole¬ 
cules of the sulphate of the base but also free base, and that when 
nitric acid is added some of it attacks the base and some the sulphate, 
hence we get a mixed product; but by increasing the amount of sul¬ 
phuric acid we can diminish the relative number of molecules of the 
free base until there are practically none left, and then we get a pure 
meta-derivative. 

It is well known that aniline sulphate dissolved in water, when 
treated with bromine, gives a precipitate of tribromanibne, sulphuric 
add remaining in solution; bnt I have observed that bromine is 
without action on aniline dissolved in cold strong sulphuric acid; 
even on raising the temperature, the greater part of the bromine 
is expelled in the free state. From this we may perhaps conclude 
that a solution of aniline sulphate contains free anilino which is 
precipitated by bromine, the aquikbrium of the solution being thereby 
destroyed, more aniline being formed and precipitated, &c. 

Be this as it may, the mechanism suggested by Dr. Armstrong to 
explain the formation of di- derivatives of benzene requires us to 
assume that when dimethylaniline is converted into paranitro- 
dimethy lam . li . T ie by nitration in acetic acid solution, the nitr ic acid 
begins by combining, not with the nitrogen, but with an atom of 
carbon in the benzene nucleus, au assumption which is surely in the 
very highest degree improbable. 
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LIV.— An explanation of the laws which govern substitution in the 
case of benzenoid compounds . (Second Notice.) 

By Henry E. Armstrong. 

In the foregoing note Dr. Morley traverses the explanation which 
I recently pnt forward of the laws which govern substitution in the 
case of benzenoid compounds (this vol., pp. 258—268; Proceed¬ 
ings, March 17th, 1887, p. 44). The paper in question was written 
with no intention of treating the subject exhaustively, and much was 
left to be said on some future occasion when the results of experi¬ 
ments now being carried out were ripe for publication; my desire 
being to rekindle interest in a problem of very great importance 
which has become somewhat hidden from view by the extraordinary 
number of new facts discovered within recent years, and to attract 
attention to the study of the nature of the changes involved in the 
formation of substitution-derivatives. I perceive, however, that I 
have not made my meaning sufficiently clear, and Dr. Morloy’s 
criticisms are most welcome as indicating where further explanation 
is necessary. 

Referring to my paper, Dr. Morley says: “ Dr. Armstrong . . . 
does not consider that the chlorous or basylous character of the 
radicles has anything to do with the laws of substitution, but that 
wn saturated radides which can combine directly with a molecule of 
the reacting substance produce meta-derivatives, whilst saturated 
radicles which cannot so combine produce para- or ortlio-derivatives. 
In the latter case, it is assumed that molecular combination neverthe¬ 
less takes place, this time, however, between the reacting substance 
and one of the atoms of carbon in the benzene nucleus. It is obvious 
that if this view be accepted, such an nnsaturated radicle as amidogeu, 
which can of course combine with HNO a , ought to produce a meta- 
derivative.” This reference by no means represents my views. I 
certainly am of opinion that the influence which the radicle exerts 
does not depend on its being basylous or chlorous: the similarity in 
the behaviour of compounds containing hydrocarbon radicles or 
axnidogen on the one hand with those containing the halogens or 
hydroxyl is sufficient to prove this ; the terms in question are to my 
mind of value chiefly as indicating the character of a substance which 
will enter into combination with such radicles, or to which they bear 
resemblance. I have never stated, however, “that unsaturated 
radicles which can combine directly with a molecule of the reacting 
substance produce meta-derivatives, while saturated radicles which 
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cannot so combine produce para- or ortho-derivatives 39 ; in fact, I do 
not regard even the radicles 01, Br, I, or OH as saturated. 

Still I confess that my paper contains several paragraphs which 
taken together almost justify Dr. Morley’s statement. The reference 
on p. 265 to certain cases of isomeric change is sufficient to prove, 
however, that I did not mean to imply that in the formation of para- 
and ortho-derivatives the reacting molecule always combines with 
one of the atoms of carbon of the benzene nucleus; it should also be 
evident that only nnsaturated radicles of a particular kind, not unsatu * 
rated radicles generally, were held by me to favour the production of 
meta-derivatives. 

I have suggested that in the case of mono-derivatives of benzene 
which furnish the ortho- or para-di-derivative, it may be held that an 
additive compound is first formed by the union of the reacting mole¬ 
cule with the carbon-atom of the mono-derivative to which the 
radicle B/ is attached. The hydrogen-atom in benzene being, by 
hypothesis, saturated, the formation of additive compounds such as 
that of benzene with trinitrophenol, or with antimony trichloride, 
Sb i Cl 9 *2C 6 H 6 (Watson Smith), may be regarded, I imagine, as con¬ 
clusive evidence that in the case of benzene itself combination may 
take place in the manner here supposed. 

NTow it is well known that the homologues of benzene are acted on 
by bromine—in fact, by reagents generally, far more readily than 
is benzene, the difference being more and more striking as the series 
is ascended. It is particularly remarkable that the introduction into 
so sluggish a hydrocarbon as benzene of radicles bearing so simple a 
relation to the paraffins —of radicles which might be expected to 
behave very much as paraffins do, should render the benzene residue 
so susceptible of attack; and that by association with a benzene 
residue, a paraffinoid radicle such as OH 3 should itself become so 
susceptible of attack, for example, by bromine under the influence of 
light. I venture to think that the difference arises from the greater 
readiness of the homologues of benzene to form additive compounds; 
and I regard their behaviour as conclusive evidence that they are loss 
saturated compounds than benzene. It would seem indeed that the 
CA + i radicle is not fully equivalent to the hydrogen-atom 
which it displaces in benzene; or that by its introduction the sym¬ 
metrical distribution of the “ affinities 93 is disturbed or modified 
(onfe, p. 264). Whatever view be taken, the facts would seem to 
indicate that the point at which the radicle is attached becomes a 
locus of attraction. It is certainly open to question whether in the 
case of the benzenes any part of the attraction proceeds from the 
hydrocarbon radicle, or whether it proceeds solely from the carbon 
atom of benzene to which the radicle is attached: I hold it to be pos- 
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sible that the attraction results from their conjoint action; that CH 3 
in a benzene is less saturated than CH 3 in a paraffin. But we have 
at present no means of solving such a problem, and as the C»H 2 »+i 
radicles are universally regarded as saturated, it appeared to me 
desirable to adopt as a working hypothesis the assumption that in the 
formation of (molecular) additive compounds from the benzenes, the 
added molecule becomes united with the carbon-atom to which the 
hydrocarbon radicle is attached. 

The same argument applies to chloro-, bromo-, or iodo~derivatives 
of benzene; but it is to be noted that in the case of the halogen 
elements clear evidence is afforded by the production of double 
chlorides, &c., that these elements are not saturated when associated 
with other elements in equivalent proportions: we must , therefore, be 
prepared to admit that in haloid derivatives of hydrocarbons the 
halogen is more or less unsaturated. Schramm has stated (Ber., 18, 
607) that if benzene and bromine be mixed in the proportions 
C 6 H a : Br 2 , at most about 50 per cent, of the benzene is converted 
into bromobenzene; the bromobenzene appears to form an additive 
compound with the remainder of the bromine, thus protecting the 
benzene. This observation may be held to indicate that the bromo¬ 
benzene has the superior attraction for bromine, and that the influence 
of a halogen on benzene is in this respect of the same order as that of 
a CjJIw+x radicle. Whether the attraction is exerted by the 
carbon-atom only, or by both the carbon-atom and the halogen 
attached thereto, it is impossible to decide; and on this account 
again the hypothesis is perhaps preferable that the additive com¬ 
pound is formed in the manner already indicated. It is important 
however, to note that whereas by the introduction of 0»H 2 » + i 
radicles into benzene the “ reactivity " (Einwirkungsfahigkeit) of the 
compound is increased, the introduction of halogen would appear to 
produce the contrary effect; and to compare this with the fact that 
bromobenzene yields a targe proportion of para-, and but little ortho- 
derivative, while toluene, for example, yields a large proportion of 
ortho-, together with the para-derivative. It may be that this 
difference is to be explained by simple dynamical considerations; hut 
it is of interest as bearing on the question of the manner in which the 
para- and ortho-derivative originate. The conversion of an additive 
componnd formed in accordance with onr hypothesis into the ortho-di¬ 
derivative would, as already remarked ( ante , p. 263), appear to follow 
as a matter of course; on the other hand, if the added molecule unite 
with the radicle, it is conceivable, and as I shall point out there is 
evidence to support the view, that an additive componnd thus con¬ 
stituted may give rise to the para-di-derivative only. If it should 
prove possible to draw any such distinction between the modes in 



586 ARMSTRONG: LAWS WHICH GOVERN SUBSTITUTION 


which ortho- and para-derivatives are generated, it would follow that 
in the case of bromobenzene the additive compound is formed 
almost exclusively by the union of the added molecule with the 
bromine, and that in the case of toluene the additive compound to a 
large extent results from the union of the new molecule with the 
carbon-atom with which the C«H 2 » + i radicle is associated. In the 
former case but little effect is produced by varying the conditions, 
the proportion of ortho-derivative being always small; but in the 
latter, much depends on the conditions, and it would be necessary 
to assume that isomei'ic additive compounds are formed in propor¬ 
tions which vary greatly according to circumstances. 

The behaviour of amido- and hydroxy-derivatives, which is in 
many respects peculiar, deserves minute study from the above point 
of view, several highly suggestive observations having been recorded 
from which it may be inferred that the phenomena of substitution are 
less simple than is perhaps commonly supposed, and that isomeric 
change is by no means of infrequent occurrence in the formation of 
derivatives of amines and phenols. Thus acetanilide is converted by 
the action of hypochlorous acid into the compound C6H 6 *NC1'0 2 H<,0, 
from which in a variety of ways the isomeric purachloracetanilide is 
readily obtained: for example, by heating it to about 170°, the melt, 
ing point of parachloracetanilide; by the action of cold concentrated 
chlorhydric acid; or by warming it with alcohol (Bender, Ber,, 19, 
2272). The conversion of the nitrosamine, 0 6 H 6 *ITMe(ko), into 
paranitrosomethylaniline already referred to (mte } p. 265)* is a 
similar case. Piria’s observation ( [Annalen , 78, 31) that when nifcro- 
naphthalene is boiled with an alcoholic solution of ammonium sul¬ 
phite, a mixture of the ammonium salt of thionaphthamic acid, 
C m H 7 *HH*S0 3 H, and of naphthionic or paramidonaphthalenesulphonie 
acid, OioHe(NTH 2 )*B 0 3 H, is produced, appears to place beyond doubt the 
possibility of the formation of an amidosulphonic acid from the 
isomerie compound in which SOsH is associated with the nitrogen; 
and the foimation of potassic phenolporosulphonate from potassio 
phenylic sulphate is an instance of a similar change in the case of a 
phenol.f These examples, although few, are perhaps numerous 
enough to justify the enquiry whether the formation of para-deriva¬ 
tives of primary or secondary amines and of phenols is not always 

* A slight correction in the paragraph, in which this reference occurs may be 
here made • the words " For example,” with which the sentence begins, should be 
put after the words “ the observation that ” 

"f It appears to me probable that the formation of azo -compounds from a mines 
and phenols by the action of cbazo-salts takes place in a similar manne r, and that 
the conversion of the diazo-amido- into the amido-azo-compound is a case of direct 
isomeric change. 
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preceded by that ol an isomeric compound formed by the displace¬ 
ment of the aminie or hydroxylic hydrogen. Whether ortho-deriva¬ 
tives are formed in a similar manner remains to be ascertained; the 
conversion of- sodic phenylic carbonate, NaOCOOCeHs, into sodic 
salicylate (Schmitt, J. pr. Chem 1885, 31,397) is the only instance of 
the production of an ortho-derivative of benzene by isomeric change 
which occurs to me. Claisen’s recent observation (Aimalen, 237, 
263) that the formation from an aldehyde and betanaphthol of the 
condensation product R*CHf Ci 0 H 8 *OH) 2 , is preceded by that of the 
isomeric acetal, R # CH( 0 *CioHf) 2 , is, however, probably also a case of 
“ ortho-isomeric change.” 

Undoubtedly much remains to be learnt regarding the mode of action 
more particularly of agents such as nitric and sulphuric acids. Thus 
we are unable at present to explain the formation of isomeric sul- 
phonic acids, for example, from naphthalene, from phenol, and from 
betanaphthol. It is commonly held that the formation of either the 
a- or the jS-sulphonic acid from naphthalene is a question of tempera¬ 
ture, and that the conversion of the former into the latter on heating 
with sulphuric acid involves in the first place the formation from the 
o-acid of sulphuric acid and naphthalene, and the subsequent re- 
sulphonation of tbe latter. Prom experiments which Mr. Wynne and 
I have made, however, I much doubt whether under any conditions 
naphthalene can be directly converted into the /J-sulphonic acid; and 
it appears probable that this acid is formed either by the conversion 
of the a-acid into a disulphonic acid—which then undergoes partial 
hydrolysis, or by sulphonation of a sulphate: there can be little doubt 
that its formation is dependent on the presence of sulphuric acid in 
excess. If betanaphthol bo very carefully treated with sulphuric 
acid, it is converted into the sulphate CioH 7 'OSO s H, which—as 
Nietzki and I have shown—may be isolated; this sulphate is com¬ 
pletely transformed into the isomeric snlphonic acid (Schaefer's 
modification) by heating it for a short time at 100°. But by sub¬ 
mitting betanaphthol to the action of sulphuric add at a temperature 
not exceeding 60—70°, an acid isomeric with the foregoing (Baeyer's 
modification) may he obtained; on raising the temperature to 100°, 
however, this acid is rapidly converted into Schaefer's modification. 
How is the formation of this second snlphonic add to be oxplained; is 
the sulphate first formed, and does this undergo isomeric change into 
either the one or the other snlphonic acid, according to the tempera¬ 
ture to which it is heated ? I am inclined to believe rather that the 
sulphate yields only Schaefer’s acid: in fact, that the production of 
this acid is dependent on the prior formation of the sulphate; and 
that Baeyer's modification resalts from the interaction of the sulphate 
and sulphuric acid. Betanaphthol is converted by treatment with a 
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single molecnlar proportion of chlorosulphonic acid into bet&naphfhyl- 
snlphate; if the product be treated with a second molecular propor¬ 
tion of the acid, a disulphonic derivative is produced (Her., 1882, 200); 
from the manner in which this was formed, I was originally of opinion 
that it was a sulpho-sulphate, but by a more recent study of the re¬ 
action I have been led to think that it is a disulphonic acid derived 
on the one band from Schaefer’s and on the other from Baeyer’s acid. 
The chief point of interest is the fact that, on boiling an aqueous 
solution of this disulphonic acid, hydrolysis takes place, and it is con¬ 
verted into Schaefer’s monosulphonic acid. It would therefore seem 
probable that the sulphate which is the initial product is converted 
on further sulphonation into the sulphate of Baeyer’s acid; that 
when SOJHC1 is used, this latter product spontaneously changes into 
disulphonic acid; but that when sulphuric acid is the sulphonating 
agent the sulpho-sulphate undergoes hydrolysis, yielding Baeyer’s 
acid; and finally that when the temperature is raised, Baeyer’s acid 
either undergoes ditect conversion into Schaefer’s acid, or is converted 
into sulpho-sulphate, which in turn undergoes isomeric change into 
the disulphonic acid, and this latter then suffers hydrolysis. These 
cases illustrate very clearly the complexity of the phenomena of sub¬ 
stitution. 

It remains for me to justify the reference in my brief note in 
the Proceedings to the probable behaviour of dimethylaniline to 
which Dr. Morley takes objection. The term “ basic ” was used to 
give expressiou to the idea—formed from a study of the ammonium- 
compounds—that the nitrogen in such a tertiary amine is in a more 
active, less saturated, condition than it is perhaps in aniline itself. It 
was impossible, as no aminic hydrogen was present, that the para- 
derivative should be formed by direct isomeric change in tbe manner 
above suggested; and it therefore appeared probable, as aniline 
sulphate was known to yield the meta-nitro- dei'ivativo in small 
quantity, that dimethylaniline sulphate would give a still larger pro¬ 
portion of meta-derivative, both because it was less likely to give the 
para-derivative, and because it would have a greater tendency to 
form an additive compound. Nolting and Collin’s most interesting 
results (Her., 17, 261), to which Dr. Morley calls attention, appear to 
me to entirely support this view. 

The aminic derivative which is converted by isomeric change into 
the para-derivative, being produced from the ammonium salt (when 
the agent is an acid): it is conceivable that, when owing to absence 
of aminic hydrogen such a derivative cannot be formed, the salt itself 
may undergo direct conversion into the para-derivative, especially in 
presence of a powerful dehydrating agent such as sulphuric acid.* 

* The formation from tertiary amines and diazo-saits of substituted amido-azo- 
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Therefore the presence of a large quantity of sulphuric acid would 
favour the production of the meta-nitro-derivative by preventing the 
formation of nitrate, as has been observed to be the case. The addi¬ 
tive compound which yields the meta-derivative is, I assume, in all 
probability formed by the union of the nitric acid with the sulphate, 
not with the amine. Many of Wolting and Collin’s observations 
appear to afford direct confirmation of the above interpretation : thus 
in presence of 15—20 parts of sulphuric acid, paratoluidine gives 
only the meta-nitro-derivative ; but paracetoluide, which undoubtedly 
would form a much less stable sulphate than paratoluidine, although 
more chlorous, does not give the meta-derivative as sole product, even 
when a much larger excess of acid is used. There is a similar differ¬ 
ence between orthotoluidine and orthacetoluide. A low temperature 
would also give increased stability to the sulphate, and would there¬ 
fore favour the production of the meta-compound. On the other 
hand, if acetic acid were used instead of sulphuric, the acetate being 
less stable, the nitrate would undoubtedly be formed and give rise 
to the para-derivative. 

Dr. Morley’s statement that “the group N(S0 4 H)H 3 in aniline 
sulphate, &c., is more chlorous than WH 2 , and hence gives rise to 
meta-derivatives,” is but a phrase : it may be doubted whether the 
radicle WH*G 2 H 3 O in acetanilide is more chlorous than the radicle 
WH 2 -S0 4 H 2 in aniline sulphate; and inasmuch as compounds con¬ 
taining the basic radicle WH 2 or allied groups, and those containing 
the chlorous radicles Cl, Br, <fec., in most respects behave alike, it 
does not follow that the change from a less to a more chlorous radicle 
would have the marked effect which sulphuric acid has. Wo doubt 
every change in composition—every change in the distribution of the 
affinity—has its proper effect, however. A particularly instructive 
illustration is afforded by the behaviour of toluene as compared with 
that of its chlorinated derivatives: thus, toluene and benzyl chloride 
yield only a very small proportion of meta-nitro-derivative, but it 
would appear that the proportion of paranitro-derivative obtained 
from the latter at low temperatures is much larger than from the 
former (Her., 17, 385, 1073; 19, 137); benzalchloride and benzoiri- 
chloride, however, readily yield meta-nitro-derivatives. 

Finally, there is one other fact to which attention may be called, 
viz., the formation of metabromobenzoic acid from silver benzoate by 
means of bromine: if, as is probable, the silver is initially displaced, 
a bromoxy-compound being formed which then undergoes isomeric 
change, this instance affords information of value with regard to the 

compounds (Oriess, Ber., 10, 525), in my opinion, affords conclusive evidence that 
the change may and does take place in this manner. 

vol. li. 2 a 
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constitution of the additive compounds from which meta-derivatives 
are derived. 

Whatever the ultimate value of the explanation advanced by me, 
regarded merely as a working hypothesis, it at least has the merit of 
indicating various directions in which it is important to advance 
experimental enquiry; and I am persuaded that the principle on 
which it is founded is of wide application. 

Gity and Qmfds of London Institute , 

Central Institution. 


LV.— Researches on Silicon Compounds and their Derivatives. II. A New 
Ohlorobromide of Silicon . 

By J. Emerson Reynolds, M.D., F.R.S., Professor of Chemistry, 
University of Dublin. 

I have already pointed out that silicon tetrabromide is a more 
manageable reagent than the chloride for use with organic substances 
(Trans., 1887, 202). But the bromide does not appear to have 
been produced in quantity from the date of its discovery by Serullas 
in 1831 {Arm. Ghim . Phys., 47, 87), until I obtained more than a 
kilogram of it by a slight modification of SeruUas’ process. In the 
course of the purification of this large quantity five years ago, I sepa¬ 
rated a liquid from which I have lately obtained the new chloro- 
bromide of silicon described in this paper. 

The crude tetrabromide was prepared by the action of the vapour 
derived from commercial bromine on a mixture of silica with carbon, 
heated in a good wind furnace. The best results were obtained when 
the mixture was most intimate, and this was secured by making a paste 
of gelatinous silica, the purest form of lampblack, and syrup of 
cane-sugar; this mass was formed into pellets, then dried and ignited. 

The purification of the silicon bromide was carried out in the 
following way:—A current of dry hydrogen was led through the 
wanned liquid, in order to remove most of the free bromine; the 
residue was then shaken up with metallic mercuiy which completely 
decolorised the liquid, and the latter was then subjected to fractional 
distillation in a dry atmosphere. Out of 1*2 kilos, of liquid only a 
few drops passed over below 140°, but a considerable fraction was 
obtained between 140° and 144°, and another between 145° and 148°, 
after which the temperature rose rapidly to 153°. The last distillate 
dttosisted of nearly pure tetrabromide, which completely solidified to a 
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beautiful crystalline mass at —12°. The fraction between 140° and 
144° did not afford any crystals when kept for several hours below 
—14°; nor did the higher fraction either. 

The liquid of lower boiling point* was then separated by repeated 
fractionation into a small quantity of a substance which boiled below 
140 v , a relatively large amount boiling between 140—141°, and some 
more tetrabromide. 

The liquid boiling at 140—141° is colourless and fumes in the air 
like the tetrabromide. Its sp. gr. is 2*432; that of the tetrabromide 
being 2*82. When added to water, it is quickly decomposed, and 
affords a mix ture of silicic, hydrobromic, and hydrochloric acids. 

The following determinations were made with this compound:— 

I. 4*5259 grams were added to water in a platinum dish; when 
decomposition was complete, the liquid was evaporated to 
dryness and the residue ignited; it was then moistened with 
ammonium hydrate and ignited again for half an hour. 
SiO a weighed 0*9211 gram = 9*57 per cent, of Si. 

II. 3*4225 grams similarly treated gave 0*698 of Si0 8 = 9*59 
of Si. Mean of the two experiments 9*58 of Si. The 
formula SiClBr s requires 9*35 per cent, of Si. 

III. 2*8325 grams were added to water, and the liquid, when cold, 
was diluted to 500 c.c. 

a. The weights of silver required to precipitate the chlorine and 
bromine in two separate quantities of 100 c.c. each were 
determined. The mean value found was 4*09146 grams of 
silver for the above weight of chlorobromide; consequently 
100 parts = 144*4 of silver. The formula Si01Br 3 requires 
142*13 of silver. 

5. 200 c.c. were just neutralised by ammonium hydrate, the solu¬ 
tion boiled for some time, then filtered to remove silica, and 
the filtrate precipitated by excess of silver nitrate. Tho 
mixed precipitate of AgBr and AgOl weighed 2*6746 grams, 
or 6*6865 for the total weight of chlorobromide taken; this 
corresponds to 235*1 for LOO. 

The percentage composition of the substance is:— 

Si01Br 3 

requires. Found. 


• Si . 9*35 9*57 

01 . 11*67 12*12 

Br. 78*98 78*53 


* A similar fraction was separated from a quantity of crude tetrabromide made 
for me by Dr. Schuchardt. 
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The vapour-density of the compound by Meyer’s method, and in 
aniline vapour, proved to be 10*43. Theory requires 10*4?. 

The liquid analysed is therefore silicon chlorotribromide, containing 
traces of a body richer still in silicon and chlorine. Its chlorine has 
obviously been derived from the crude bromine used in the prepara¬ 
tion of the tetrabromide. The chlorotribromide is, then, the chief 
product of the action of chlorine on the silica and carbon mixture in 
presence of a large excess of bromine. 

By the isolation of the chlorotribromide we are now acquainted 
with a complete series of the compounds possible between silicon 
tetrachloride on the one hand and tetrabromide on the other. The 
chlorobromide Si01 s Br was obtained by Friedel and Ladenburg (Ann. 
Chim. Phys . [4], 27, 416) as the chief product of the action of 
bromine on silicon trichlorosulphydrate and on silicon chloroform; in 
the latter case, they also obtained the chlorobromide SiChBr*. The 
boiling points of the series of compounds are given in the following 
table:— & 


B.p. 

SiCl*. 59° 

SiClsBr. 80 

SiCl s Br 2 . 100 

Si01Br 3 . 141 

SiBr 4 . 153 


It would be of interest to compare the boiling points of the silicon 
haloids with those of the corresponding carbon compounds; but the 
data for the latter are not all obtainable. 


Trinity College, DubUn. 
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I/VX— On the Thermal Phenomena of Neutralisation , and their bearinq 
on the Nature of Solution and the Theory of Residual Affinity. 

By Spencer Fmfrevtlle Pickeeing, M.A., Professor of Chemistry at 
Bedford College. 

The thermal phenomena attending the heat of neutralisation of 
acids with alkalis supply ns with one of the fundamental data of 
thermochemistry, and, even were they less remarkable in character, 
would be of sufficient importance to warrant a full investigation and 
discussion. No such investigation has, as far as I am aware, been made; 
and it has become all the more necessary that the results should now 
be examined, since they appear to be very generally misinterpreted, 
and have been used of late as arguments for theories which are 
directly opposed to their teaching; as an instance of which misinter¬ 
pretation I may refer to Nicol’s oft-repeated assertion that they prove 
his views as to the dissolution of a salt being a physical and not a 
chemical action ( Ohem . News, 54, 53—192; Trans., 1887, 396; &c.).* 

The explanation which I give of the thermal results of neutralisa¬ 
tion is in substance identical with that briefly suggested by Armstrong 
in reply to Nicol’s statements at the meeting of the British Associa¬ 
tion last year (Chem. News , 54, 217), and depends on the recognition 
of the existence of residual affinity, a view which each of us has 
independently advocated (Pickering, Proc. Chem. Soo. 9 1885, 122; 
Armstrong, B. A. Report, Aberdeen, 1885, Address to Sec. B; Proc. 
Roy. Soc., 1886, 268). 

When a metallic hydroxide in solution (i.e. 9 containing K, Na, Li, 
Tl, Ba, Sr, Ca and Mg) is neutralised by an acid, the heat evolved is 
independent of the nature of the metal* The evolution per atom of 
hydrogen displaced amounts to 13825 cal. in the case of hydrochloric 
acid, 18805 cal. with nitric acid, and 15583 cal. with sulphuric acid 
(Thomsen, Thermoohem. Untersuch., 1, 418). On the other hand, 
when a given base (sodium hydroxide) is neutralised by different 
acids, it is found that a large number of these yield results identical 
with those given by hydrochloric acid and nitric acid, namely, about 
13800 cal. per hydrogen-atom displaced, notably so in the case of 
HBr, HI, HC10 3 , HBrOs, and HIO s ; but, on the other hand, there 
are a considerable number which yield lower results, and a few 
which give higher results, although of those investigated, hydro¬ 
fluoric acid alone gives a higher value than sulphuric acid (15580 cal). 

* For an instance of a very gross misinterpretation of the results of neutralisa¬ 
tion, see Chem. News, 65, 144, 227. 

VOL. LI. 2 S 
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With other dyad metals, the hydroxides of which are insoluble, the 
heat of neutralisation is lower than in the above cases, and different 
in each individual case, but it is found that they also yield identical 
results with both nitric and hydrochloric acid, whilst with sulphuric 
acid they give a number which, as in the case of the soluble bases, 
is 1750 cal. higher than with the two monobasic acids,* so that it may 
fairly be inferred that they behave towards the various acids in the 
same manner as the soluble hydroxides do, and would yield the same 
heat of neutralisation, if only they could be operated on in the 
dissolved state. 

Now the operations which are involved in the neutralisation of an 
alkali by an acid are numerous. The potash and the acid are 
each ^dissolved and decomposed, while the salt and a certain 
amount of water are formed, these being then dissolved in the excess 
of water present. Thus, 

—(KOH,aq) - (K,OH) - (HCl,aq) - (H,C1) + (K,C1) + (KCl,aq) 
+ (H,OH) + (H 2 0,aq) = N (heat of neutralisation). 

the term (H 2 0,aq) being = 0. 

It is important to bear in mind that, since all the reagents and 
products are in the liquid condition throughout, the terms (KOH,aq), 
(KCl,aq), Ac., represent the heat evolved by the reaction of a 
molecule of Uquid potassium hydroxide, chloride, &c., with excess of 
water; and it must also be remembered that there is not a single term 
in the whole equation (except N) of which we have the slightest 
knowledge, these symbols representing, as properly they should 
always do, true atoms and simple molecules. 

Now N is independent of the nature of the base : sodium hydroxide 
yields the same results as potassium hydroxide: or, in thermochemical 
language, 

—(KOH,aq) - (K,OH) - (HCl,aq) - (H,C1) + (K,d) + (KOl,aq) 

+(H,OH) + (H a O,aq) = - (NaOH,aq) - (Na,OH) - (H01,aq) 

- (H,C1) + (Na,Cl) + (NaCl,aq) + (H,OH) + (B*0,aq), 

which may he simplified into 

(K,C1) + (KCl,aq) - [(Na.Ol) + (HaCl,aq)] = 

(K,OH) + (KOH.aq) - [(Na,OH) + (NaOH,aq)], 

In the same way, the resalts of neutralising the same alkali with 
two different acids, such as HC1 and HBr, give ns 

(Na,Cl) + (NaCl,aq) - [(H,C1) + (HCl,aq)] = 

(Na.Br) + (NaBr,aq) — [(H,Br) + (HBr,aq)], 

* See footnote, p. 598. 
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both results being expressed by the general equation 

[(M,R) + (MB>aq)]-[(M\R) + (M'R,aq)] = [(M,R') + (MR'aq)] 
- [(M',R) + (M'R',aq)], 

or, more simply, 

M,R,aq — M',R,aq = M,R',aq — M',R',aq, 

in which R and R' represent two negative radicles (hydroxyl 
included), and M and M' represent an equivalent of any metal or 
hydrogen. 

Thus there is a constant numerical difference between two metals, 
independent of the negative radicle with which they are combined, 
and there is a constant numerical difference between any two negative 
radicles, independent of the metal with which they are combined, 
provided, always, the compounds are in presence of excess of water. 

By combining various pairs of metals and radicles, we could get 
some hundreds of equations agreeing with this general equation, and, 
as Nicol says, it is absurd to suppose that this agreement is accidental. 
Yet the conclusion which he draws from this agreement—that die- 
solution is not an act of chemical combination—is based in rea ity on 
the assumption that it is accidental. The equation holds good only if 
excess of water is present; it is not in the combination of the simple 
atoms K and NTa with Cl, as compared with K and Na with OH, 
that any simple numerical relation can be found; it is only when we 
regard as one quantity the heat evolved in these combinations and 
that evolved in the dissolution of the compound in water that a 
relationship becomes apparent. Each term in the last equation is 
made np of two quantities, (M,R) and (M,R,aq), one, (M,R), is cer¬ 
tainly a chemical reaction, and if the other, (M,R,aq), be, as Nicol 
maintains, a purely physical reaction, independent of the chemical 
properties of the compound, it must bo a mere matter of chance that 
the sum of these two independent quantities should in so many cases 
produce identical results. Such a chance cannot be admitted. The 
two reactions, (M,R) and (M,R,aq), must be integral parts of one and 
the same reaction, and if the part (M,R) is a chemical reaction, as it 
undoubtedly is, so also must be the other part.* The one atom (say 

* The only way, other than by mere chance, in whioh these equations might be 
produced, if the formation and dissolution of the salt were independent actions, 
would be if 

M,R - W,W = M,R' - M^R' and 
MR,aq - M'R,aq = MR',aq - M'R'aq; 

but we have not the slightest grounds for making such a supposition, the simple 
fact that our neutralisation equation becomes less and less true as the proportion 
of water present is diminished, would alone warrant the conclusion that it would 

2 s 2 
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M or M') does not entirely saturate the other atom (R or R'), bnt 
leaves it with some energy, or as we call it affinity, still unsaturated, 
which becomes saturated by the water, if this be present in sufficient 
excess. In other words, the simple molecules MR, &c., possess some 
residual affinity. 

In December, 1885, I brought before this Society my views on 
atomic valency. The valency of an atom cannot, I considered, be 
represented by a whole number, as we ordinarily represent it, but is 
slightly larger or smaller than that whole number; consequently, a 
compound formed from an atom with a valency 3/1, with another 
with a valency of 0*9, will not be entirely saturated, but will exhibit 
a certain amount of residual affinity, represented by (1*1 t- 0*9) = 0*2 
valency, and it is by means of this residual affinity that it combines 
with other molecules exhibiting also a residual affinity, thereby 
forming a so-called molecular compound. As pointed out at the time, 
it would not necessarily follow that this molecular compound would 
itself be entirely saturated, but might still retain a small amount of 
residual affinity, which could only be perfectly saturated by the 
combination of a large number of these compound molecules with a 
large number of some other molecules; that such complex aggregates 
of molecules and of compound molecules do exist, I have recently 
insisted on several occasions, and it is in their existence only that we 
can, I think, find an explanation of the nature of solution, and many 
other similar facts (Ghem. News, 54, 216; Chem. Soc , Proc., 1887, 41). 

The phenomena observed in the heat of neutralisation afford, I 
imagine, positive proof of the fundamental conception of this theory,* 
—the unsatarated nature of simple atomic compounds, and the gradual 
saturation effected by their combination with other molecules, to form 
more and more complex systems till saturation he perfect,—a concep¬ 
tion which also involves the idea of the valency of any atom being a 
divisible quantity. 

The possibilities of the case may be further investigated as 
follows:— 

1 . Each valency is a whole number, and, if saturated at all, is 
perfectly saturated. 

not hold at all if no water were present, that is, that M,R — M',R would not he 
equal to M,R' - M'R'. 

* In the paper here alluded to, I considered the valencies of the atoms not to be 
whole numbers, and the atoms with the smaller valencies to be entirely saturated 
by those with the larger valencies; but the conclusions drawn would hold equally 
good were we to consider the valencies to be whole numbers, but that two atoms in 
combining do not entirely saturate each other’s affinity: this represents Armstrong’s 
view of residual affinity* [NB. I take “ valency” to be the number which re¬ 
presents the value of tile energy or affinity of an atom.] 
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This is tantamount to saying that there is no such thing as 
residual affinity, and that M,R — M',R = M,R/ — M',R'; which 
we have every reason to believe is not so (see footnote, p. 595). 
This hypothesis is, therefore, untenable. 

2 . Each valency is a whole number, but the affinity which it 

represents is saturated to different extents by different atoms. 

In this case, if the water saturates the residual affinity, of 
both metallic and non-metallic atoms, the equation M,R,aq — 
M',R,aq = M,R',aq — M',R',aq would not obtain, whereas, if 
it saturates that of either the metallic or non-metallic atoms 
only, all the four terms of the equation will be equal. We 
have no satisfactory reasons for regarding this as either 
probable or impossible, but from certain considerations derived 
from a study of the heat of formation of the haloid acids, I am 
inclined to regard it as improbable. 

3. Each valency is not a whole number, but the atom with the 

smaller affinity is entirely saturated by that with the larger 
affinity. 

The results in such a case will be similar to those in the 
following case, bnt this supposition is scarcely tenable, for, 
according to it, atoms possessing the same affinity would 
entirely saturate each other: but, this is not so; elementary 
molecules exhibit residual affinity. (See Pamphlet on “ Atomic 
Valency,” 1885, p. 17, footnote.) 

4. Each valency is not a whole number, and when two atoms 

combine they do not necessarily saturate each other to the full 
extent of their valencies. 

Our equation, however, will not hold good in the event of 
the water of solution saturating the valencies of both metallio 
and non-metallic atoms, it must saturate either the former 
only—in which case M,R,aq s= M,R',aq, and M',R,aq = M',R',aq 
—or else (as appears to me most probable), the latter only, in 
which case M,R,aq = M',R,aq, and M,R',aq = M',R',aq. 

These important conclusions may appear to rest on the assumption 
of the identity of affinity with the heat of combination 5 m reality 
however, no assumption is made; the argument holds good, if not for 
affinity, at any rate for some energy exhibited by atoms, each atom 
possessing either exactly, or nearly exactly, one, two, three, &c., units 
of this energy, according as it is monad, dyad, or triad, and it is owing 
to its possessing such that it is capable of combining with one, two, 
or three monad atoms 5 the terms affinity and valency imply no more 
than this, and if we use the terms energy and unit of energy, we may 
discard the others as superfluous. Anyone who has studied thermo- 
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chemistry must have been impressed by the intimate connection 
between valency (as ordinarily understood) and heat evolved. On 
comparing many series of similar reactions, such as the action of 
water on metals, or the influence of temperature on the heat of dissolu¬ 
tion of salts, we find that the heat evolved, or the rate of change, is 
roughly proportional to the valencies of the atoms concerned,* and 
our present study of the results of neutralisation simply proves that 
this proportionality is not merely approximate, but exact. 

The fact that a large number of acids give the same heat of 
neutralisation with bases being due to the residual affinity of the (let 
us say for the sake of simplicity) negative radicles being entirely 
saturated by the water present, what explanation can be given of the 
fact that some acids yield a higher, and others a lower, heat of neutrali¬ 
sation ?f It must be remarked that the deviation from the average in 
these exceptional cases is very small, especially when we consider that 
the heat of neutralisation is merely the difference between quantities 
of very great, though unknown, magnitude, and that the water used 
in the determination was not infinite in quantity as it should have 
been theoretically.f 

In cases where the heat of neutralisation is greater than the 
normal, such as— 

Na,Cl,aq — H,Cl,aq = i(Na2,S0 4 ,aq) — £(H 2 ,S 04 ,aq) — 

we may explain the fact by S0 4 possessing more residual affinity 
when combined with H 2 than the water is capable of saturating, 
whereas, when combined with metals, the residual affinity does not 
exceed the quantity which water can saturate; x would therefore be 
independent of the nature of the metal, which, with certain reserva¬ 
tions, is true.§ Other explanations based on the supposition of 

* I have shown elsewhere (Phil. Mag. [5], 88,109), in a rider to Dr. Armstrong’s 
criticism of Thomsen’s thermochemical results with organic substances, that those 
results tend to give this dynamical conception to affinity in spite of Thomsen’s con- 
elusions to the contrary. 

t The exceptional cases, those showing a deviation of over 1000 cal., are HE, 
16270: HPHjA,, 15160; Ha30 4 , 15690; 15145: HjS, 7740; H01O, 

9980; HON, 2770; HsAs0 4 ,6890; HgSiOa, 5230; H^nO* 9570; H*OO a , 10090; 
H-BA, 10005; H 2 C 4 HA, 12080; H 2 0 4 H 4 0 6 , 12655; H*P0 4 , 11343; H»Afl0 4 , 
11973; 16 adds out of the 45 which were investigated. 

t With more dilute solutions, the excess of the heat of neutralisation with sul¬ 
phuric acid over that with hydrochloric add would be reduced by at least 400 cal., 
taking Thomsen’s results on the dilution of the various adds and solutions of Balts. 

$ The values are as follows:— 


K. 1895 caL 

Na . 1945 „ 

I*. 1795 „ 
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changes in the mutual relationship between the S and the 0 4 , accord¬ 
ing as the radicle is combined with H 2 or M 3 , would equally account 
for the observed facts. 

A similar explanation, however, would not apply in cases where the 
heat of neutralisation is less than the normal (that the residual 
affinity of MR is not entirely saturated by the water), unless x were 
different with different metallic radicles, and this is probably not so. 
I am inclined to regard these exceptionally low results as being 
apparent rather than real. Seven out of the twelve acids are 
eminently unstable, and form salts which are more or less dissociated 
ji solution, and, although Thomsen determined the heat of neutralisa¬ 
tion when the proportion of base was in excess of that required by 
the chemical equation,* it would not follow that such an excess would 
increase the proportion of undecomposed salt in the liquid, for he 
increased the quantity of water present pari passu with that of the 
base. If a portion only of the acid and base are combined, we shall 
be comparing 

(M,Cl,aq — H,Cl,aq) with -th of (M,R,aq — H,R,aq), 

% 

and hence the deficit x; moreover, the value of n, and consequently 
of *, will be independent of the nature of M, since this depends on the 
relative u affinity ” or “ avidity ” of R and OH, which, according to 
Ostwald, and (as far as the cases under discussion are concerned) 
according to Thomsen also, is the same whatever the base may be. 

From the general fact that the heat of neutralisation is independent 
of the nature of the base, it follows that the heat of formation in 
solution of the same salts of two different metals differs by a constant 
quantity independent of the nature of the salt. Thus the heat of 
formation of potassium chloride from metallic potassium and gaseous 
chlorine is given by the equation— 

(Ha* + aq) + *(H. + Cl.) + (NaOHaq + HClaq), 


TL. 

ISOS cal. 

NH 4 . 

1805 „ 

*Sr.. 

1540 „ 

*Ca . 

1C20 „ 

*Mg. 

1765 „ 

£(Mn, Ni, Co, Ke, Cd, Zn or Ou) 

mo „ 


the higher values obtained in the cafte of the monad metals can scarcely he accidental, 
and, 1 think, they are probably due to there being some small mutual attraction 
between the two metallic atoms in M' s S0 4 $ this is supported by the fact that when 
we come to pseudo-tnad metals, where an attraction of this nature is undeniable 
and of considerable magnitude, the value of x is entirely different from the abo\e 
values, and is also different in each individual case. 

* The values given with excess of base are in some cases considerably higher 
than those quoted above. 
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•while that of the potassium salts is given by the same equation, 
in which (K* + aq) is substituted for (Na* + aq); thus the difference 
between the heats of formation of all similar potassium and sodium 
salts in solution, is simply that existing between the reactions of 
potassium and sodium with excess of water.* The latter are therefore 
quantities of fundamental importance. They are; 


Lithium . 


49084 cal. 

Potassium. 


48100 

Jl 

Sodium . . 


43450 

» 

Magnesium. 

.... 2x 

40345 

99 

Calcium. 

.... 2x 

40500 

99 

Strontium ....... 

.... 2x 

44725 

99 

(Barium. 

.... 2x 

40500 

99 

Cadmium. 

.... 2x 

- 4995 

99 

Zinc . 

.... 2x 

3305 

91 

Manganese . 

.... 2x 

11090 

99 

Iron . 

.... 2x 

- 2645 

99 

Nickel . 

.... 2x 

- 6271 

99 

Cobalt . 

.... 2x 

- 5708 

99 

Copper . 

.... 2x 

- 6470 

99 


For magnesium and for cadmium and the metals following it, the 
value is not obtained directly, but indirectly from the heat of dis¬ 
solution of the metal in hydrochloric acid, this value being subtracted 
from 2N (27600 cal.). The smallness of the differences between the 
values given by the first seven metals is very noticeable. 

The heats of formation of two similar salts of different metals in the 
solid condition show no constant difference of this nature 5 they are 
calculated by subtracting the heat of dissolution of the salt from its 
heat of formation in solution, and no strict connection has yet been 
discovered between the heat of dissolution and the nature of the 
metal present. 

The conclusions derived then from a study of the heat of neutrali¬ 
sation are briefly:— 

1. That the heat evolved in chemical combination is strictly pro¬ 
portional to the affinity saturated, and that the heat which we 
measure represents the algebraic difference between the affinities 
saturated in the compound and those saturated in the reagents. 

2. That atoms in combining do not (in most cases) entirely 
saturate each other, but that the molecules formed exhibit a certain 

* Prom certain discrepancies which, exist in Thomsen’s numbers, in iii, he 
does not appear to hare been fully aware of this. 
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amount of residual affinity capable of being saturated by further 
combination with other molecules. 

3. That the atom possessing the smaller valency is not (necessarily) 
entirely saturated by that possessing the higher valency. 

4. That it is due to the residual affinity of either the non-metallic 
or metallic radicle in a salt molecule, and not to that of both radicles, 
that water becomes attached to the salt. If the atomic valencies 
are whole numbers, the four terms, M,R,aq; M',R,aq ; M,R',aq; and 
M',R r ,aq, will all be equal, whereas, if they are not whole numbers, 
each of these terms will be equal to one only of the others. 

Lastly, that the dissolution of a salt in water is a chemical and not 
a physical action. 


LYII .—Crystals m Basic Converter Slag* 

By J. E. Stead and G. H. Ridsdale. 

In the course of some investigations made at the works of the Nprth 
Eastern Steel Co., Middlesboro’, as to the nature and constitution 
of slag obtained by the “ Basic 99 or “ Thomas-Gilchrist 99 process, we 
found several distinct varieties of crystals, some of which are of a 
composition hitherto quite unknown, and all are comparatively new. 

We believed, therefore, that a brief description of them would not 
be without interest to the members of this Society. 

The slag itself is the product of the oxidation by the Bessemer 
process of the impurities of phosphoric pig (Si, B? Mn, V, Or, &c.), 
and also of part of the iron, admixed with the flux (lime) added to 
the fluid iron treated, and with part of the dolomite-lime lining of 
tho converters which is worn away in the treatment of each charge. 
It consists, as will be shown, principally of phosphate and silicate of 
limo and magnesia, together with excess of lime and magnesia in the 
free state, and oxides of iron and manganese. 

The North Eastern Steel Co. slag, from which the crystals were 
obtained, contains usually— 

CaO. MgO. AljOa. EeO. Fe 2 O s . MnO. VO. SiO a . 

46*04 6“42 1-50 2*10 15*42 3*50 1-35 5-80 


S. Ca. 

( -A-^ S0 8 . TgOg- Total. 

0-32 0*40 trace* 18*10 99*95 

Metallic iron . 13*46 

„ manganese.. 2*71 
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Its composition varies, however, according to the pig iron nsed, 
and with the extent to which the iron is oxidised during the process ; 
the nature and amount of the basic addition made to the charge, and 
the proportion of the lining worn away, also affects it, but as a rule 
the Company’s slag varies but little in composition, the phosphoric 
add never being below 17 nor above 20 per cent. 

The crystals were invariably found near the centre of blocks of 
slag, each of which weighed between 40 and 50 cwt. As the masses 
of slag solidify on the surface as they cool, contraction could only 
obtain in the interior, the result being in every case that a cavity 
was formed in the centre, about which the crystals were formed. 

We shall now describe the various crystals separated. 

No. 1. These are large, well-formed, flat, square crystals, some of 
which have Y-shaped edges. They are perfectly transparent, and of 
a faint yellowish colour—when thin nearly colourless. 


Their analysis is as follows:— 

Lime.*. 60*206 

Magnesia. 0*828 

Ahlmilla . \ 0-100 

Peroxide of iron.J 

Protoxide of manganese. trace 

Yanadium protoxide. 0*722 

Silica. .. trace 

Sulphur . 0*150 

Phosphoric acid. 38*044 

100 *050 

Less O replaced by sulphur .... 0*075 


99*975 

Their composition is probably that 
of tetrabasic phosphate of lime, 

4CaOP 2 0 B ..... 

(0*069 per cent, too little OaO for 
the above after satisfying S.) 

Caldum sulphide (= 0*262 CaO) .. ® ^ 



Alumina and peroxide of iron. 
Protoxide of vanadium*.. 


98*057 


0*337 

0*828 

0*100 

0*722 


Less excess of OaO required for P 2 0 5 , 


100*044 

0*069 


99*975 
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They appear to bo tetrabasic phosphate of lime, and were described 
by Hilgenstock at the General Vesammlung des Vereins deutscker 
liJlsenhuttenleute” in June, 1886; an account and a reprint of his 
paper was circulated at the Autumn Meeting of the Iron and Steel 
Institute the same year; at this meeting Mr. Stead exhibited them on 
our behalf, together with several other varieties, and mentioned at 
the same time that we had been investigating them since March, 1886 
We wished, however, to prosecute our investigations more fully 
before reading a paper on them. 

No. 2. Groddeck and Broockmann describe these in Stahl find Eisen, 
1884, No. 3, p. 141, as “ rhombic, partly columnar and partly tabular 
blue crystals/’ and give their analysis as 

CaO. MnO. BeO. P 2 0 5 - Total. 

56 3 6 35 100 

but they state that they “ had great difficulty in getting enough for 
analysis,” and that they were “ so small that their form could only be 
seen with a microscope.” We have, however, been able to get them 
from one-twenty-fourth to one-sixteenth inch in diameter, and by 
breaking the picked crystals down small and repicking with the aid 
of a magnifying glass, rejecting every piece that had the slightest 
trace of any other crystalline form attached, we believe that we 
obtained them almost absolutely pure. 

Those were amongst the crystals exhibited, and noticed on our 
behalf by Mr. Stead at the Iron and Steel Institute, 1886. The 
composition of different crops of pure samples was constantly as 


follows:— 

Per cent. 

Lime.... 56*578 

Magnosia. 0*738 

Alumina *. trace 

Poroxido of iron .. 1*000 

Protoxide of manganese. 0*210 

Oxide of nickel .. 0*040 

Sesquioxido of chromium. trace 

Protoxide of vanadium .. 1*640 

Silica. 10*791 

Sulphur... 0*055 

Phosphoric acid... 29*146 


100*198 

Less 0 replaced by S. 0*027 


100*171 
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Tetrabasic phosphate of lime 
Calcium silicate. 


Calcium sulphide. 

Magnesia... 

Peroxide of iron. 

Manganous oxide. 

Nickel oxide . 

Protoxide of vanadium . 
Lime not accounted for. 


fCaO, 45*9761 
IP 2 0 6 29-146 J 
f CaO, 10-0711 
lSiO a , 10-791J 
J Ca, 0*07(0-098CaO)l 0 

IS, 0-055 J 


Per cent. 

75-122 


20*862 


125 


0-738 

1-000 

0-210 

0-040 


1-640 


0-433 


100*170 

The greater the care taken in separating the crystals from the 
matrix, the lower the percentage of iron and manganese oxides found 
in them, and as the substances they were mostly contaminated with, 
when found, were magnetic black crystals—of which more anon—we 
think this will account for Groddeck and Broockmann finding so much 
ferrous oxide and manganous oxide. The silica they probably missed 
through working on so small a quantity, but we have invariably found 
from 10 to 11 per cent., from which it would appear that these formB 
consist of a double phosphate and silicate of lime, coloured by traces 
of impurity. They frequently occur in proximity to masses of steel. 
These bine crystals are readily melted before the oxyhydrogen 
blowpipe flame, to a cream-coloured enamel-like mass, with no blue 
coloration, from which we dednce that the colour is due solely to some 
molecular arrangement peculiar to the crystalline form. 

No. 3. These are feathery or fern-like crystals, of which Groddeck 
and Broockmann in a passing notice say, “it would be extremely 
difficult to obtain sufficient for chemical and crystallographic exami¬ 
nation,” and they consequently give no results. We, however, have 
succeeded in picking ont a considerable quantity, and as they are 
strongly magnetic they were separated from all impurity by first 
picking quite dean, then subjecting them to magnetic separation. 
We found them to contain— 
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Lime. 

Magnesia... 

Ain min fl, . 

Peroxide of iron . 

Protoxide of iron. 

„ of manganese. 

Oxide of nickel. 

Chromium sesquioxide... 
Protoxide of vanadium 

Silica. 

Sulphur. 

Phosphoric acid. 


18732 

+ Atomic weight. 

0-3345 

11-456 

0-2864 

1-800 

0-0175 

16-143 

0-1009 

38-060 

0-5286 

9-580 

0-1349 

0-150 

0-0025 

1-120 

0-5073 

0-289 

0-0021 

0-800 

0-0133 

0-186 

0-0058 

1-667 

0-0117 


99-983 

Less 0 replaced by S .. 0 093 


Total iron 


99*890 

40*90 


Magnetic oxide of iron, FesO* 


f Fe a 0 3 ,16*1641 
IFeO 7*264 / 


Tetrabasic phosphate of lime, f CaO, 2*6251 

4CaO-PA. IPaO* 1*667/ 

Calcium snlphide (= 0-S2 CaO) ... {g 3 " 5 jj*J®} 


Free 


23*428 

4*292 

0*418 

15*787 

30*796 


This material is very remarkable as showing so little acid and 
so much base, there being only 3*693 per cent, acids and 95J per cent 
bases. 

A magnetic separation only (without previous picking) from a 
mass of mixed crystals crushed hue, gave an approximate analysis of 

OaO. KgO. AI9O3. F63O3. FeO. Md O. SiOj* PjOj. Total. 

30*24 4*40 0*27 24*57 28 30 7*80 0*90 3*73 100 21 


which approaches decidedly to the composition of the magnetic fern 
crystals. 

No. 4, These are hexagonal, needle-shaped, lemon-oolonred crystals, 
and do not appear to have been described previously, for although 
Hilgenstock in his paper to the Yerern dmtsche JSismMUenlmte 
mentions w needle-like ” crystals, he says they gave the analysis of 
pure tetrabasic phosphate of lime, from which we infer them to have 
been similar in colour to the flakes. These, however, are of a 
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greenish-yellow colour, and on being carefully picked, ground, and 
finally cleaned with the magnet, yield a faint pink or f3 esh-coloured 
powder. Different crops of these crystals gave a constant composition 
as follows:— 

Per cent. 


Lime. 53*536 

Magnesia. 0*486 

Peroxide of iron. 4 857 

Protoxide of iron. 1*286 

„ of manganese.. ; . 0*790 

Chrominm sesqnioxide . trace 

Vanadinm protoxide. 1*343 

Silica. 3*900 

Sulphur. 0*460 

Phosphoric acid . 33*707 


100*365 

Less O replaced by S. 0*23 


100*135 


Tetrahasic phosphate of lime, 

4CaOP 2 0 5 . 

Pyrophosphate of magnesia, 

2MgOPA. 

Calcium sulphide (= 0*505 CaO) .. 

Double silicate of ferrous 1 -™ n 
and ferric oxide, i.e., sili- [^eO * 
cate of magnetic oxide, f J 

PeA(Si0 2 ) 2 . J bl02 > 

Silicate of manganese. 

Peroxide of iron not accounted for 
Protoxide of vanadium .. 1*343 

100*135 

Hence they appear to consist of about 86 per cent, tetrahasic phosphate 
of lime, coloured with 10 or 11 per cent, of silicates of metallic oxides. 
We know that ferric silicate colours glass yellow, and ferrous silicate 
greenish-black, and if the iron salts were not combined with the 
silica, the magnetic oxide being free would have been separated in 
the successive magnetic cleanings, besides which there would have 
been 1*999 per cent, peroxide of iron (as it is there are about five 
parts silicate of peroxide to three parts silicate of protoxide). 


fOaO, 52*7311 
lP a O ft 33*400/ 
yO, 0*1711 
* 0*307/ 

0*575 1 
0*460/ 


P*0 6 , 

JO* 

4*5041 
1*286 f 

/ MnO, 
ISiO* 


5*890 

2*760 

0*79 
0 * 668 / 


Per cent. 

86131 

0-478 

1-036 

8-560 

1-468 

0-363 
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Nos. 5 and 6 are two varieties of flat, black, pointed, spear-shaped 
crystals, both looking almost like graphite flakes, but one is not at al 
attracted by the magnet, the other is distinctly. The following is 
their composition:— 



No. 5 . 

No. 6. 


Magnetic. 

Non-xnagnetic. 

Lime. 

39*088 p. c. 

44*730 p. c. 

Magnesia. 

1-297 „ 

0-936 „ 

Alnnrnim . .. 

6-400 „ 

9-700 „ 

Peroxide of iron. 

33-857 „ 

35-657 „ 

Protoxide of iron. 

8*100 „ 

none 

„ of manganese 

1-348 „ 

1-023 „ 

Oxide of cobalt. 

trace 

trace 

„ of nickel. 

trace 

trace 

Chromium sesquioxide . 

5*980 „ 

4-200 „ 

Copper oxide. 

none 

trace 

Protoxide of vanadium . 

2*656 „ 

2-223 „ 

Silica. 

1*100 „ 

0-900 „ 

Sulphur and sulphur 

not esti¬ 

not esti¬ 

trioxide 

mated. 

mated. 

Phosphoric acid . 

trace 

0-740 „ 


99-826 

100-109 

Total iron. 

30-000 

25-10 


Aluminate of lime, / CaO, 

Ca0-Al 2 0 8 . \ Al 2 Oa, 

Magnetic oxide of f JE^Os, 
iron and lime,< FeO, 
30aO*FeaO4 ■ • • ■ OaO 
Peroxide of iron and f FeaOa, 
lime, SCaOFesOs \ CaO, 
TetrabaBic phos- "1 n 
phate of lime, >^5" 

4Ca0*P 2 0 6 . J F *° 6 

Silicate of lime, / OaO 

CaO-SiOj.\SiOs 

Silicate of manga- f MnO, 
nese, MnOSiO a .. \ SiO a , 

Magnesia. 

Manganous oxide. 

Chromium sesquioxide .... 
Protoxide of vanadium ... 
Lime (not accounted for) .. 


Per cent. 

eS} { 

18-90 J 
32-507 i 


15- 857' 

16- 650 


Per cent. 

114-984 


45-000 


:ss}»« 


99-826 


100*109 
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They, like No. 3, are remarkable for their small content of c< acid/ 1 
or non-metallic oxides, there being in 


Magnetic. 1*1 per cent., excluding alumina. 

Non-magnetic. 1*64 „ 


But just as alumina can sometimes act as an acid, and sometimes as a 
base, according to the basicity of the element with which it is 
combined, so it seems possible for ferrous, ferric, and magnetic 
oxides to combine with lime under certain conditions, and to behave 
relatively to lime as an acid. We are not aware that such a combina¬ 
tion bas ever been met with before, but, on the other hand, there 
probably never were such favourable conditions on a large scale as the 
basic process affords for their formation, both as to intense tempera¬ 
ture and large excess of basic materials. 


Crystals from the Basic Slag, 

By H. A. Miers, MA, F.G.S., Natural History Museum. 

No. 2. Blue Crystals .—These appear in the form of thick tables or 
stout prisms, sometimes with bright smooth faces, but more frequently 
skeletal and formed by the superposition of laminae. 

The result of gonimetrical measurement is as follows:— 

System orthorhombic. 

a : l : c = 1*5023 :1: 2*2943, 

corresponding to the angles 100 :110 = 56° 21'; 010 : 011 = 23° 23'; 
001: 101 = 56° 47'. 



Forms observed: m{110}ooP. 

e{001}OP. 

d{101}:f>oo. 

2>{111}P. 

6{010}coPoo. 

r{103}ifoo. 

A. face of the form r 'was only once observed. 
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A large number of crystals were measured, but tbe angles given 
below are tbe means of those formed by such faces alone as gave 
single bright images, so that the individual measurements could be 
relied upon to two or three minutes. 

The angles cd and dm were used as the basis of calculation. 



Observed. 

Calculated. 

No. of 
edges. 

limits. 

cd . 

66 ° 4tl' 

_ 

7 

56° 38'—66° 61' 

dm . 

62 23 

— 

6 

62 19 —62 31 

mm . 

67 11 

67° 18' 

5 

67 6 —67 184 

dp . 

51 311 

51 291 


— 

. 

70 41 

70 34 

n 

— 

cr . 

26 40 

26 59 

Hi 

- 


The crystals exhibit a very marked and most beautiful pleochroism; 
viewed through the faces c by plane polarised light transmitted in the 
♦direction of the vertical axis they appear deep sapphire-blue when 
the light is polarised in a plane parallel to the macropinacoid, and a 
veiy faint lilac when the light is polarised in a plane parallel to the 
brachypinacoid; viewed through a plate cut parallel to the macro¬ 
pinacoid b, they appear faint blue when the plane of polarisation is 
parallel to the vertical axis, and a somewhat deeper blue when it is 
parallel to the basal plane c. 

Plane of the optic axes parallel to 100; acute bisectrix perpendicular 
to c; axial angle measured in oil 114° 30' (about). 

No. 4. Yellow Needles .—These are six-sided prisms, with a prism 
angle of 60°, and are uniaxial, sections cut perpendicular to the prism 
remaining dark between crossed Nicols. They are therefore to be 
referred to the hexagonal system. They contain tine linear enclosures, 
which, together with the cleavage cracks, appeal* to be parallel to the 
faces of a pyramid P{100, 221}, if the prism bo denoted by the 
symbol coP2{10l}. Calculations from the angles which these lines 
make with the prism edges upon the different prism faces measured 
with a rotating stage under the microscope show that this pyramid 
is inclined to the vertical axis at an angle of about 54° 30' (limits 
53° 50'—56° O'). 

The only faces, however, which are developed npon the crystals are 
the prism and the basal planes OP. 

These needles show marked dichroism, appearing light yellowish- 
brown when parallel to the plane of polarisation, and a darker clove- 
brown when perpendicular to the same. 

No. 1. Brown Tables .—These appear to be orthorhombic; they form 
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rectangular tables, bearing on tbeir edges linear faces inclined at 
angles 51° 25' (limits 50° 19'—51° 54') and 59° 10' (limits 59°—59* 20> 
respectively to tbe faces of tbe table; there are two imperfect cleav¬ 
ages perpendicular to the table and parallel to its edges of intersec¬ 
tion with the linear faces. The crystals are faintly dichroic. 


LVIIL —Ozone from Pure Owygen: its Production and its Action on 
Mercury , with a Note on the Silent Discharge of Electricity. 

By W. A. Shenstone, Lecturer on Chemistry in Clifton College, and 
J. Tudor Cundall. 

For the purposes of some experiments we are making with the hope 
of obtaining further information concerning the influence of the 
silent discharge of electricity on oxygen and other gases, we have had 
occasion to prepare oxygen gas of a high degree of purity and to 
transfer it to experimental apparatus of various kinds without con¬ 
tamination. We have taken the opportunity which has thus occurred 
to make the experiments that we now have the honour of describing 
to the Chemical Society. 

In their classical research, “ On the Volumetric Relations of Ozone,” 
Andrews and Tait (Phil. Trans., 1860, Part I, p. 113) have already 
shown that ozone may be produced from oxygen of considerable 
purity. They express their opinion that not more than one part of 
nitrogen was present in every thousand parts of the oxygen they 
employed, and, though they do not describe any analyses in support 
of that opinion, there can be no doubt that the gas employed was 
more than sufficiently pure for the object they had before them, viz., 
to establish the elementary nature of ozone. But, taking into con¬ 
sideration the fact that unprotected india-rubber connections were 
employed in some parts of their apparatus, and that they dried the 
gas merely by passing it over fragments of glass moistened with sul¬ 
phuric acid, it seems improbable that they operated upon oxygen 
free, in the highest attainable degree, from nitrogen and moisture. 
The experiments described by Brodie (ibid., 1872), although also 
made with great care and delicacy, probably were not made with 
oxygen of the highest attainable purity. In consequence of the- 
interest which now attaches to the chemical behaviour of substances 
in an extremely pure state, it seemed desirable to repeat experiments- 
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like those of Andrews and Tait with all the additional precautions 
that have become possible. 

Whilst we were still engaged in constructing the apparatus pre¬ 
sently to be described, a paper on the production of ozone, by Pro¬ 
fessors J. J. Thomson and R. Threlfall was read before the Royal 
Society (Proc. Boy. Soc. 9 1886, 40, 840). In this paper, it is stated 
that ozone is formed in large quantities when an electric spark 
passes through dry oxygen. In the experiment described, however, 
air was employed, not oxygen, and no details are given in the paper 
of the mode of recognising the ozone, of the quantity produced, or 
of the behaviour of dry ozone to any other substance in a dry state; 
therefore we considered that the subject still deserved careful exami¬ 
nation. 


I. The Preparation and Storage of Oxygen. 

After constructing and trying various apparatus for this purpose, 
we adopted that which was described at the Birmingham Meeting 
of the British Association (Brit. Ass. Report, 1886), by the aid of 
which two of the specimens of oxygen used for our experiments were 
prepared. But further experience in constructing glass apparatus on. 
a large scale has enabled us now to adopt a modification of that 
apparatus, which affords a far more complete guarantee of the purity 
of a gas prepared within it after it has been stored for consider¬ 
able periods of time than was the case with the original simpler 
arrangement. 

In dealing with gases containing less than one part of impurity per 
thousand, the mode of preparing and storing the gas affords an indi¬ 
cation of its quality which is at least as important as any evidence that 
can be derived from analysis. This consideration will excuse us if we 
seem to devote a disproportionate part of our paper to a description 
of the apparatus we now employ. 

The general form of the apparatus is shown in Fig. 1. All its parts 
have been united by welding in the blowpipe flamo, except that the 
sampling tube K is attached by a ground joint at L, which is protected 
by a cup of mercury with a layer of almond oil above it. The 
Sprengel pumps attached to 0 and D also are not only welded to the 
main apparatus, but were themselves entirely put together by blown 
joints. The taps employed are those known in this country as Cetti’s 
patent, air is prevented from entering the apparatus by cups of mercury 
and oil as shown in the diagram. Further, the mercury which is intro¬ 
duced into various parts of the apparatus from time to time passes in 
all cases through efficient air-traps. It appears, therefore, to be impos¬ 
sible for air to gain admittance to any gas that may be stored within 

2 t 2 
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the apparatas so long as no part o£ the glass work is broken. As a 
rule, we find that air-traps snch as G (Fig. 1) answer very well, but 
occasionally air collects in a trap with inconvenient rapidity, and we 
tbink the trap shown at L is more satisfactory. In this form 
of trap, which we do not remember to have previously scon de¬ 
scribed, there is attached at the shoulder a narrow tubo M, drawn out 
at its upper end. When air has collected at L, it can be expelled, 
without admitting air to the store of gas within the apparatus, by 
opening the tip of M and raising the reservoir of mercury attached 
to the india-rubber tube "N. 


Fig 1. 



For generating oxygen, E is charged with a mixture of the chlorates 
of sodium and potassium in molecular proportions. This is prepared 
by fusing the two salts together, and powdering tho mixture after it 
has solidified on cooling. We find this mixture a very convenient 
source of oxygen on account of its low melting point, provided care 
be taken to employ sodium chlorate that is perfectly free from tho 
tartrate. 

To fill the apparatus in the first instance, F is filled with mercury 
from a reservoir not shown in the diagram, the taps ft, ft, ft are 
opened, and the apparatus is well exhausted by the Sprengel pumps 
attached to 0 and D. Oxygen is then generated in E until the whole 
apparatus, including F, is filled. It is then re-exh&nsted, refilled, and 
left with its charge of oxygen for several days in order that any 
nitrogen adherent to the glass may, as far as possible, be removed 
by the molecular impacts of the oxygen; lastly thin charge of gas 
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is also removed, and the final charge is generated from the chlorates 
in E. A simple calculation shows that if the pumping apparatus 
only removes the contained gas at each operation the amount of 
nitrogen present in the oxygen thus prepared will bo about tgs q oqtto o 
of the whole. After tho apparatus has been once charged, when the 
bupply of oxygen remaining m E becomos small, i? is closed, t l is 
opened, and E is heated as before. The first portions of oxygen 
ovolved are permitted to escape by D through the fall tube of the 
Sprengel pump, and so soon as all fear of accidental admission of air 
m consequence of the breaking of E is past, t l is closed, i 2 opened, and 
E filled as before. The taps have been very carefully reground, and 
we find that they resist the passage of air excellently, so that m case 
of E breaking we believe it might be replaced and its contained air 
removed without any sensible contamination of the gas ready for use 
In E. As we have been fortunate in our selection of flasks, however, 
we have not had occasion to put this opinion to the test of an experi¬ 
ment. The tube H contains glass wool which filters out suspended 
particles of salt from the gas. I is a large U-tube containing solid 
potash to absorb any minute traco of carbon dioxide that might acci¬ 
dentally be evolved in consequence of tho presonco of carbonaceous 
particles in E. As we adopt every possible means of avoiding this in 
preparing the chlorates, and as the chlorates in E are kept in a fused 
condition for a considerable period before E is fixed in its place, the 
necessity of I is doubtful. 

We have repeatedly examined considerable quantities of our gas 
for such impurities as carbon dioxide and chlorine, but have never 
obtained any indication of their presence. 

0 contains phosphorus pentoxide, but the employment of this sub¬ 
stance is not related to the experiments wo are about to describe. 
Various pieces of apparatus have been attached to A and B tempo¬ 
rarily or permanently as was required. 

2. Testing the I J unhj of the Gas . 

As wo have remarked above, thoro is a strong presumption that tho 
proportion of nitrogen presout in oxygen prepared as we have de¬ 
scribed it is so small as to be far beyond measurement. We have 
thought it right, however, so far as possible, to test the truth of this 
assumption. 

Specimens of gas for examination may be obtained from time to 
time in sampling tubes, such as K, capable of holding about 30 o.c. of 
the gas. Our method of filling them has been to let the gas be free 
to diffuse throughout all parts of the apparatus for many hours, then 
to olose f, and after slightly reducing the pressore in K by the pump 
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attached to D, to carefully seal off K at g, where the glass is well 
thickened beforehand, in order that it may not collapse irregularly 
when softened. A fresh tube is afterwards put in the place of K, by 
filling the trap E to the level TT with mercury, removing the stopper 
from L, welding to it another tube, replacing the stopper in L, and 
exhausting and filling this tube with oxygen as previously described, 
the mercury in the trap serving to protect the stock of gas from con¬ 
tamination meanwhile. We also attach various pieces of apparatus 
that we require to fill with oxygeu by means of L. 

The tube h containing the sample of oxygen is placed with its 
thin expanded end downwards in a glass vessel of mercury, A, which 
has been previously thoroughly freed from air hubbies, heated on 
a sand-bath, and then allowed to cool (Fig. 2). The thin glass is 
easily broken by pressing it on the bottom of A, and a little mercury 


Pio. 2. 



enters the tube. Eeagents are then introduced. For some time, we 
had great difficulty in securing a suitable reagent for our purpose; the 
best of those ordinarily employed, even when prepared with the 
greatest care, left a residue which seemed to indicate the presence of 
about one part of nitrogen in one thousand parts of the gas. After 
several failures, it occurred to us that phosphorus, though in most 
cases an unsatisfactory absorbent of oxygen, would not he unsuitable 
in the case of pure or nearly pure oxygen. In using phosphorus, 
however, we find that the greatest care must he taken not to permit 
moisture to accompany it, because the presence of a very small quan¬ 
tity of water results in the production of a sensible volume of a fixed 
gas, which we are inclined to suppose to be phosphine. The method 
which has given us the best results is as follows:—Melted phosphorus 
is drawn into a pipette P, which has a very long and rather wide end 
at A It is then boiled for some time to expel moisture, and the end b 
is sealed at 0. The basin of merenry in which h has been opened 
is then placed upon a tripod support, the pipette P brought into the 
position shown in Fig. 2, and its end broken off at d without expos¬ 
ing the phosphorus to the air; the tip of the pipette is then brought 
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under the mouth of k, and the mercury is warmed till the phosphorus 
melts ; a little of it is then forced out of the pipette. Heat is cau¬ 
tiously applied to k till the phosphorus is ignited, if that does not at 
once occur. Finally k is heated so that vapour of phosphorus fills the 
space previously occupied by oxygen. The whole is then allowed to 
•cool, the extremely minute space occupied by the residual gas noted, 
•and its volume determined by filling it with water which is after¬ 
wards weighed. As the volumes io be measured are very small, the 
results can only be regarded as close approximations. If the phos¬ 
phorus employed has not been thoroughly dried by boiling, not only 
as the volume of residue somewhat greater, but we find that some- 
•times it may be increased by the prolonged action of heat. 

A portion of the oxygen we employed in the second pair of experi¬ 
ments now described was tested in this manner. It left a residue 
amounting to no more than one part in five thousand of the gas. 
Taking into consideration the very great difficulty of obtaining 
phosphorus perfectly free from air, moisture, and phosphorous acid, 
we are not inclined to consider that this result indicates that only 
£%%% of our gas was oxygen, hut rather that the purity of our oxygen 
-considerably exceeds this. 


Fro :) 



Our first pair of experiments were made on oxygen collected in 
tubes such as that shown in Fig. 3; they were filled from the 
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apparatus described at the Birmingham meeting of the British 
Association (loo. citJ). Analysis showed that the gas when intro- 
dnced into them contained not less than 99*96 per cent, of oxygon, 
and probably a considerably greater proportion. Although several 
india-rnbber connections were nsed in that apparatus, they were all 
well protected from the outside air by mercury, and exposed to a 
vacuum for many hours before any gas was collected in the apparatus, 
whereby ample opportunity was afforded for the escape and removal 
of any occluded gas. 

The globes A, B were filled with phosphorus pentoxido, and the 
two pieces of apparatus were filled with oxygen through 0 and sealed 
off at D; in filling them, all the precautions described in connection 
with the preparation of oxygen were taken. The tubes were then 
placed in a moderately warm cupboard from June 9th, 18 w 6, to 
March 31st, 1887. The end of the arm E was then broken under the 
surface of sulphuric acid in the vessel P, the position of tho 
sulphuric acid in E noted, and the gas electrified by connecting dilute 
sulphuric acid in Gr, and a tinfoil envelope at HH with the electrodes 
of a Rhnmkorf coil capable of giving a spark of 4 or 5 inches* 
As B was closely packed with phosphorus pentoxide in a fine powdery 
condition, diffusion across it would occur very slowly, and we believe 
that any minute traces of moisture that might be communicated by 
the sulphuric acid to the oxygen would scarcely be permitted to pass 
through B. If we are wrong on this point, however, it will rather 
give emphasis to our results than detract from their value, inasmuch 
as we believe the yield of ozone in our experiments with these tabes 
is decidedly high for the temperature at which the experiments were 
made. Moreover, the results of a second series of experiments in 
which our gas was not brought into contact with sulphuric acid or 
any other possible source of moisture confirm our general result. 
Under the influence of the electric discharge, a steady diminution of 
the volume of the gas set in, which continued for a long period of 
time; doubtless in consequence of the slowness of diffusion across 
the bulb B. After frequently repeated electrification for short periods 
during 24 hours, the new position of the sulphuric acid in JS was 
noted, the apparatus cut into three parts at I, I, and the volumca 
required ascertained in the usual manner. In one experiment, an 
unfortunate accident to E compelled us to do no more than estimate 
the contraction that occurred. We were very careful to avoid over- 
estimation, and came to the conclusion that a contraction correspond¬ 
ing to the conversion into ozone of at least 7*5 per cent, of the oxygen 
employed had occurred, although the action of the electricity was 
stall incomplete. In a subsequent observation, we learnt, however, 
that the contraction of oxygen when electrified in contact with sul- 
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phuric acid mast not be depended on for obtaining an exact measure 
of the ozone formed, unless certain precautions, which we omitted in 
this case, are taken. The second tube was treated like the first, 
except that the gas was electrified at intervals for three days.* The 
discharge in this tube was, we believe, singularly free from the larger 
sparks of electricity which reveal their presence by tho sound which 
they produce, and which often accompany the so-called silent dis¬ 
charge. It was, in fact, more nearly a silent discharge than any¬ 
thing we had previously met with. Although the temperature at 
which we worked was never lower than 10° 0., the contraction that 
occurred was so great as to indicate the conversion of about 15 per 
cent, of the oxygen into ozone. This led us to doubt the entire trust¬ 
worthiness of this method of measuring the formation of ozone, which 
we had copied from Andrews and Tait. And we therefore attached 
a burette containing turpentine to 0 by means of an india-rubber 
tube filled with turpentine and closed by a clamp. Then the end 
having been broken we allowed a small known quantity of turpentine 
to flow over the inside of K. The absorption was complete in about 
an hour, and amounted to 10*25 c.c. Tho volume of the residual 
oxygen under the same conditions of temperature and pressure was 
116*2 c.c. (the P 2 0 6 being neglected), from which we find that the 
amount of oxygen converted into ozone was IT? per cent, of the 
quantity of oxygen employed in the experiment (a little higher in¬ 
deed as the volume occupied by the P 2 0 B has been added to tho true 
volume of residual oxygen present). This yield of ozone is high, as 
no precautions could be taken to electrify the oxygen at a low tem¬ 
perature. This considerably exceeds what is ordinarily produced by 
the passage of a current of oxygen through a similar apparatus of 
the Siemens type, our experience being that under similar conditions 
as to temperature a yield which exceeds 6 per cent, is satisfactory. 
It is, however, very difficult to obtain concordant results in tho pro- 
dnetion of ozone at different or indeed at similar temperatures. It 
docs not, howevor, reach tho proportion—25 per cent.—which would 
correspond to the contraction observed by Andrews and Tait in one 
of their experiments, in which a different mode of electrification was 
employed. In their experiments, howovor, oxygen was ozonised in 
contact with sulphuric acid, and tho results, therefore, aro almost 
certainly somewhat high. Wo have now prepared some tubes of 
oxygen provided with, means of electrification similar to those em¬ 
ployed by these observers, and thereforo in the course of six months 

* The actual period during which the discharge took placo considerably exceeded 
an hour. The temperature of the air at tho time of the experiment varied from 10* 
to 11°. That of the tube at H-H was rather higher. 
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liope to be able to report whether an increased yield of ozone results 
in this case from the employment of pure and dry oxygen. 

3. When the apparatus for storing oxygon, described in the earlier 
part of this paper, was complete, we filled two tubes like that shown 
in Fig. 4 with oxygen, a sample of which taken at the same time and 


Fig-. 4 



examined with phosphorus was found to yield only of residue, 
and which for the reasons already given we regard as in all probability 
containing a very considerably smaller proportion of nitrogen than 
this. A is a chamber containing phosphorus pentoxide, B a small 
bulb of pure mercury containing neither air nor moisture. One 
of these tubes filled with the purest oxygen we have yet obtained was 
kept for seven weeks; the gas within it was then electrified by 
connecting the poles of the coil with dilute sulphuric acid in E, and 
tinfoil fixed around the tube from H to H. Afterwards, the bulb B 
containing the mercury was broken. So soon as this was dono, the 
surface of the mercury lost its convexity, and the mercury adhered to 
glass in the well-known manner to such an extent that it was easy 
to attach the remains of the glass bulb to any part of the tube to 
which mercury adhered. After 24 hours, however, nono of the usual 
signs of oxidation were apparent on the mercury, and after a few 
days it showed signs of recovering its ordinary condition. The end 
F of the tube was then attached (by india-rubber) to a wider tube 
containing paper moistened with potassium iodide and starch solu¬ 
tion, its tip broken off, and some of the gas pumped quickly over the 
test-paper, but no evidence of the presence of ozone was obtained in 
this way, nor had the gas that remained in the tube any odour of 
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ozone when we afterwards examined it It is true that the india- 
rubber connection employed in this case is not entirely satisfactory, 
but no other suggested itself, and we took care that the gas should 
rush quickly through it into a partly exhausted space, where it had 
time to act upon the test employed. We cut up the tube and 
examined the residual mercury, and found that it could readily bo 
run into perfectly clean globules by rubbing together the detached 
portions with a fragment of wood. This leads us to conclude that 
perfectly dry ozone is completely decomposed by mercury without 
the mercury undergoing permanent oxidation. This conclusion is 
confirmed by subsequent experiments. 

It is well known that the distinctive action of ozone on mercury is 
accompanied by very evident oxidation, and we find that mercury is 
only capable of thus destroying ozone without itself undergoing some 
degree of oxidation when the ozone is in a very dry condition. We 
have passed oxygen generated from chlorate of potassium, and 
purified by moist and dry caustic potash in a slow stream through 
an ozone generator, then over a column of phosphorus pentoxide 
11 inches long, and then through pure mercury placed in a small 
washing tube, all air having been previously driven from the apparatus 
by the passage of a very long-continued stream of oxygen, and have 
found that on sealing the tube with its contained ozonised oxygen, 
although scarcely any signs of oxidation appeared after an hour, very 
decided indications of oxidation developed after 12 hours. Andrews 
and Tait found that when bulbs of mercury are broken in vessels con¬ 
taining ozonised oxygen, the mercury is oxidised, and an expansion 
consequent upon the destruction of ozone by the mercury also occurs 
which, however, never restores the gas to quite its original volume. 
Li the most favourable cases, a permanent contraction, amounting to 
one-sixth of the contraction on ozonisation, remained. This may 
have been due to oxidation of the mercury alone or partly also to 
absorption of ozone by tho sulphuric acid employed in the pressure- 
gauge. In order to confirm or disprove our conclusion, that in our 
experiment the ozono was entirely destroyed without oxidation of the 
mercury, we used our second tube of purest oxygon for tbo modifica¬ 
tion of the experiment which follows. After the oxygen had been 
submitted to the drying action of the phosphorus pentoxide in A for 
eight weeks, the end of the side tube F (Fig. 5) was immersed in 
mercury that had just before been strongly heated and placed while 
still warm in the tube Gr. The tip of F was broken off by pressing 
it against the sides of Gr, and F was fixed with a cork in such a 
position that G formed an air-trap to prevent the entrance of air from 
H into the pure oxygen. To G an adjustible reservoir S containing 
mercury was attached. By means of the reservoir this gas in B was 
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Fig. 5. 



brought to a reference mark R, and its pressure, viz., 769*8 mm., 
and the temperature of the air (12*3°) were observed. Tho gas was 
then electrified as before (the level of the mercury in F being slightly 
reduced). The production of ozone in this case quickly approached 
the maximum owing, perhaps, partly to its destruction by tho mercury 
in F, but chiefly to a decreased rate of production in consequence of 
the rise of temperature that occurred about £; for it was not possible 
to adopt the mode of repeated brief periods of electrification with con¬ 
siderable periods of subsequent cooling, that we employed in the pre¬ 
vious experiments, in consequence of the destruction of ozone by tho 
mercury that would have occurred during the periods of delay. After 
electrification, the pressure required to bring the gas to the mark R 
was again observed, and was found to he 754*1 mrn } a diminution 
that corresponds to the presence of 6*1 per cent, of ozone in the gas. 
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As the ozonisation was towards the end conducted at a rather high 
tomperature, and as destruction of the ozone by the mercury mast 
have occurred during the progress of the experiment, and daring the 
cooling down of the tube after the electrification was stopped, this 
may be regarded as a very good yield of ozone. 

The ozonised oxygen was left for twenty-four hours in contact 
with the mercury in F, which was then repeatedly brought into view 
by adjusting the position of the reservoir S. We were unable to per¬ 
ceive any signs of oxidation of the mercury even after several days 
had elapsed. 

Although by this time it was no longer possible to observe the 
mercury in F at the line R (in consequence of the adhesion of the 
mercury to the glass), and so to ascertain at what pressure the oxygen 
in the apparatus would now occupy its original volume at 12*3° C„ 
we succeeded in getting a close approximation to this in the following 
manner:— 

Having succeeded in getting the mercury visible at a point near 
or a little above r, the pressure at which the gas occupied this new 
volume was obsorved. It was found to be 774*2 mm. when corrected 
for difference of temperature. A subsequent experiment made, after 
cleaning the tube, showed that to compress air from R to r, a pressure 
of 5*4 mm. was required: hence 774*2—5*4 = 768*8 was the pressure 
at which the gas would now fill our tube to the reference mark R, 
As the pressure at which it originally occupied the same volume 
was 769*8 mm., it appears that of the contraction observed on ozoni- 
fication (which corresponded to a diminution of pressure of 15*7 mm.), 
all but so much as corresponds to a pressure of 1 mm. had been restored 
by the action of the mercury; that is to say, ^ only of the contraction 
was permanent. When the difficulties ander which those measure¬ 
ments were taken are considered, this seems to us to strongly confirm 
the conclusion wo had come to from our examination of the appear¬ 
ance of the mercury in two soparato experiments, viz., that when dry 
ozono is decomposed undor the influence of dry morcury, no oxidation 
of tho motal takes place. Andrews observed that the permanent con¬ 
traction of oxygen which had boon ozonised and subsequently treated 
with mercury was gi-eater in proportion to the suddenness with which 
the mercury acted. In our first experiment, by disturbing tho metal 
with the fragments of glass, we did our best to hasten the change. 
In our second experiment, however, it was not possible to do other¬ 
wise than permit the change to proceed slowly. 

From the experiments we have made we draw the following con¬ 
clusions :— 

1, That pure and dry oxygen is partly converted into ozone by the 
action of the silent electric discharge. 
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2. That when ozone generators of the Siemens type are employed, 
the proportion of oxygen converted into ozone in the case of pure 
and dry oxygen appears to be somewhat greater than in the case of 
less pnre oxygen nnder otherwise similar circumstances * 

3. That dry ozone is completely destroyed by contact with mercury, 
after some hours, without perceptible oxidation of the mercury, such 
as occurs to a greater or less extent when mercury and imperfectly 
dry ozone come into contact. 

Note on the Silent Discharge of Electricity . 

The influence of purity and dryness on the formation of ozone 
from oxygen by silent discharge may be due to one or both of two 
independent causes. 


Fig G 



* This, however, is based chiefly on our own experience, and it is difficult 'to 
compare our work with that of others until the influence of temperature and other 
circunwtances on the production of ozone is better understood than at present. 
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a. Andrews and Tait (loc. cit .) have shown that, if the conditions 
be such as to favour the combination of nitrogen and oxygen, the 
presence of nitrogen in oxygen is unfavourable to the production of 
ozone, in consequenco of the mutual action of ozone and peroxide 
of nitrogen. Indeed, they state that if a mixture of 1 part of nitrogen 
and 499 parts of oxygen be submitted to the action of a few large 
sparks of electricity, the mixture yields no ozone when subsequently 
submitted to a glow discharge. As under ordinary conditions the 
discharge in ozone generators of the Siemens type is apt to con¬ 
sist partly of rather large sparks which may not improbably lead to 
the production of peroxide of nitrogen,* it is evident that the complete 
absence of nitrogen is likely to be favourable to the production of 
ozone from oxygen in induction tubes. 

b. The dryness of the oxygen, and of the surfaces of the tubes 
between which the discharge takes place, may affect the character of 
the discharge within it. In connection with this, the following obser¬ 
vation will be interesting:— 

In order to get an idea of the character of the electric discharge as 
it occurs in an ozone generator, we have repeated an experiment shown 
by one of us to the Physical Society in May, 1885. We fixed two 
strips of tinfoil, a a , of such dimensions that they correspond to the 
electrified surfaces of one of our most efficient ozone tubes, on the 
remote sides of sheets of patent plate glass b 6, which are mounted on 
a small parallel vice, so that they can be made to recede from, and 
approach, each other (Pig. 6). The tinfoil is then connected with the 
wires from the coil, and the character of the discharge between the 
plates can bo examined. When the glass plates are at a distance of a 
centimetre, the discharge between them consists of a few sparks, not 
very closo together, corresponding in some degree to the spark dis- 
chaige of the Rhumkorf coil, and it is by no moans silent. If the 
plates are made to approach more closely, the number of these sparks 
increases till they become very numorous. When the distance ap¬ 
proaches more nearly to that which we employ in tho ozono gene¬ 
rators, viz., 1 mm., we perceivo, mixed with these sparks, what we 
may describe, for want of a bettor term, as a glow discharge, and if 
tho plaies bo brought still a littlo closer, the discharge appears to 
consist of this glow almost entirely, with only a few of the larger 
sparks at considerable intervals. If now a little warm moist air be 
blown between the plates, tho glow vanishes, the discharge is once 
more composed of comparatively few and large sparks. Those arc 
gradually replaced by the glow after the lapse of a few minutes. If, 

* The results of an unpublished experiment by one of us confirms tho idea that 
peroxide of nitrogen is sometimes formed in ozone generators. 
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however, the discharge has been long passing between a pair of 
plates so that they have become warm, it is more difficult to obtain 
such startling contrasts, though it is not impossible to effect similar 
but less complete modifications of the discharge. We have also 
examined the discharge through oxygen. For this purpose, the 
plates b l were brought within a distance of 1 mm., and cemented 
at their edges with solid paraffin. Oxygen was conveyed to the 
fiat vessel so obtained, and allowed to pass between the plates 
and escape at an opening left for that purpose, which also permitted 
us to observe the discharge within. The general character of the 
discharge corresponded with that of the discharge in air, but the 
glow discharge in oxygen seemed to us to present a somewhat 
washed-out appearance as compared with the glow discharge in air. 
From the considerable resemblance between the discharge which occurs 
between the two dry plates of glass when near to each other, and the 
glow discharge with which Andrews and Tait obtained such remark¬ 
able proportions of ozone from oxygen, and from the tendency of 
moisture on the plates to produce more or less the larger sparks 
which are known to destroy ozone when its amount exceeds certain 
narrow limits, we are inclined to consider that, at least to some extent, 
the high yield of ozone which appears to us to be produced by vory 
dry oxygen, is due to the condition of the interior surfaces of the appa¬ 
ratus being exceedingly favourable to the occurrence of that form of 
electric discharge which would seem to be most efficient in effecting 
the conversion of oxygen into ozone. 

In presenting these results, we would explain that we have made 
preparations for making other experiments of the same kind, more 
particularly with the object of gaining further information concerning 
the chemical activity of dry ozone, and concerning the efficiency of 
ozone generators of the type employed by Andrews and Tait, as com¬ 
pared with those of the Siemens form, which are now so generally 
employed. A long delay, however, must occur before these can be 
finished, and as we think the subject is one of considerable interest, 
we have not hesitated to bring forward by itself that portion of the 
work which ib now completed. 
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'LIX .—The Volumetric Relations of Ozone and Oxygen . A Lecture 

Experiment 

By W. A. Shenstone and J. Tudor Cundall. 

'Soret (Ann. (Shim. Rhys. [4], 7) showed that if it be true that ozone 
Is completely absorbed by turpentine, then three volumes of oxygen 
are concerned in the production of two volumes of ozone. Subse¬ 
quently Brodie re-examined this subject (Fhil. Trans., 1872) very 
carefully, and came to the same conclusion. And it has since been 
generally admitted by chemists that ozone is correctly represented by 
the formula 0 3 . 

The operations of submitting a fixed quantity of oxygen to the 
action of the electric discharge and of turpentine in succession, and 
•of observing the changes of volume which occur, are not very difficult 
and need not occupy much time. It has, therefore, occurred to us to 
•construct an apparatus for the purpose of showing Soret’s experiment 
40 lecture classes (Fig. 1). 


Fig. 1. 
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The tube B is united to A before the blowpipe at 0, leaving an 
annular space between them. The distance of A from B may conve¬ 
niently be about 1 mm. B is filled with dilute sulphuric acid, and 
tinfoil is wrapped round A between the dotted lines Jib. A small 
bulb of turpentine is introduced into A through E, which is then 
closed by a cork. That part of the apparatus which comes within 
the area FFFF on the diagram is placed in a vessel of cold water. A 
current of oxygen is then sent through the arrangement, tho oxygen 
being admitted at Gr and allowed to escape at H. A drop of strong 
sulphuric acid at I enables the operator to observe at what rate the 
current of oxygen passes. When the air has been displaced by oxygen, 
K is closed and sulphuric acid, coloured with indigo, is introduced 
into H. All this may be done by an assistant beforehand. 

When the experiment is to be made, the level of tho liquid in 
H is brought to L, a current of electricity is then passed through 
the annular space between A and B, by connecting the dilute 
sulphuric acid in B and the tinfoil on A with the electrodes of a 
Rhumkorf coil. A slight expansion occurs at first, which is quickly 
followed by a more or less rapid contraction. After a short while, the 
current of electricity is stopped, and when the subsequent contraction 
is complete, the new level of the liquid in H is observed. The bulb 
containing turpentine is then broken, after removing the apparatus 
from the water-bath, by submitting it to somewhat violent movements 
in a perpendicular direction, a stopper being held in H meanwhile, to 
avoid any risk of jerking the liquid from H. The apparatus is then 
returned to its bath and the absorption of the ozone by the tur¬ 
pentine is soon sufficiently complete. The experiment should be 
so conducted that the acid in 0 does not stand above P when the 
bulb of turpentine is broken, otherwise sulphuric acid may bo thrown 
into A. This adjustment is readily made by holding the apparatus 
in the air of the room or near a lamp for a few moments, in order that 
the gas in A may expand slightly. Also, in order that the changes of 
level in the limb 0 may not introduce au error into tho result, the 
liquid in 0 must stand at P at the beginning of the experiment. 

We have used this apparatus several times with excellent results, 
and we think it will be a useful addition to the at present rather 
small number of quantitative lecture experiments at the command of 
chemists. 
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LX.— The Action of Metallic Alkylates on Mixtures of Ethereal Salts 
with Alcohols . 

By T. Puedie, Ph.D., B.Sc., Professor of Chemistry in the University 
of St. Andrews. 

In the course of an investigation of the action of sodic alkylates 
on ethereal fumarates and maleates (Trans., 1885, 855), I found 
that when a solution of sodic methoxide in methylic alcohol was 
added to ethylic fnmarate, methylic fumarate was produced, and that 
a very small quantity of sodic methoxide sufficod to effect this change 
on a relatively large quantity of the ethereal salt. 

In the communication referred to, I stated that the ethereal salts 
of cinnamic and oxalic acids, when treated in this manner, underwent 
similar changes, and that I had undertaken an investigation of the 
general reaction. 

L. Claisen ( Ber ., 20, 646) has recently shown that the ethereal 
benzoates behave in a similar manner. Being desirous of reserving for 
myself the further investigation of at all events the special instances 
that have engaged my attention, I am induced, in view of Claisen’s 
observations, to publish the results I have already obtained. 

The experiments I have made show that the chemical change in 
question is a general one; that is to say, that when an alcohol is mixed 
with an ethereal salt containing a different alcoholic radicle from that 
of the alcohol, and to the mixture a small quantity of a metallic 
alkylate is added, a reaction takes place, which results in an extensive 
interchange of radicle betweon the ethereal salt and the alcohol; also, 
that the process possesses in a very markod degree the characteristic 
of continuous action. 

The exchange of radicle occumug between the ethereal salt and the 
alcohol is most probably effected by the continuous formation and 
decomposition of an addition-compound, the derivative of an acid 
hydrol, which the ethereal salt forms with the alkylate. This expla¬ 
nation has been proposed by Armstrong and Groves (see Miller 3 $ 
Elements of Chemistry , III, Sec. I, 923) in the description of a closely 
allied reaction, and is applied by Claisen to the ca&e of ethereal 
benzoates. 


Conversion of EthyUc into Methylic Fumarate. 

The phenomena attending the formation of methylic fumarate by 
the action of sodic methoxide on a mixture of the ethylic salt and 
methylic alcohol have been already described ( [loc . cit., p. 859). The 

2 tr 2 
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addition of ignited potassic carbonate produces the same effect as sodic 
methoxide; the carbonates of sodium and lithium, or ignited borax act 
in the same manner but more slowly. The effect of those reagents is 
probably due to the presence of small quantities of causiic alkali. 
Thus, 25 c.c. of some methylic alcohol which had been shaken up 
with potassic carbonate and filtered, and which contained in the 
25 c.c. only 0*2 gram of solid matter, were added to 5 grams of ethylic 
fumaTate; the mixture yielded 3 grams of dried crystals, which were 
found by their melting point (102°) and by analysis to be methylic 
fumarate. 

Calculated for 

C 6 H 8 0 4 . Found. 


C. 50*00 49-89 

H . 5*56 5*62 


When, however, carbonic anhydride was passed through the 
methylic alcohol, treated as above, its action on the ethylic fumarate 
was very much retarded, the methylic fumarate making its appearance 
only after some days. The addition of the oxides of barium, calcium, 
lead or zinc, also effects the conversion of the ethylic into the methylic 
salt, the two latter oxides, however, acting very slowly. Calcium 
chloride, free from oxide and other neutral salts, produces no effect; 
a solution of zinc chloride in methylic alcohol, on tho other hand, 
yields a precipitate of methylic fumarate, when the mixture with 
ethylic fumarate is allowed to stand a few days. 

Conversion of JEJthyUc into Methylic Cinnamate . 

Ethylic cinnamate and methylic alcohol do not act on each other at 
the ordinary temperature. When, however, a small quantity of sodic 
or potassie methoxide dissolved in methylic alcohol is added to a 
mixture of the two substances, the solution becomes yellow, and 
methylic cinnamate is formed, which may bo separated by allowing 
the methylic alcohol to evaporate over sulphuric acid. Tho residual 
crystalline mass after being pressed in folds of filter-paper, dissolved 
in ether, filtered and again allowed to crystallise, yields pure methylic 
cinnamate, having the melting point 34°. Analysis gave the follow¬ 
ing numbers:— 

Calculated for 

Jound. OjoH^Oj. 


C. 74-00 74-07 

H . 6-48 6-17 


That tiie action of the alkylate is continuous is strikingly ev ident in 
tiie results of the folio-wing experiments, although, the numbers given 
represent only approximately the actual extent of the chemical action, 
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much of the methylic cinnamate being unavoidably lost in the process 
of freeing it from unaltered ethylic cinnamate. 

(1.) 2 c.c. of a solution of sodic methoxide in methylic alcohol 
containing 01 gram of sodium were added to a mixture of 10 grams 
ethylic cinnamate, and 20 grams methylic alcohol, and the mixture 
allowed to stand at the ordinary temperature for some days, after 
which, on being treated as described above, it yielded 4*7 grams of 
nearly pure methylic cinnamate. 

(2.) A mixture of 10 grams ethylic cinnamate, and 5 grams 
methylic alcohol to which 5 grams methylic alcohol containing 
0*032 gram potassium hydrate were added, the whole being cooled 
by a freezing mixture to retard saponification, yielded 6 7 grams 
methylic cinnamate, mixed with the small quantity of potassium salt 
which was not separated from it. 

(3.) 10 grams ethylic cinnamate, 20 grams methylic alcohol and 
0*01 gram sodium, as methoxide, yielded 7*7 grams of dried crystals. 

In experiments (2) and (3) the proportion of alkal-metal present 
amoantsto less than 1 atom of metal to every 100 mols. of the ethereal 
salt employed, and yet the convorsion into methylic cinnamate was 
almost quantitatively complete. 

The addition of baric oxide, instead of the alkaline methoxide, also 
induces the formation of methylic cinnamate with production of baric 
cinnamate. An analysis of the salt gave 31*75 per cent, of barium 
instead of the calculated number 31*78. 

Experiments with Ethereal Oxalates . 

Ethylic Oxalate and Methylic Alcohol .—These substances do not act 
on each other at the ordinary temperature. When, however, a minute 
quantity of alkaline methoxide, dissolved in mothylic alcohol, is added 
to the mixture, methylic oxalate is formed, and if the addition bo 
made while the liquid is kept cool by moans of a freezing mixturo, an 
abundant crystallisation of mothylic oxalate occurs at onco. By 
evaporation over sulphuric acid in a vacuum and treatment with ether, 
as in the case of the corresponding cinnamate, the methylic oxalate is 
obtained pure. The substance prepared in this manner melted at 54°, 
and yielded the following results on analysis:— 


Pound. 

z-»- N Calculated for 

L II. C*HA- 

C . 40*17 40*30 40*68 

H. 5*16 5*25 5*08 


The results of the experiments, of which particulars are given 
below, show that varying the quantity of methylate within certain 
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limits does not much, affect the quantity of methylic oxalate produced, 
that much more, however, is produced when very small quantities of 
the methoxide are added, and that a very minute quantity of xneth- 
oxide will convert almost the whole of the ethylic into methylic 
oxalate if the experiment is conducted at a low temperature. 20 
grams ethylic oxalate and 45 grams methylic alcohol were used in 
each experiment, and the alkaline reagents were added in solution in 
a part of the alcohol. 


Experiment. 

Alkaline reagent employed. 

No. of atoms, 

K or Na, to 100 
mols. ether. 

Yield of methyl 
oxalate. 

1 

3 *04 grams KOH 

40 

4 *36 grams. 

2 

1*52 „ 

20 

4 18 „ 

3 

0*76 „ „ 

10 

5*50 „ 

4 

0*38 ,, „ 

5 

5*37 „ 

5 

0 *38 ,, ,, 

5 

11*60 „ 

6 

0*27 „ 

5 

10*50 „ 

7 

0 *27 „ 

5 

11*70 „ 

8 

0*02 „ 

0*6 

13*00 „ 


In experiments 5, 7, and 8, a freezing mixture was used. 

The potassium salt produced was potassic methylic oxalate. It 
gave on analysis 27*23 per cent, of potassium instead of the calculated 
number 27*52. The formation of this salt by the action of potassic 
methoxide on ethylic oxalate was observed by Salomon (Ber. f 8, 
1506). 

Methylic Oxalate and Ethylic Alcohol .—To a mixture of 10 grams 
methylic oxalate and 26 grams ethylic alcohol, cooled in a freezing 
mixture, 0*03 gram sodium as ethoxide was added. The mixture 
was evaporated over sulphuric acid in a vacuum. The crystals of 
methylic oxalate were found to have diminished in quantity; they 
were covered with an oil which did not evaporate, and which boiled 
at 180—190°. The boiling point of -ethylic oxalate is 18G°. The 
residual crystals, found by their melting point to be unchanged 
methylic oxalate, weighed when dried 4*6 grams. A blank experi¬ 
ment performed with the same quantities of material, exc lu ding 
the sodium ethoxide, left no oil on evaporation, and the residual 
methylic oxalate weighed 9 grams. 

It appears, therefore, that on the addition of methylic alkylate, 
methylic oxalate and ethylic alcohol act on each other in the same 
manner as ethylic oxalate and methylic alcohol. 

In the following experiments with ethereal oxalates, fractional 
dislalWaon had to be resorted to, which might readily cause an inter- 
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■change of alcoholic radicle between the ethereal salt and the alcohol, 
by direct double decomposition. Accordingly, for the purpose of com¬ 
parison, a blank experiment was performed in each case, the quantities 
of materials, excluding the alkylate, and other conditions being the 
same as in the actual experiment. 

Anvylic Oxalate and Ethylic Alcohol. —The blank experiment showed 
that when a mixture of these substances in the proportion of 1 mol. 
oxalate to 4 mols. alcohol is subjected to distillation, little change 
takes place. After the ethylic alcohol was distilled off the thermometer 
rose rapidly to 260°, the boiling point of amylic oxalate. A similar 
mixture, to which sodium ethoxide in the proportion of I atom of 
sodium to 100 mols. oxalate was added, yielded, contrary to expecta¬ 
tion, no ethylic oxalate, though the production of a little amylic 
alcohol and the gradual rise of the thermometer from 140° to 260° 
indicated that probably some ethylic amylic oxalate had been formed. 

Ethylic Oxalate and Amylic Alcohol. —A mixture in the proportion 
of 1 mol. ethereal salt to 4 mols. alcohol underwent little or no 
chemical change on distillation. On distilling a similar mixture to 
which sodium, as amyl oxide, was added in the proportion of about 
1 atom of sodium to 50 mols. of ethereal salt, it was found that a great 
interchange of alcoholic radicle had taken place. Thus 60 grams 
ethylic oxalate, 145 grams amylic alcohol, and 0T8 gram sodium 
yielded only 4‘5 grams distillate between 150° and 200°, the ethylic 
•oxalate (b. p. 186°) having almost entirely disappeared, while ethylic 
alcohol, amylic oxalate, and, apparently, ethylic amylic oxalate, had 
been produced. The latter product, however, did not separate dis¬ 
tinctly from the higher and lower fractions, and probably underwent 
•decomposition on boiling (Friedel and Crafts, Anvialen, 130, 201). 

Amylic Oxalate and Methylic Alcohol. —These substances, when 
mixed in the same proportions as in the two preceding experiments, 
distil almost unchanged—not a drop of liquid passing into the re¬ 
ceiver between 100° and the boiling point of amylic oxalato. A mix¬ 
ture to which sodium methoxide was added, gave distinct evidence 
of interchange of alcoholic radicle, though, as in the case of the 
corresponding reaction between amylic oxalate and ethylic alcohol, 
the interchange was much less exteusive than in the reverse reaction 
between ethylic oxalate and amylic alcohol. A mixture consisting 
of 30 grams amylic oxalate and 17 grams methylic alcohol, to which 
0*03 gram sodium, as methoxide, was added, yielded 8*8 grams distil¬ 
late between 220° and 260°, the latter being the boiling point of 
amylic oxalate, and from the lower boiling fractions 2*2 grams of the 
crystalline methyl oxalate (m. p. 54°) was obtained. 
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Experiments with Ethereal Acetates. 

In these experiments the various mixtures were prepared as fol¬ 
lows :—The sodium, potassium, or potassic hydrate being dissolved in 
a portion of the alcohol—usually the half of it—the solution was 
added slowly to the mixture of the ethereal salt with the rest of the 
alcohol, while the liquids were kept cool by means of freezing mate¬ 
rials. After standing at least 24 hours, the mixtures were fractionally 
distilled, the distillation being repeated three times. The distillation 
was not carried further than this, as it would have involvod propor¬ 
tional loss of material without effecting complete separation of the 
alcohols and ethers present. The fraction containing the ethereal 
salt formed by the reaction was saponified with an excess of standard 
solution of potassic hydrate, the liquid made up to a convenient 
volume, and the free alkali determined by titration with standard 
sulphuric acid. From the amount of potassic hydrate consumed in 
the hydrolysis, the percentage of the ethereal salt used, which had 
undergone a change of alcoholic radicle, was calculated. 

The numbers obtained in the manner described can evidently bo 
regarded only as approximate values ; besides the error due to imper¬ 
fect separation of the ethers, portions of them were lost owing to the 
difficulty of distilling off the liquid to dryness from the residual 
alkaline salt. 

In the blank experiments, the distillation and hydrolysis were 
carried out under the same conditions as in the corresponding experi¬ 
ments to which the alkylate was added. 

Amy lie Acetate and Ethylic Alcohol .—The results given below were 
obtained by the hydrolysis of the fractions boiling under 90*. 




Employed. 


Percentage amyko acetate 
converted. 


Amyhc 

acetate. 

Ethylic 

alcohol. 

Sodium 

or 

potassium. 

No. of atoms, K 
or Na, to 100 
mols. acetate. 

Experiment 

with 

alkylate. 

Experiment 

without 

alkylate. 

1 

grams. 

so 

grams. 

12 

gram. 

0-KX 

5 

per cent. 
61*8 

per cent. 
16*5 

2 

50 

36 

0-16 „ 

1 

39-7 

1 

3 

50 

36 

0*44 3a 

5 

45*6 

Y 6*8 

4 

50 

36 

0-08 „ 

1 

38*5 

J 


The results of these experiments exhibit in a striking manner the* 
effect produced by small quantities of alkylate. Experiments 3 and 

} 
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4 show the effect of varying the quantity of tho ethylate, 1 and 2 the 
influence of tho proportion of alcohol present. In 1 and 2, tho pro¬ 
portions are ro&poctivoly 4 and 2mols. alcohol to 1 mol. of tho ethereal 
salt. Experiments 2 and 4 indicate that equivalent quantities of 
potassium and sodium have much the same effect. 

Ethylic Acetate and Amylic Alcohol. —50 grams of ethylic acetate, 
100 grams of amylic alcohol, and 0 65 gram of sodium were used, the 
proportions being 200 mols. of alcohol and 5 atoms of sodium to 100* 
mols. ethereal salt. The formation of amylic acetate was indicated 
by the results of distillation, a considerable portion of the liquid 
boiling at 130—135°, while in the case of the blank experiment all 
passed over undor 130°. The fraction 120—135°, and in the blank 
experiment tho fraction 120—130°, were saponified with standard 
alcoholic solution of potassio hydrate. 

In the experiment to which the alkyl oxide was added, 44*7 per 
cent, of the ethylic acetate used was converted into amylic acetate, 
while in the blank experiment only 6’7 per cent, was so converted. 

Amylic Acetate and Methyhc Alcohol .—50 grams of amylic acetate, 
25 grams of methylic alcohol, and 0*44 gram of sodium were employed, 
the molecular proportions being the same as in the last experiment. 
The portions boiling under 80° were saponified. In the experiment 
with methoxide, 55*8 per cent, of the amylic acetate was converted 
into methylic acetate, whilst in the experiment without the methoxide 
only 2*6 per cent, was converted. 

Phenylic Acetate and Ethylic Alcohol .—A mixture of 50 grams of 
phenylic acetate, 40 grams of ethylic alcohol, and 2 grams of potassic 
hydrate was allowed to stand for a fortnight, hy which time tho liquid 
had turned of a dark-brown colour. It was shaken up repeatedly 
with a saturated solution of common Ralt; the supernatant oil being 
separated, dried, and subjected to fractional distillation, yielded 
23*6 grams of nearly pure phenol boilmg at 180—183°, scarcely any 
phenylic acetate being left unacted on, while from the lowest boiling 
fraction, after repeated washing with a saturated solution of salt, 17' 
grams of approximately pure ethylic acetate (b. p. 73—76°) were* 
obtained. An analysis gave 53*97 per cent, of carbon and 9*53 per 
cent, of hydrogen instead of 54*54 and 9*09 per cent. An experiment 
similarly conducted with 30 grams of phenylic acetate, in which no 
potassic hydrate was used, yielded only 2 grams of ethylic acetate, 
and so little phenol that it did not separate in the solid state from 
tho unaltered phenylic acetate. 

A mixture of 35 grams of phenylic acetate with an equal weight of 
ethylic alcohol and 0 7 gram potassic hydrate was left two or three? 
days and then fractionally distilled. By saponifying the fraction 
boiling under 100°, it was found that 69*4 per cent, of the phenylic 
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acetate had been converted into the ethylic salt, while in a blank 
experiment only 12*7 per cent, was thus converted. 

It may be concluded that the reaction, of which a number of illus¬ 
trations has been given, is of general application, and ombracos within 
its scope, besides the case of the benzoic ethers observed by Olaison, 
various isolated reactions described by different investigators, such as 
the action of sodium and potassium alkylates on ethereal thiocarbo- 
nates (Ber., 8,1506), and on mixtures of ethereal acetoacetates, and of 
et he real propiopropionates with alcohols {Annalen, 231, 229, and 234, 
262); also the action of ethyl alcoholic ammonia on methylic oxalate 
(«71 jpr. Ghem. [2], 12, 434). 

I purpose making a more thorough investigation of the reaction in 
the case of the ethereal salts of fumaric, cinnamic, and oxalic acids, 
with the view of elucidating the properties of the derivatives of the 
acid hydrols through the agency of which the reaction probably takos 
place. 


LXL —On Phlorizin. 

By Edward H. Rennie, M.A., D.Sc., Professor of Chemistry in the 
University of Adelaide, South Australia. 

In a paper on “ Glycyphyllin, the Sweet Principle of Smilax Glyoy* 
j phyUa,” communicated to the Society some few months ago (Trans., 
1886, 857), it was suggested as possible, though scarcely probable, 
that this substance might be identical with phlorizin. The idea of 
such a possibility arose out of the following considerations:— 

1. Glycyphyllin yields phloretin and isodulcite on hydrolysis, 
whereas phlorizin yields phloretin and a sugar about which some 
uncertainty has hitherto existed; Hesse maintaining (Miller*s 
Chemistry , 5th Edition, Part HI, 582) for reasons to be hereafter 
mentioned, that it is not identical with ordinary dextrose. Moreover, 
isodulcite has apparently been more than once mistaken for dextrose. 
<See Will, Per., 18,1312.) 

2. Considerable discrepancies are noticeable in the published 
analysis of phlorizin, so much so that the generally accepted formula 
of Stas, ChH^Oio, has been called in question by Loewe (Watts* 
Dictionary, 8, Part H, p. 1569), who proposes another formula and 
another equation to represent its hydrolysis. His results, how¬ 
ever, as is pointed out (Zoo. tit.), do not harmonise well with known 
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fact**. Hugo SchifC also (Ber., 14, 303) has drawn attention to the 
want of agroement in the published analyses of phlorizin. 

Under these circumstances, it seemed worth while to re-examine 
this substance, and to that end a specimen obtained from Tromms- 
dorff was twice recrystallised and then analysed. 


Remits of Analysis . 

The following are the results in brief of four analyses of the 
anhydrous substance:— 



Theory for 

cys^Ou). 

£ 

n. 

-A - .. 

ni. 

ii. 

Carbon .. 

57*79 

57*03 

57*11 

57*15 

57*17 

Hydrogen. 

5*50 

5*89 

5*91 

5*67 

5*70 

Oxygen .. 

36*71 

100*00 






Though these numbers are not very far from those indicated by 
theory for the above formula, they are scarcely satisfactory. A 
fresh specimen was therefore prepared by repeated crystallisation 
from water. The substance so obtained consisted of perfectly white, 
well-defined, silky needles; it was analysed Without dehydration, 
having been previously thoroughly air-dried. It contained 7*o8 per 
cent, of water of crystallisation, the theory for 2 mols. H*0 requiring 
?*62 per cent. The following are the results:— 



Substance. 

CO,. 


H,0. 

I. 

... 0*3202 


0*6217 


01792 

II. 

... 0*3109 


0*6065 


0*1728 


Caleulatad for 
O sl H M O 10) 2H 3 O. 


I. 

11. 


r 

' 1 


Cm • • • • 

.. 252 

53*39 


5295 

53*20 

Has • • • • 

.. 28 

5*93 


6*21 

6*17 

Ol2 

.. 192 

40*68 


— 

— 


472 

100*00 





These number are much more satisfactory and confirm the original 
analyses and formula of Stas. 


Decomposition by Dilute Sulphuric Acid * 

It being impossible to refer to the original papers here in Adelaide, 
it has not been possible to ascertain whether any quantitative expert- 
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meats have "been made to determine the amounts of phloretin and! 
sugar, respectively, yielded by the hydrolysis of phlorizin. Two 
experiments were therefore made, the method used being practically 
the same as that described in the case of glycyphyllin (Trans., 1886, 
864), except that the main portion of the phloretin was weighed 
on a filter-paper of known weight. The results of the titration of the 
filtrate were of course calculated on the assumption that the sugar is 
dextrose. 

The following were the numbers obtained:— 

Anhydrous substance. Phloretin. Dextrose. 


2-2980 1*4875 09671 

3*3114 20729 1*3514 

Pound. 

Calculated for hitherto , , 

assumed equation. I. II. 

Phloretin .... 62*82 per cent. 62*55 62*59 

Dextrose. 41*28 „ 42*09 40*80 


These numbers are sufficiently near to those required by the* 
hitherto assumed equation— 

C^iHj&Oio + H2O = C15H14O5 + CftHiiOg, 

to afford strong confirmation of its truth. It may be noted hero that 
the equation by which Loewe ( Watts' Dictionary , 8, Part II, p, 1570) 
represents the decomposition of phorizin, requires 63*5 per cent, 
phloretin and only 36*4 per cent, dextrose, reckoned on the anhydrous 
substance. 


Examination of the Sugar obtained . 

The filtrate from the decomposition (by dilute sulphuric acid) of a 
considerable quantity of phlorizin was neutralised by barium car¬ 
bonate, filtered and concentrated over a water-bath. A good deal of 
colouring matter formed. This was removed by repeated treatment 
with animal charcoal, and the solution finally concentrated to a syrup 
in a vacuum, over sulpharic acid. On adding a small quantity of 
water to this syrup, and allowing it to stand for a few days exposed to 
the air, it gradually became an almost solid mass of minute, per¬ 
fectly white crystals. These were dried on the filter-pump, washed 
two or three times with a small quantity of water, and finally spread 
out to dry in the air. 

According to Hesse {Miller's Chemistry , 5th Edition, Part 331, 
p. 582) the sugar from phlorizin differs from dextrose in the follow¬ 
ing particulars:— 
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1. The melting point of tho hydrated crystals is 74°, that of dex- 
troso being 82° according to Hosse (Annalen, 176,103), or 86° ac¬ 
cording to Schmidt ( Annalen , 119, 02). 

2. It loses only 0*7 per cent, of water at CO—70°, and requires a 
temperature of 105° to expel the last traces of water. 

3. Tho specific rotatory power (sodium light) after standing, is 
44°, that of dextrose according to various observations ranging from 
about 53° to 57*G° for solutions containing 10 per cent., or there¬ 
abouts, of anhydrous glucose. 

With reference to the second point, there seems to be some differ- 
-ence of opinion as to the temperature at which dextrose becomes 
anhydrous. In the latost edition of Beilstein’s Handbutih der 
orgmischen Chemie is the following statement: “ Krystallisirter 
Traubenzucker verliert das Krystallwasser unter 100° unter Schmel- 
zung und ist boi 110° wasserfrei,” apparently implying that a tem¬ 
perature of 110° is required to remove the last traces of water. 

Tho sugar under examination melted at 85—86° when carefully 
heated iu a capillary tube. Heated at 100°, it lost 8*64 per cout. of 
its water: theory for 1 mol. H s O indicating 9*09 per cent. Heated 
at 102—103°, the loss increased to 9*32 per cent. 

A solution was made containing 10*204 grams anhydrous substance 
in 100 c.c.* This, after standing, gave a rotation of 11*83° in a tube 
200 mm. in length, the observations being made with a Laurent’s 
polarimeter using sodium light. This gives— 


r _ 11*83° 

Laj3> “ 2 x 0*10204 


= 57*9°. 


Finally, a solution, when treated with phenylhydrazine hydro¬ 
chloride in the manner recommended by Fischer (Ber., 17, 579), 
yielded a yellow, crystalline precipitate exactly corresponding with 
that described as given by doxtrose, and with a melting point 204— 
205°, when heated in a capillary tube. The facts above adduced 
loavo little doubt that the statements generally made as to the 
formula and hydrolysis of phlorizin are correct, and that the sugar 
yielded by it is really dextrose. 

* It was intended to make this solution by dissolving a weighed quantity of the 
crystals in 100 o.c. water, but an accident having happened to the solution in 
course of preparation, and no more substance being available, the strength was 
carefully determined (after dilution) by titration with Febling’s solution. 
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LXIL —Further Notes on the Chemical Action of Bacterium Acoti. 
By Ad bust J. Brown, 

In my previous paper on the chemical action of Bacterimi aceti 
(Trans., 1886, 172), I described the oxidising action of the pnro 
ferment on mannitol, showing that this carbohydrate is completely 
decomposed, and that a sugar, lasvulose, is the main product formed 
from it. 

As dulcitol is an isomeride of mannitol, it appeared interesting to 
ascertain if B. aceti had any action on it, more especially as, according 
to Carlet ( Corrupt. rend., 51,137), dulcitol yields a CaffiA, sugar on 
oxidation with dilute nitric acid; Fudakowski ( Qhevn . Centr., 1887, 5) 
also obtaining a sugar from it by oxidation with potassium permanga¬ 
nate. Solutions of dulcitol in yeast-water were therefore prepared in 
a similar manner to those of mannitol described in my previous paper, 
and after inoculation with JB. aceti, the ferment was allowed to grow 
in them for from two to four months. In no case, however, although 
the ferment grew freely, could the least action on the dissolved 
dulcitol he detected, and the dulcitol was recovered from the solutions 
unaltered. It is evident, therefore, that dulcitol is not suscoptible to 
oxidation by means of JB. aceti, differing in this respect very markedly 
from its isomeride mannitol. 

Action of B. Aceti on Qlycol . 

The action of B. aceti on the dihydric alcohol, glycol, was next studied. 
A 2 per cent, solution of this alcohol in yeast-wator was sterilised 
and inoculated with the ferment in the usual manner. At first, the 
ferment grew freely, forming a pellicle on the surface of tho liquid. 
This growth, however, appeared to be speedily cheokod, and in fivo 
weeks’ time all action was evidently over. On opening tho flask, tho 
solution was found to be slightly, but distinctly, acid: a portion was 
evaporated to a small bulk and filtered, and tho absence ol any acid 
giving a«n insoluble lime salt proved. 

The rest of the solution was boiled with calcic carbonate, filtered, 
and the lime salt so formed precipitated by excess of .wyi The 
precipitate was redissolved and reprecipitated several times , nntil it 
came down in colourless flocks, which were dried at 100° and 
weighed, giving 0-0533 gram of substance. A. determination of the 
hme m this small precipitate was then made, showing it to contain 
28*90 per cent. CaO. As glycollate of calcium contains 29*47 per 
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cent. CaO, it appeared very probable that the small amount of 
acid formed from glyool during the experiment was glycollicacid, and 
that a small percentage of ibis acid in solution checked the further 
action of tho ferment in a manner similar to that of gluconic acid in 
the fermentation of dextrose in acid solution. 

A second experiment was therefore made with a 2 per cent, solution 
of glycol in yeast-water, but also containing a large excess of calcic 
carbonate to neutralise the acid when formed. After inoculation, the 
ferment grew very freely, and the calcic carbonate dissolved quickly. 
In two months’ time, when all action had ceased, the flask was opened, 
and the solution filtered, and evaporated to a small bulk. Concretions 
of minute needle-shaped crystals quickly formed on cooling the con¬ 
centrated liquid, and these were purified by recrystallisation from 
water several times, until a pure white mass of crystals was obtained. 
After drying a portion of those at 110°, 0*2535 gram was treated with 
sulphuric acid and ignited, yielding 0*1808 gram calcic sulphate. 
This gives 29*36 per cent. CaO in the original salt; calcic glycollate 
containing 29*47 per cent. CaO. The air-dried crystals of the salt 
were found to contain 2 mols. H 2 0, the amount found in crystals of 
calcic glycollate; the crystalline form of both salts is also similar. 
There is no doubt therefore that the salt obtained is calcic glycollate, 
and therefore that glyoollic acid is formed by the action of B. aceti on 
glycol under the circumstances described above. No indications of 
the formation of any compound besides glycollic acid were observed, 
so that probably the action of the ferment may be represented simply 
thus:— 

CH 2 (OH)-CH 2 (OH) + 0 3 = CH*(OH)-COOH + OH 2 . 

Action of B. Acoti on Glycerol. 

Tho action of B. aceti on the dihydric alcohol, glycol, having been 
studied, similar experiments with tho trihydric alcohol, glycerol, 
naturally suggested themselves. 

The first experiment was made with a 5 per cent, solution of pure 
glycerol in yeast-water, in which the ferment was allowed to grow 
undor the usual circumstances frequently mentioned before. From 
tho first, the bacteria increased with remarkable freedom, and after 
the oxpiration of 11 weeks, when the flask was opened, there 
appeared to be a larger growth of the ferment, both in the liquid and 
jib a deposit at the bottom, than I had previously observed in any 
other experiment with B. aceti . At intervals during the fermenta¬ 
tion of the solution, portions of liquid were withdrawn with a 
sterilised pipette, and tested for acid. Although the first of these 
bamples, withdrawn from the solution shortly after the commencement 
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of the fermentation, showed that a very small amount of froe acid was 
present, yet, although the ferment was still continuing to grow with 
great vigour, the subsequent samples withdrawn showed little, if any, 
Increase in the amount of this acidity. At the end of the experiment, 
titration of a portion of the solution showed that thoro was 0114 per 
cent, acid present calculated as acetic acid. On distilling tlio rest of 
the solution, no acid or other volatile product passed over. An 
attempt was then made to determine the nature of tho acid in the 
residue by saturating it with baric carbonate, and precipitating the 
filtered solution by alcohol. The small flocculent precipitate of 
impure baric salt obtained was redissolved in water and reprocipi- 
tated by alcohol several times. The very small amount of salt thus 
obtained (about 50 mgrms.) was, however, still so impure that a 
barium determination could not have afforded any satisfactory 
evidence as to its composition. 

A second experiment was made in which 10 grams of glycerol 
dissolved in 400 c.c. yeast-water, with 2 grams calcic carbonate 
•added, was acted on by B. aceti for nine weeks. In this experiment, 
the ferment grew with even greater freedom than in tho first one. 
During the fermentation, the calcic carbonato, lying at the bottom of 
the flash in a thin layer, was observed carefully, but the amount 
dissolved by the solution was so slight as not to be appreciable. At 
the dose of the experiment, when the fermentation had como to an 
end, the solution was filtered, and evaporated gently on a water-bath. 
The residue was then thoroughly exhausted with absolute alcohol, to 
extract glycerol from it, and the solution thus obtained was evaporated, 
and again exhausted with alcohol and ether. This solution, which 
should contain all the glycerol present in the original liquid, was then 
evaporated and the residue weighed. Tho weight of this rosiduo 
was, however, only 0*0492 gram of a resinous substance in which no 
indications of glycerol could be detected. Thus, tho action of if. aerti 
on the 10 grams of glycerol originally takon had decomposed tho 
whole of it. 

The residue loft after exhaustion with absolute alcohol was dis¬ 
solved in a little water, and the small amount of limo salt it contained 
was precipitated by alcohol. The precipitate so obtained was purified 
as far as possible by alternate solution in water and roprecipitation by 
alcohol, and the aqueous solution finally left to evaporate at the 
ordinary temperature. No crystals were formed kowover, only a 
clear, yellowish, vitreous mass being left. The total weight of th 
salt dried at 100° was 0*2050 gram. After drying at 115°, 0*1495 
gram of the substance yielded 0*0690 gram calcic sulphate, which 
corresponds to 19 per cent. CaO in the original salt. Calcic glycerate, 
the most likely salt to be found under the above circumstances^ 
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contains 22*40 per cent. OaO; if therefore the compound with which 
we aro dealing is really calcic glycerate, the separation of tho small 
amount of salt formed from other salts and impurities in the mother- 
liquid, has been incomplete. I have made several attempts to prepare 
this acid in largor quantities, but have failed, the quantity of acid 
never appearing to increase beyond a certain small amount. 

It appears from the above experiments, therefore, that the action 
of B. aceti on glycerol is to decompose it into carbonic acid and 
water, the only other product of the action being a very small amount 
of an acid the nature of which is undetermined. It is possible that 
this acid may be due to a slight and undetected impurity in the 
original glycerol used, but I have been unable to carry these experi¬ 
ments further at present. 

Glycerol seems to favour the growth of B. aceti better than any 
other substance with which I have experimented. 

Action of B. Aceti on JErythrol. 

Solutions of this tetrahydric alcohol in yeast-water, both with and 
without calcic carbonate, were submitted to the action of B. aceti , bnfc 
although the ferment grew freely, no action on the erythrol could be 
detected; nearly the whole of the substance used was recovered by 
crystallisation from the original solutions, although it had been under 
the influenco of B. aceti for 12 weeks. 

The fact that erythrol is not acted on by B. aceti is interesting, 
because this same substance is oxidised by platinum-black to erythric 
acid. The non-activity of B. aceti on methyl alcohol, described in my 
previous paper (Trans., 1886,177), is another case in which the action 
of this ferment differs entirely from tho activity of platinum-black. 
It had beeu suggested by several writers that tho mode of action of 
platinum-black is similar to that of B. aceti , from the similarity iu the 
action of both on ethylio alcohol. I consider this idea doubtful, for 
although it is quite true that in the greater number of experiments 
which I have described where B. aceti has had an oxidising action, the 
compound is also oxidised by platinum-black, as in tho cases of 
mannitol, glycol, and glycerol; yet the results of these reactions 
usually differ, so far as we know. For instance, in the action of 
platinum-black on mannitol, according to Gorup-Besanez (. Annalen , 
118, 273), two of the chief products formed are au acid, mannitic 
acid, and a sugar not affecting polarised light. Now, in the action of 
B. aceti on mannitol, we have no acid at all formed, and a sugar, 
loevulose, having a very strong bevorotatory power on polarised light. 
Again, according to Dobereiner (<7. pr. Ohem 29, 453), an aqueous 
solution of dextrose in contact with platinum-black, does not absorb 
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oxygen until canstic potash is added, when it is oxidised to carbonic 
acid and water; but JB. aceti acts freely on dextroso in neutral solu¬ 
tions, gluconic acid being formed. 

It will be noticed, therefore, that not only is B. aceti unable in somo 
cases to oxidise a compound which is oxidised by platinum-black, but 
also, that in the action of the ferment and of platinum-black on tho 
same compound, the products formed in these actions usually differ. 
It seems most probable then, in the case of ethylic alcohol, on which 
both JB, aceti and platinum-black act, yielding similar products, that 
the generally assumed similarity of mode of action is incorrect, the 
resemblance of the two actions being merely accidental. 

In my previous paper on B. aceti , after describing tho conversion of 
mannitol into lsevulose by this ferment, I stated that wo had means 
here of converting dextrose into Isevulose by first transforming tho 
dextrose into mannitol by means of sodium amalgam, “ always sup¬ 
posing that the mannitol so formed is identical with that from nmnna.” 
Since writing the above, I have prepared mannitol by the sodium 
amalgam method, with a view of testing this identity. 

The dextrose used in the preparation of the mannitol was carefully 
recrystallised from the sugar formed by the action of acid on si arch, 
thus avoiding any danger of contamination with lsevulose. Dewar’s 
method (PM. Mag., 4, 39) was followed in the conversion of the 
dextrose by sodium amalgam. When the reaction was complete, tho 
hot alcoholic extract of the residue left on evaporation of the original 
solution was put on one side for the mannitol formed to crystallise 
out, this, however, not taking place until it had been standing for six 
weeks * The total weight of crystallised mannitol thus obtained only 
slightly exceeded 7 per cent, of the original dextrose token. After 
purification by repeated recrystallisation from alcohol, tho molting 
point of the crystals was compared with that of mannitol from manna, 
the actual numbers found being 164° for the former, and 165° for the 
latter (a sample of mannitol prepared from Icevuloso molting at 166°). 
Microscopic examination of all three samples showod that their crys¬ 
talline forms were also similar. 

The sample of mannitol prepared from dextrose was thon submitted 
to the action of B. aceti. After the action of the ferment was over, 
lrovulose was found in the solution, thus completing tho conversion of 
dextrose into lsevulose. There can be but little doubt, therefore, that 
the mannitol formed by the action of sodium amalgam on dextrose is 
identical with that prepared from mann a. 

* This length of time in crystallising will probably account for tho doubt that 
has been expressed by some writers as to the real conversion of dextrose into 
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Note on the Cellulose formed by Bacterium Xylinura. 

By Adblan J. Beown. 

In a previous paper, I described an acetic ferment, B. xylinum (Trans., 
1886, 432), which had the peculiar property of converting both 
dextrose and lsevulose into cellulose. 

It has since been suggested to me that it would be interesting to 
ascertain whether cellulose formed by the ferment from lsevulose 
would yield a doxtrorotary sugar on treatment with sulphuric acid 
like ordinary cellulose, or whether a lsevorotary sugar would be 
formed. 

In order to ascertain this, a membrane of the ferment was grown 
in a yeast-water solution of lrevulose prepared from pure inulin. 
Additional evidence that dextrose was not present in the lsevulose 
used was afforded by the fact that the solution remained quite neutral 
after the growth of the ferment; if dextrose had been present, the 
solution would have become acid from the formation of gluconic acid. 
The membrane of the ferment developed was then treated in the way 
described in my previous paper, until pure cellulose was obtained 
from it. This cellulose after drying at 100° was then dissolved in 
strong sulphuric acid, diluted with water, and boiled. After getting 
rid of the excess of sulphuric acid by baric carbonate, the filtered 
solution was concentrated by evaporation and again filtered from a 
further deposit of baric carbonate. 

The solution thus obtained was found to have a strong dextrorotaxy 
action on polarised light and a strong cupric oxide reducing power, 
the solution being also fermentable. The relation of the rotary power 
to the cupric oxide reducing power approximated to that of dextrose; 
the small amount of material at command did not admit, however, of 
tracing the character of tho sugar more closely than this. 

Tt appoars then that cellulose formed from lmvnlose by JB. xylinum, 
yields a doxtrorotary sngar ou hydrolysis in a similar manner to 
ordinary cellulose, and a way of converting a Isevo- into a dextro- 
rotary sugar is thus shown. 
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LXIIL— The Composition of Prussian Blue and Turnbull's Blue . 

By Edgar J. Reynolds, Student in the Laboratory of the Normal 
School of Science, Science and Art Department. 

We are indebted to Dr. Williamson for the most satisfactory prepara¬ 
tion and analyses of these two compounds. On his authority, the 
two substances are generally regarded as dissimilar in composition, 
and are respectively designated by the formulae Fe 7 Cyi 8 and Fe 5 Cyi 8 
{Mem. Chem. Soc., 3, 125). It has, however, been conjectured by 
Reindel (J. pr. Chem., 102, 38) and others that these two compounds 
are identical. This view has been based on the oxidising power of 
ferrieyanide of potassium on the one hand and the reducing power 
of ferrocyanide of potassium on the other, either of which might 
account for the supposed identity in composition. 

Thus, we might have— 

2K 3 Fe" , Cy* + SFeCb + H,0 = 2HK,Fe"Cy 8 + FeO + Fe,Cl« 

= Fe'" a Fe"(Fe , 'Cya) i + H 2 0 + 6KC1, 
d r2K*Fe"Cy 6 + Fe.Ch = Fe"' 2 K 2 (Fe"Cy 6 ) 2 + 6KC1 
1 Fe m 3 K 3 (Fe ,, Cy 6 ) 2 + FeCl 2 = Fe''' 2 Fe"(Fe''Cy*) 2 + 2KC1, 

while, on the other hand— 

2K 4 Fe ,/ 0y e 4- Fe 2 Cl 6 + FeCl a = 2K 3 Fe'"Cy a + 3Fe01 2 + 2KC1 
= Fe^CFe^'Oy.)* + 8KC1, 

the action of the ferrous salt on the ferrieyanide being a case of 
double decomposition. 

Skraup has shown {Antialen, 186, 371) that soluble Prussian blue, 
Fe 11 2 K 2 (Fe"Oye) 3 , may be prepared either by the action of a ferrous 
salt on ferrieyanide of potassium or by the action of a ferric salt on 
ferrocyanide of potassium, and that the two compounds so obtained 
are identical. He also states that by the action of a ferrous salt on 
this compound (soluble blue), Turnbull’s blue, Fe 5 Cyi 2 , is obtained, 
and by the action of a ferric salt Prussian blue, FerCy^, is produced. 
But with regard to the latter, the analysis he gives, though nearer the 
formula Fe 7 0yi 8 than Fe 5 Cyi 2 , is yet so different as to be almost value¬ 
less. Thus he finds a percentage of Fe = 32*85 per cent., of 0 = 20*33 
per cent. This gives the ratio of Fe : C as 1*61 : 1—whereas the 
formula Fe 7 0yi8 demands 1*81:1. He further states that whether 
the compound Fe 6 Cyi 8 or Fe 7 0yi 8 , is formed in the manufacture of 
Prussian blue depends entirely on the amount of oxidising agents 
present. Skraup also studied the conditions under which oxidation 
and reduction respectively took place when the double cyanides of 
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iron and potassium were mixed with iron oxides (or hydrates). He 
found that ferric hydrate was speedily reduced by ferrocyanide of 
potassium to ferroso-ferric hydrate at the ordinary temperature. If, 
therefore, a corresponding reduction takes place when an iron salt is 
used instead of the hydrate—we should have a mixture of ferric and 
ferrous salts which would be in the proportion necessary (according 
to the equations already given). It was therefore of interest to see 
whether or no these two compounds would prove to be identical when 
prepared under like conditions, and when all precautions were taken 
to prevent oxidation. The method adopted was as follows: Prussian 
blue was made by the action of ferric chloride on hydroferrocyanic 
acid. The acid was prepared by the action of dilute sulphuric acid on 
lead ferrocyanide, as by this means the whole experiment of making 
the Prussian blue could be effected at one operation. The water in 
which the lead ferrocyanide was suspended had by long-continued 
boiling been freed from air, and the dilute acid was also similarly 
freed from air. The experiment was conducted in an atmosphere of 
carbon dioxide, and carried on in the cold throughout. The preci¬ 
pitate of Prussian blue, after being washed by decantation, was 
thrown on to a filter, thoroughly washed, and then dried over 
sulphuric acid in a vacuum. The substance was tested, and found to 
be quite free from alkali. Analyses gave the following results:— 

f0*3838 gram gave 0*2773 C0 3 = 19*71 per cent. 0. 


I. ^ 0*3857 „ „ 0*2797 CO, = 19*78 „ C. 

10*7695 „ „ 0*3915 FeA = 35*63 „ Fe. 

This gives ratio of Fe to 0 as 1*80: 1. 

f 0*3563 gram gave 0*2574 C0 2 = 19*70 per cent. 0. 

II. < 0*3583 „ „ 0*2583 CO a = 19*66 „ 0. 

[ 0*7146 „ „ 0*3654 FeA = 35*79 „ Fe. 

This gives ratio of Fe to 0 as 1*82 :1. 


Taking the mean of these analyses, we get the ratio of Fe : 0 as 
1*81 :1, which is exactly what is required by the formula Fe 7 Cy 1H . 
(I) and (II) were from the same preparation, but in slightly different 
states of hydration. 

Turnbull's blue was prepared in a manner exactly similar by acting 
on ferrous sulphate with hydroferricyanic acid. The acid was pre¬ 
pared from lead ferricyanido by decomposing a saturated solution of 
it with sulphuric acid. Precisely similar precautions were taken as 
in the case of Prussian blue. Analysis showed— 

f 0*3553 gram gave 0*2349 OO a =; 18*00 per cent. 0. 

I. < 0*3540 „ „ 0*2347 CO* =18 01 „ 0. 

[0*7093 „ „ 0*3505 Fe 2 0 3 = 34*59 „ Fe. 

This gives the proportion of Fe to 0 as 1*92 : 1. 
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f 0*3*286 gram gave 0*2160 C0 3 = 17*93 per cent. 0. 

II. < 0*3334 „ „ 0**2190 C0 2 = 17*91 „ C. 

[ 0*6620 „ „ 0*3267 Fe a O s = 34 54 „ Fe. 

This gives the ratio of Fe : C as 1*93 : I. 

Taking the mean result, we get the ratio of Fe to 0 as 1*93 :1. The 
ratio reqaired for the formula Fe 6 Cyi 3 is 1*94 : 1. 

(I) and (II) were not exactly in the same state of hydration. 

These results, then, clearly show that the formula given by 
Williamson are correct, and that the two blues are not identical in 
composition. The water present in the compound has not been 
included in the formula, because no particular stage of hydration was 
accompanied by any characteristic physical properties. In well-dried 
samples, the amount in Prussian blue was about 22 per cent., corre¬ 
sponding approximately with the formula Fe 7 Cy 18 ,14H 2 0; in Turnbull’s 
blue about 26 per cent., corresponding with about Fe 6 Cy 12 ,12H 2 0— 
but in neither case were the results more than approximate. 

In estimating the iron, the fixed residue, after ignition, was 
dissolved in strong hydrochloric acid (with a little nitric acid), and 
precipitated by ammonia. The fixed residue in similar analyses has 
often been erroneously regarded as ferric oxide, but I found that in 
one case 0*3162 gram fixed residue yielded 0*3268 gram ferric oxide. 
It will, therefore, be readily seen that results obtained by regarding 
the fixed residue as ferric oxide would be valueless when consideiing 
two substances so nearly alike in composition as these two blues. 


LXIY .—On the Formation of Hyponitrites . 

By Wyndham P. Duns tan, Professor of Chemistry to the Pharma¬ 
ceutical Society, and T. S. Dymond. 

During the course of some experiments with nitrous oxide, we had 
occasion to examine the behaviour of ferrous hydroxide towards nitric 
oxide, nitrites, and nitrates. Since our results differ materially from 
those obtained by other observers, and are also of some theoretical 
interest, we think it worth while to lay them before the Society in a 
separate form. 

Zorn (Her., 15,1258) has examined the action of forrous hydroxide 
on sodium nitrite and nitrate; he states that from both these salts 
hyponitrite is formed together with ammonia, nitrogen, and nitrons 
oxide. He prepares the ferrous hydroxide by precipitating ferrous 
sulphate with milk of lime, so that the mixture is neutral or slightly 
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acid; excess of lime is to be avoided. The nitrite or nitrate is then 
added to the semi-solid mass of ferrous hydroxide and calcium 
sulphate. Only one quantitative result is recorded in the paper; from 
this, it appears that the ferrous hydroxide from 1 kilo, of ferrous 
sulphate produces from 100 grams of sodium nitrite the equivalent of 
10 grams of silver hyponitrite. 

Divers and Haga (Trans., 1884, 87) repeated Zorn’s experiments 
with negative results, so far as the formation of hyponitrite is 
concerned. Later (Trans., 1885, 364) they record the results of 
further experiments made with ferrous hydroxide suspended in strong 
potash solution. Under these conditions, it is said that nitrites yield 
much ammonia, but neither hyponitrite, hydroxylamine, nor any 
gaseous products, titrates are unaffected: experiments were also 
made with nitric oxide, which is said to be largely converted into 
ammonia, but to yield no hyponitrite. 


Preparation of the Reagents . 

The ferrous hydroxide used in our preliminary experiments was 
prepared by precipitating a solution of ferrous sulphate with a slight 
excess of potash solution. The light-green precipitate was washed 
with water until it was free from alkali. Prepared in this way, ferrous 
hydroxide is a pale-green gelatinous substance, which rapidly oxidises 
in the air, and when kept for long in contact with water it undergoes 
what appears to be a physical modification. On this account, when 
quantitative experiments were made, and it was necessary to have the 
ieiTons hydroxide always in the same condition, and possessed of its 
full activity, the precipitation was effected, without accebs of air, with 
exactly the proper quantity of potash solution, and the mixture used 
at once When ferrous hydroxide is suspended in strong potash 
solution, its colour at once changes to a slato-grey, and tho substance 
becomes pnlvernlent and aggregated. In this condition, it is much 
less active as a deoxidising agent. Ferrous hydroxide, precipitated 
together with calcium sulphate, from a solution of ferrous sulphate by 
milk of lime, is particularly active, and the mixture evolves hydrogen 
if allowed to stand. It is next to impossible, however, to prepare such 
a mixture without its being slightly alkaline, that is if tho precipita¬ 
tion of the hydroxide is complete, chiefly due to the fact that the lime 
is only slowly and sparingly soluble. Although Zorn’s directions 
in this respect cannot be practicably carried out, yet we have never 
found that the small excess of lime interferes at all with the activity 
of the ferrous hydroxide, while the presence of undecomposed ferrous 
sulphate, in the reaction with nitrites, may give rise to the formation 
of nitric oxide. We have never noticed tho evolution of hydrogen 
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except under the above-mentioned conditions. A similar mixture 
prepared with potash instead of lime does not give off any hydrogen, 
even after prolonged standing. Ammonia cannot he used for the 
preparation of the ferrous hydroxide, since not only does some of the 
iron remain in solution, but the hydroxide also retains some 
ammonia even after much washing, and this is evolved when the 
hydroxide is digested with a fixed alkali. 

The sodium nitrite used in our experiments was derived from silver 
nitrite prepared according to Victor Meyer’s directions (Annalen, 171, 
237). Its purity was ascertained by weighing the silver left after 
ignition, and also by decomposition with excess of aqueous sodium chlo¬ 
ride, and titration of the resulting sodium nitrite, in dilute acidified 
solution, with permanganate. When the sodium nitrite was required 
for an experiment, it was made by triturating silver nitrite with an 
equivalent quantity of sodium chloride dissolved in water. The 
mixture was then rapidly filtered into the vessel in which the reaction 
was to be effected. 

The sodium hydroxide we used was generally freshly prepared from 
the metal. The potash and soda of commerce were quite useless, since, 
as one of us has already pointed out ( Pharm . Journ. [3], 16, 778), they 
invariably contain both nitrite and nitrate. The specimens prepared 
“ by alcohol ” usually contain nitrate. Starting with the soda of 
commerce we tried to purify it by heating it with iron, copper, and 
ammonium sulphate, but these methods for one reason or another, 
failed to yield the soda in anything like a pure state. Latterly we 
found that it could be effectively purified by acting for some time on 
a hot strong solution with sodium amalgam rich in sodium. By 
this means the nitrite and nitrate are converted into hyponitrite and 
hydroxylamine, both of which can be decomposed and removed by 
boiling the liquid. 

The nitric oxide was prepared by Pelouze’s method from ferrous 
sulphate, potassium nitrate, and dilute sulphuric acid. It was twice 
washed with water, and twice with potash solution. Its purity was 
ascertained by absorption with solution of ferrous sulphate 


Reaction of Nitric Oxide with Ferrous Eydroodde md Water. 

The ferrous hydroxide prepared by precipitating ferrous sulphate 
with lime was contained in three flasks which were traversed by the 
nitric oxide after the air had been expelled from the apparatus by a 
current of hydrogen. The passage of the nitric oxide was continued 
for several hours. The filtered liquid contained traces of hyponitrite 
and some ammonia. The greater part of the nitric oxide had, how¬ 
ever, escaped unchanged, and there was some difficulty in ensuring the 
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complete exclusion of air; we therefore resorted to the use of a 
gas-burette. The most convenient kind for onr purpose was a modi¬ 
fication of that originally devised by Bunte. It was filled with 
mercury, and the gas-generating apparatus having been connected 
with the tap-tube, nitric oxide was drawn into the burette. A 
mixture of washed ferrous hydroxide and dilute potash solution was 
then passed into the apparatus through the funnel. In this way the 
possibility of contamination with air was entirely avoided, and the 
gas could remain with the hydroxide for any length of time. The 
mixture was shaken, and during half an hour the gas contracted 
considerably. The residual gas (nitrogen and nitrous oxide) was 
then forced out through the tap-tube, and a second instalment of 
nitric oxide drawn in and allowed to react with the same ferrous 
hydroxide. When contraction had ceased, this gas was expelled, and 
a fresh quantity introduced. This process was repeated until the 
ferrous hydroxide appeared to be completely oxidised, and the nitric 
oxide was no longer acted on. In all, about 450 c.c. (at 15°) of nitric 
oxide were used; the residual gas consisted of nitrogen with a little 
nitrous oxide. The liquid filtered from ferric hydroxide contained 
hyponitrite and a little ammonia, but no hydroxylamine. Many other 
similar experiments were made, and the amount of sodium hypo- 
nitrite obtained corresponded to from one-fifth to one-tenth of the 
total weight of nitric oxide used ; the best results were obtained when 
sufficient alkali was added to leave the liquid decidedly alkaline at the 
close of the experiment. The residual gas always consisted of 
nitrogen and nitrous oxide, generally with a large preponderance of 
the former. 

When ferrous hydroxide, altered by digestion with strong potash, 
was used, the nitric oxide yielded much ammonia, nitrogen, and 
nitrous oxide, but we could detect no hyponitrite. It should bo 
remarked, however, that the detection of very small quantities of 
hyponitrite in the presence of a large excess of free alkali is a matter 
of much difficulty, and traces might easily have escaped notice. 

Washed ferrous hydroxide in the absence of alkali produces 
nitrogen and nitrous oxide, but no hyponitrite, ammonia, or 
hydroxylamine. We have also made experiments with ferrous 
hydroxide precipitated from ferrous sulphate solution with a moderate 
excess of potash. In one such experiment, 200 c.c. (at 15°) of 
nitric oxide were employed, and after agitation for some hours 
with a mixture of 5 grams of ferrous sulphate and a decided 
excess of potash solution, 45 c.c. of a mixture of nitrogen and 
nitrous oxide remained. The liquid contained 0*106 gram of Bodium 
hyponitrite and some ammonia. Thus the nitric oxide originally 
taken was disposed of in the following manner;— 
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As nitrogen and nitrons oxide, 85 2 c.c. at 0°. 

Ah sodium hyponitrite, 42*6 c.c. at 0°. 

As ammonia (by difference), 61*7 c.c. at 0°. 

That is, a little more than one-fifth (0*057 gram) of the total weight 
of nitric oxide (0*255 gram) became sodium hyponitnte, a little less 
than one-third became ammonia, and the remainder nitrogen and 
nitrous oxide. In these experiments, the sodium hyponitrite was 
precipitated as silver hyponitrite, purified by solution in dilute nitric 
acid, and reprecipitated by dilute sodium carbonate, then dried, 
ignited, and the metallic silver weighed. With care, a very fair 
degree of accuracy may be attained by this process, which is sub¬ 
stantially the same as that employed by Divers in his investigation of 
the composition of silver hyponitrite. 

We had noticed when nitric oxide was agitated with ferrous 
hydroxide, in presence of alkali, that some of the gas is absorbed, 
and that the mixture after a short time begins to effervesce, and con¬ 
tinues to evolve nitrogen for several hours. Experiments were next 
made to ascertain— 

(i.) The influence of alkali on the reaction; and 

(ii.) The origin of the nitrogen which is eventually evolved from 
the liquid. 

Nitric oxide and sodium hydroxide were made to react with ferrous 
hydroxide [NO : NaOH I 3Fe(OH) 2 ]. The nitric oxide (actually 
74*6 c.c. at 0°) was contained in the gas burette, the mixture 
of ferrous sulphate and sodium hydroxide added, and the whole 
shaken until contraction had ceased; this generally occupied half-an- 
hour. The liquid was quickly filtered, and the hyponitrite deter¬ 
mined by precipitation as silver salt. This experiment was repeated 
with quantities of sodium hydroxide relatively twice and thrice as 
great as before, the molecular proportion of the other reagents 
remaining the same. The series of experiments weie thou repeated 
in precisely the same way, only that the mixture remained in the 
burette until all gas had been evolved ; this generally occupied four 
hours. The amount of hyponitrite was then determined. The results 
are recorded in Table I:— 


Table I. 


Fe(OH),, 

gram. 

NO, 

gram. 

NaOH, 

gram. 

NflgNgOj, 
after absorption. 

after effervescence. 

0 9 

0*1 

0*24 

0*012 

none 


0-1 

0 48 

0 038 

0-017 

0*9 

0*1 

0 72 

0*055 

0-040 
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These experiments serve to exhibit the influence of alkali in pro¬ 
moting the formation of hyponitrite, and also the subsequent decom¬ 
position of the hyponitrite, by ferrous hydroxide, with evolution of 
nitrogen. The effect of the alkali appears to reach its maximum in 
the last experiment, for when larger quantities were added, the yield 
of hyponitrite was not increased. If on further consideration it 
should appear desirable to study more fully the conditions of chemical 
change, we intend to repeat these experiments with much larger 
quantities of nitric oxide, employing an apparatus we have devised 
for the purpose. The gas apparatus we used in the above-recorded 
experiments did not enable us to obtain accurate results when more 
than 80 c.c. of gas were used. 


Reaction of Sodium Nitrite with Ferrous Hydroxide and Water. 

About 2 grams of sodium nitrite dissolved in water were mixed, 
in the gas burette, with washed ferrous hydroxide from 10 grams of 
ferrous sulphate. In a few minutes, an energetic reaction occurred, 
and gas was copiously evolved, while the ferrous hydroxide rapidly 
became changed to ferric hydroxide. After the brisk effervescence had 
ceased, gas was slowly given off for many hours. When action seemed 
to be over, the gas was removed and found to be almost entirely 
nitrogen with a very small quantity of nitrous oxide. The liquid 
contained sodium hydroxide, and with silver nitrite yielded an 
abundant yellow precipitate of silver hyponitrite; subsequently when 
more silver nitrite was added a brown precipitate of silver oxide was 
produced. Not a trace of hydroxylamine was present. We have 
made many other experiments, and have always observed the forma¬ 
tion of an appreciable quantity of hyponitrite. Ferrous hydroxide 
prepared from lime and ferrous sulphate gave precisely similar re¬ 
sults. Ferrous hydroxide and strong potash solution acted much 
more slowly, but we always obtained some gas, and more or less 
hyponitrite. 

Further experiments were now instituted in order to gain some 
knowledge of the nature of the reaction. 0*48 gram of sodium nitrite 
was added to washed ferrous hydroxide from about 12 grams of 
ferrous sulphate. After 12 hours, 38 c.c. of gas (at 16°) had col¬ 
lected, and the ferrous hydroxide had been completely changed to 
ferric hydroxide. The composition of the gas was determined by 
mixing it with hydrogen, and propagating an explosion by means of 
electrolytic gas (hydrogen and oxygen). It contained— 


N. 89*4 per cent. 

N *0 .. 10*6 }| 
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The liquid contained besides ammonia 0*013 gram of sodium hypo- 
nitrite. In other experiments, we found the volume and composition 
of the disengaged gas to be largely dependent on the amount of 
ferrous hydroxide present, as well as on the time during which the 
action is allowed to continue. Excess of active hydroxide yielded, 
after some hours, a large quantity of gas, which consisted either entirely 
or almost entirely of nitrogen, but not a trace of hyponitrite could be 
detected, although if the action had been Rtopped an hour after its 
commencement the liquid would have been found to contain an 
appreciable quantity. In some instances, when the nitrite was in 
excess, the gas contained as much as 53 per cent, of nitrous oxide, in 
others 10 per cent, and less. Once we obtained what was undoubtedly 
pure nitrous oxide, but we have never again been able to get this 
result, although we have tried repeatedly under many different condi¬ 
tions. The liquid which remains is always alkaline, partly from 
ammonia and partly from sodium hydroxide, which is set free during 
the reaction. 

The following experiments were made to ascertain the influence of 
different quantities of ferrous hydroxide on the formation of the gas, 
ammonia, and hyponitrite. The ferrous sulphate was first introduced 
into the apparatus, and exactly sufficient of a solution of sodium 
hydroxide to precipitate the iron was mixed with the sodium nitrite, 
and the whole added to the ferrous sulphate. Care was taken that in 
all cases the same quantity of water was present. The mixture was 
then allowed to remain until action was completely over, and to ensure 
this 18 hours were necessary. The temperature was uniformly 1G°. 
The volume of the gas was read off, and its composition ascertained; 
it consisted of nitrogen, mixed, in one or two instances, with a very 
small proportion of nitrous oxide. The liquid was divided into two 
parts. In one of these, the hyponitrite was precipitated as silver 
hyponitrite with the usual precautions. In the other, the ammonia 
was determined by distillation in a slow current of air, the distillate 
being received in standard sulphuric acid. The results are recorded 
in Table II. A further series of experiments was instituted, where 


Table II. 


FeS0.7Hj0, 

grams. 

NaNO s , 

grams. 

Gas evolved. 
Cubic centi¬ 
metres at 0°. 

grams. 

Na*N a O, 

grams. 

5 

0-748 

31*82 

0*017 

0*104 

8 

0-748 

67*58 

0*u27 

traces 

12 

0-748 

85*66 

0*040 

none 

16 

0-748 

90*30 

0*046 

none 
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the conditions, with, one exception, were the same as those in the 
preceding series. The soda was now added to the ferrous sulphate, 
and after shaking until the whole of the ferrous sulphate had become 
hydroxide, the sodium nitrite was introduced. In this way, we were 
sure that no ferrous sulphate took part in the reaction, either with 
the nitrite or hyponitrite. Ferrous sulphate rapidly decomposes both 
these salts. It will be seen that in these experiments, recorded in 
Table III, although the general course of the reaction is the same as 
that in the former series, the hyponitrite is not so easily decomposed, 
and a better yield is obtained. In the first experiment (Table III) 


Table III. 


grains. 

NaNO* 

grams. 

Gas evolved. 
Cubic centi¬ 
metres at 0°. 

NH S , 

grams. 

NajNA, 

giams. 

2*78 


■■■TVTMB 

0-013 

0*096 

5 56 



0-019 

0*113 

8*34 



0-020 

0*011 

11*12 


87-70 

0-027 

trace 


sodium nitrite and ferrous hydroxide react in the proportion 
NahTO a : Fe(OH) 2 

(actually the hundredth of the molecular weight in grams), whilst 
in the succeeding experiments two, three, and four times as much 
ferrous hydroxide was employed, the quantities of the other compounds 
present, including the water, remaining constant. It appears then 
from these experiments, as well as from our former observations, 
that the sodium nitrite is first converted into ammonia, nitrogen, and 
hyponitnte, or at least into some compound which forms silver hypo¬ 
nitrite from silver nitrate, and this hyponitrite (actual or potential) 
is then decomposed by ferrous hydroxide with production of more 
nitrogen. When excess of ferrous hydroxide is present, the whole of 
the sodium nitrite is eventually entirely converted into ammonia and 
nitrogen, as is seen from the last experiment recorded in Table II. 
If the temperature is allowed to rise, the amount of the gas obtained 
is increased, while the quantity of hyponitrite is diminished. 

As a lecture experiment to illustrate the formation of sodium hypo¬ 
nitrite from ferrous hydroxide and sodium nitrite, we recommend the 
following method:—5 grams of ferrous sulphate are dissolved in 
about 25 c.c. of water, and enough of a 10 per cent, solution of potash 
is added to leave the mixture decidedly but not strongly alkaline. A 
solution of about 1 gram of sodium nitrite in 25 o.c. of water is then 
added, and the whole well stirred. After a few minutes, effervescence 
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will begin and continue for some time. At the end of half an hour 
the mixture, which smells strongly of ammonia, is filtered, diluted 
with an equal volume of water, and precipitated with a few di-ops of 
silver nitrate solution. The pale-yellow precipitate of silver hypo- 
nitrite will be very distinct, unless indeed much alkali is present, 
when the liquid will need to be neutralised with dilute acetic acid. 
We have frequently noticed that the mixture on standing darkens 
from reduction of silver, and at first we attributed this to hydroxyl- 
amine. We have since proved that hydroxylamine is not present, and 
that the effect is probably due to a trace of unconverted ferrous salt. 
It disappears if the liquid is allowed to stand for some time. The 
solution has a brownish colour, and evidently contains a little iron in 
the ferric condition, and soon deposits a small quantity of ferric 
hydroxide. Whether this iron is in a state of suspension or solution 
is difficult to determine on account of its very small quantity, hut from 
other experiments we believe it to be unconnected with the formation 
of the hyponitrite. Sodium nitrite when acted on as above described 
yields about 6 per cent, of sodium hyponitrite. 

In order to throw further light on the exact origin of the nitrogen, 
nitrous oxide, and ammonia, we made experiments with ferrous 
hydroxide in reaction with sodium hyponitrite and with hydroxyl¬ 
amine. 


Reaction of Ferrous Hydroxide with Sodium Hyponitrite <md Water . 

The funnel of the gas-burette was plugged to act as a filter, and in 
it was placed about 1 gram of pure moist silver hyponitrite prepared 
from the reaction of sodium amalgam and sodium nitrite, and many 
times purified from possible traces of silver nitrite. A solution of 
sodium chloride was immediately added, and the sodium hyponitrite 
that was instantly formed was drawn into the body of the burette, 
which already contained ferrous hydroxide. After 12 hours a little 
nitrogen had been evolved, and it was evident that the salt was being 
slowly decomposed. When nearly all action had ceased, the liquid 
was filtered and examined for hydroxylamine and ammonia. Not a 
trace of either was present; the liquid was not even coloured by 
Nebsler’s solution. 

Reaction of Sodimn Hyponitnte with Sodium Amalgam and Water, 

The foregoing experiment was repeated with a mixture of sodium 
amalgam and water. The sodium hyponitnte was slowly decom¬ 
posed, bnt not a trace of hydroxylamine or ammonia was formed. It 
is to be remembered that both ammonia and hydroxylamine are 
formed when sodium amalgam reacts with water and sodium nitrite 
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Reaction of Hydroxylamine with Ferrous Hydroxide <md Water . 

A solution of hydroxylamine hydrochloride was made faintly alka¬ 
line with sodium hydroxide, and added to some washed ferrous 
hydroxide contained in the gas-burette. The hydroxylamine was 
instantly decomposed, much ammonia was formed, and a little 
nitrogen. 


Reaction of Sodium Nitrate with Ferrous Hydroxide and Water. 

We have made a large number of experiments with alkali nitrates, 
but have never succeeded in obtaining anything but doubtful traces of 
hyponitrite. When active ferrous hydroxide is used, a veiy slight 
action occurs after many hours, a few bubbles of gas (nitrogen ?) are 
formed, some ammonia is produced, but no hydroxylamine. We also 
found, when silver nitrate solution was added to the filtered liquid, 
that a slight yellow opalescence appeared, possibly due to a trace of 
hyponitrite, but the quantity was so minute, if indeed there was any, 
that we are unable to speak more definitely. Quantitative experi¬ 
ments showed that small quantities of potassium nitrate are entirely 
converted into ammonia by contact with active ferrous hydroxide. 
0*052 gram of potassium nitrate was allowed to remain in contact 
with ferrous hydroxide, prepared by precipitating 5 grams of ferrous 
sulphate with a slight excess of sodium hydroxide. After eight hours, 
no gas had been evolved, and the liquid contained 0*0098 gram 
of ammonia, a practical coincidence with the calculated amount, 
0*01 gram. One gram of potassium nitrate with the hydroxide from 
5 grams of ferrous sulphate yielded, after 48 hours, only 0*0208 gram 
of ammonia, and the majority of the ferrous hydroxide was unacted 
on. Ferrous hydroxide changed by contact with strong potash solu¬ 
tion is without action on alkali nitrates. 

We attempted to compare the reaction of alkali nitrates and 
silver nitrate with ferrous hydroxide, in the hope of being able to 
throw some light on the constitution of nitrates. Russell’s experi¬ 
ments with respect to the action of hydrogen on Bilver nitrate 
appear, as has been pointed out by Divers, to lend support to that 
view of the constitution of nitrates which is expressed by the 
general formula M'OlTOa, and it seemed probable that one atom of 
oxygen (that supposed to be in union with the metal) might be 
more readily detached from silver nitrate by ferrous hydroxide than 
from potassium or sodium nitrate. The experiment failed in its 
object for an unexpected reason. When washed ferrous hydroxide is 
mixed with a solution of silver nitrate, double decomposition occurs 
at once. Ferrous nitrate remains dissolved, and the silver oxide at 
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first formed rapidly becomes metallic silver by contact with excess of 
ferrous hydroxide. Ferrous nitrate, like sodium nitrate, is only very 
slowly acted on by excess of ferrous hydroxide. 

Discussion of Results. 

So far as the action of ferrous hydroxide on nitrites is concerned 
our results confirm the original statement of Zorn that hyponitrite is 
formed, but we find, contrary to his experience, that nitrates are 
hardly affected at all. We are unable to confirm the statement made 
by Divers and Haga that ferrous hydroxide in presence of alkali does 
not form hyponitrite from nitric oxide. 

We now proceed to a discussion of the results we have obtained. 

With nitric oxide in the presence of alkali, there are apparently two 
distinct reactions to be considered. The one consists m the direct 
reduction of the nitric oxide to nitrogen; in the other, with which we 
are particularly concerned, nitric oxide is absorbed with formation of 
ammonia and hyponitrite, then this salt disappears with evolution of 
nitrogen. The formation of the hyponitrite may be generally ex¬ 
pressed by the equation 2NaOH 4 2N 0 4 2Fe(OH) 2 = Fe 2 (OH) 6 
4- TSTa3Nr 2 0 2 . The hyponitrite next yields nitrogen. 4 

2Fe(OH) 8 + 2H*0 = Fe 3 (OH) 6 4 2NaOH 4 BTf The formation of 
ammonia, only in presence of alkali, will be more conveniently 
discussed later. 

In the absence of alkali, nitric oxide is reduced to nitrous oxide and 
nitrogen. 

The reaction of ferrous hydroxide with sodium nitrite may be 
represented by the two equations 

2NaK0 2 4 2H a O 4 4Fe(OH) 2 = Na 2 N 2 0 2 4 2Fe 2 (OH) 6 ; 
NaJSTA 4 2Fe(OH)a 4 2H s O = Fe 2 (OH) 8 4 2NaOH 4 N, 

These two reactions appear to proceed simultaneously. We have 
shown that ferrous hydroxide does not produce either hydroxylamine 
or ammonia from hyponitrite. Tn order, therefore, to understand 
how the ammonia originates, the constant formation of which 
is an important feature of the reaction, we must assume the 
existence of some intermediate or transition compound. It will be 
simpler to discuss first, the formation of hyponitrite from sodium 
amalgam and a solution of sodium nitrite, a reaction which led to the 
discovery of these salts by Divers in 1871. There are two features of 
this reaction which are of especial importance in the present connec¬ 
tion; the first is the constant production of hydroxylamine as well 
as hyponitrite; the second is the fact, established by us in the present 
communication, that neither the hydroxylamine nor ammonia are 
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derived from a further action of sodium amalgam on the hyponitrite. 
Dr. Divers in his original communication, printed in the Proceedings 
of the Royal Society for 1871, and also in subsequent communications 
to this Society, more particularly in that important one entitled 
“ The Production of Hydroxylamine from Nitric Acid,” regards the 
formation of hyponitrite as due to the direct withdrawal of oxygen 
from the nitrite or nitrate by the metal 2NaNOa + 2Na2 = NaaNaOa 
+ 2NaaO, but this suggested mode of action furnishes no account of 
the formation of hydroxylamine. In a later paper, Dr. Divers makes 
the suggestion, in another connection, that a compound of the formula 
NaNONa* is formed by the substitution of two atoms of sodium for one 
of oxygen in the nitrite, NaNOa + 2Na 2 = NaNONa^ 4* Na^O, and 
that this is subsequently decomposed by water, yielding hydroxyl- 
amine and sodium hydroxide, NaNONa 2 •+■ 3 H 2 O = 3NaOH 4" NH a OH 
(see Divers, Trans., 1883, 458). Neither of these suggestions is 
sufficient to account for the simultaneous production of hydroxylamine 
and hyponitrite. 

The hypothesis we wish to suggest as at once the simplest and most 
in accordance with the facts, supposes that the sodium nitrite first 
directly combines with two atoms of hydrogen* The formula of the 
new compound will be Na-N I (OH) a , or perhaps NaONH*OH. This 
substance will on the one hand split up into sodium hyponitrite 
and water, 2NaN(OH) 2 = NaaNaOa + 2HjO, and on the other 
be acted on by hydrogen, yielding hydioxylamine and sodium 
hydroxide, NaN(OH) 2 + H* = NH a -OH + NaOH. More hydrogen 
will yield ammonia, and the hydroxylamine itself will be largely 
converted into ammonia and nitrogen by the alkali SNH/OH 
SS N a 4- NHa 4- 3 HiO. It is not necessary for the purposes of this 
hypothesis that hydrogen should be set free, even momentarily. It 
concerns the simultaneous action of two compounds, sodium nitrite 
and sodium, on a third, water, the hydroxyl of which is seized by the 
sodium and the hydrogen by the nitrite. 


Na 

Na 


+ 


OH-H , 
OH-H + 




Na-OH 

Na-OH 


+ 


HO 

HO 


NNa. 


If crystalline sodium amalgam, which is relatively poor in sodium, 
is mixed with cold water, little or no action occurs until sodium nitrite 
is added, when a vigorous effervescence ensues; the escaping gas 
contains no hydrogen, but consists wholly of nitrogen and nitrous 
oxide.* 

We believe that this hypothesis will serve also to explain the results 


* Professor Armstrong has pointed out to one of us that the conditions which 
obtain here may be regarded as those of a voltaic cell in which the amalgam forms 
one plate and the nitrite the other. 



658 


DUNSTAN AND DTMOND ON HYPONITRITES. 


we have obtained with ferrous hydroxide. This substance, as is well 
known, readily passes into ferric hydroxide, and we have noticed that 
under some conditions it is able by itself to decompose water, com¬ 
bining with the hydroxyl and liberating the hydrogen. So that it 
may, like sodium amalgam, be regarded as a compound that is ready 
to combine with hydroxyl, and which will decompose water provided 
that some substance is also present to combine with the hydrogen. 
Such a substance is, ex hypothesis sodium nitrite, and the interaction 
of these three compounds may be repi'esented thus :— 


Fe(OH) 2 
Fe( OH) 3 


+ 


OH-H , 
OH-H + 



Fe(OH) 3 

Fe(OH)* 


+ 


HO 

HO 


NJSTa. 


The NaH(OH) 2 will then decompose into hyponitrite and water, and in 
reaction with more ferrous hydroxide will yield nitrogen and ammonia, 
8HaN(OH) s + 6H 2 0 + 14Fe(OH) a = 8NaOH + 7Fe 2 (OH) 6 + 3N 2 
H- 2NH 3 . If excess of ferrous hydroxide acts for a long time, the 
whole of the nitrite will be decomposed in accordance with the second 
equation. If it is necessary, we may also assume that some liydroxyl- 
amine is momentarily formed: 2Fe(OH) 2 + lSraN(OH) 2 + 2H a O = 
Fe 2 (OH) 6 4- HaOH + HHiOH, and at once decomposed by ferrous 
hydroxide. The hyponitrite formed will also be subsequently decom¬ 
posed if excess of ferrous hydroxide is present, yielding nitrogen and 
sodium hydroxide. The nitrous oxide which is sometimes formed is 
no doubt a result of the hydrolysis of sodium hyponitrite, Nf^NtOa + 
H 2 0 = 2NaOH + H a O. 

The formation of hyponitrite from nitric oxide is more difficult to 
explain. The products of its reaction with ferrous hydroxide in 
presence of alkali are the same as those of sodium nitrite, namely, 
hyponitrite, ammonia and nitrogen. We could get no evidence of the 
existence of an intermediate nitro-ferrous compound similar to the 
nitro-stannous compound which Divers believes to be formed when 
stannous oxide in presence of alkali produces hyponitrite from 
nitric oxide. When ferrous hydroxide reacts in the absence of alkali, 
the nitric oxide is rapidly reduced to nitrous oxide and nitrogen, but 
no hyponitrite or ammonia is formed. The presence of alkali is the 
determining cause of the formation of hyponitrite and ammonia, and 
although the production of hyponitrite might be explained by the 
union of “nascent ” nitrons oxide or its isomeride with the alkali, we 
think the absorption of nitric oxide by the mixture and the simulta¬ 
neous formation of ammonia and hyponitrite point to the intermediate 
existence of the same compound, Na2T(0H) a , that we have suggested 
is formed under similar conditions from a nitrite. 

Alkali nitrates, which in aqueous solution readily react with sodinm 
amalgam, forming hyponitrite and hydroxylamine, are only very 
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slowly attacked by ferrous hydroxide. This difference appears to be 
consistent with the known fact that the former substance is the more 
powerful deoxidising agent. 


LXV.— The Reaction between Sulphites and Nitrites of Metals other 

than Potassium. 

By Edward Divers, M.D., F.R.S., and Tamemasa Haga, F.C.S., 
Imperial University, Toky6, Japan. 

Our production of hydroxylamine from nitrites by means of hydrogen 
sulphide, already recorded (this vol., p. 48), led ns to experiment 
with nitrites and sulphites. It was already known, from Claus’s 
work on Fremy’s series of potassium salts, that when potassium 
sulphite in solution is added to potassium nitrite, a salt, H0N(S0 3 K) 2 , 
is one of the products, and that this salt if heated in solution yields 
HONH(SO J K), together with potassium hydrogen sulphate. Claus 
proved the latter salt to be potassium hydroxylamme-monosulphonate, 
and, since the appearance of his papers, the former salt has been 
recognised, in the light of Y. Meyer’s researches on the oximido- 
radicle, to be potassium hydroxylamine- disulphonafce* But as the 
formation of such salts is peculiar to potassium compounds, there 
remained to be determined what might be the action of sulphites 
upon nitrites when the base was not potassium. 

First, we found that silver nitrite and mercurous nitritof were 
both decomposed by sulphurous acid added in moderate excess, yield¬ 
ing at once an insoluble sulphite of the metal, and some nitric oxide 
and sulphuric acid; and after boiling away tho excess of sulphurous 
acid the solution gave, as evidence of the presence of hydroxylamine, 
a good precipitate of cuprous oxide with alkali and copper sulphate. 
When, instead of at once boiling off the unused sulphurous acid, 
the solution was allowed to stand several hours before this was 
effected, the hydroxylamine reaction could no longer be obtained. 
(In presence of sulphurous acid, the copper test for hydroxyl¬ 
amine is inapplicable.) We then tried the action of sulphu- 

* Raschig (2ter., 20, 584) states that Clans attributed to the disulphonic salt the 
constitution O \ NH(S0 8 K) 2 , but in this he is not quite accurate, since Clans ex¬ 
pressly mentions (Annafen, 158, 83) that he has made no decision between that 
formula and (HO)N (S0 3 K) 2 . 

+ Concerning the preparation and properties of this new salt, we have yet to 
publish an account. 
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rous acid upon hydroxyammonium chloride, and found that the 
hydroxylamine slowly disappeared from the solution. In a paper, 
which has quite recently appeared (Ber, 20, 584), Raschig states 
that when hydroxylamine and sulphurous acid are brought together, 
amme-sulphonic acid, is formed; this explains the dis¬ 

appearance of the hydroxylamine which we observed. 

It is somewhat remarkable, however, that sulphurous acid can 
be boiled away from as yet unchanged hydroxyammonium chloride 
without destroying it. 

We next treated a solution of sodium nitrite with sulphurous acid 
solution, and obtained here, too, some nitric oxide and sulphuric acid, 
and, after boiling off excess of sulphurous acid, found much hydroxyl- 
amine present. In this case, it was easy to go farther in the 
examination of the reaction than when the nitrites used were insoluble, 
and we modified our experiments by adding the sodium nitrite to the 
sulphurous acid until the latter was just destroyed, thus enabling us 
to test in the cold for hydroxylamine. The result was negative; on 
the contrary, after boiling the solution and again testing, abundance 
of hydroxylamine was found. It thus became certain that an inter¬ 
mediate compound was formed in the reaction. 

Sodium sulphite and metasulphite were then used in place of the 
sulphurous acid. 

If sodium sulphite and sodium nitrite in solution are mixed, then 
acidified and boiled, hydroxylamine is formed, and, when the sulphite 
is in the proportion of 2 mols. to 1 of the nitrite, and the hydro¬ 
chloric acid is added very slowly, almost all the nitrogen is found, on 
titration with iodine, to have been converted into hydroxylamine, 

MNO, + 2Na*S0 3 + OH* + 4HC1 = H0KE 2 ,HC1 + 3NaCl 
+ 2NaHS0 4 . 

On evaporating the acid solution, separating the sodium salts by 
alcohol, and evaporating again, hydroxyammonium sulphate crystal¬ 
lises out. If the solution containing the mixed sulphite and nitrite is 
suddenly acidified, sulphur dioxide and nitrous oxide escape with 
effervescence, and if other proportions of the salts are taken, the 
hydrochloric acid sets free either sulphurous acid or nitrous acid 
(nitric and nitrous oxides). In these circumstances, ranch less 
hydroxylamine is found. 

When sodium metasulphite, NaAQs, is added to sodium nitrite, a 
marked rise in temperature is observed, but no escape of gas. The 
mixture becomes strongly alkaline, and does not show the presence of 
any hydroxylamine, even after boiling, until it has been first acidified 
and then boiled. The metasulphite appears to be the best salt to 
use in making hydroxylamine from nitrite. 



AND NITRITES OF METALS OTHER THAN POTASSIUM. 661 


Raschig points out ( op . tit.) what escaped the notice of Clans, that 
potassium hydroxylamine-sulphonate, heated with water, is changed 
into the acid sulphates of potassium and hydroxyammonium, and 
that the sulphonate may therefore be used as a cheap source of 
hydroxylamine. We believe that the use of sodium salts in place of 
potassium salts will materially facilitate this method of preparing 
hydroxylamine. 

The production of hydroxylamine from silver, mercury, and sodium 
nitrites in the way above described has been known to ub for more 
than a year, but we have been unwilling to publish it until we should 
be able to describe the stages of the reaction between the two sodium 
salts. We are led to send this communication at once* to the 
Society, for fear lest we should be anticipated by Raschig in 
the publication of a fact of considerable interest, which we have 
observed and are now investigating, and which we here proceed to 
describe to the extent to which we have as yet examined it. 

It is current in chemical literature that Frcmy could not obtain 
any sodium compound corresponding with his potassium salts.f We 
find, however, that both hydroxylamine-sulphonates and amine 
sulphonates of sodium are producible directly from the sulphite and 
nitrite. It is true that when solutions, even somewhat concentrated, 
of sodium sulphite and nitrite are mixed, no separation of crystals 
occurs as when potassium salts are used, and that the sulphite can be, 
for the most part, again separated from the nitrite by precipitating it 
as barium salt. But this must be done quickly. Soon after the 
solutions are mixed, a slight rise in temperature is generally notice¬ 
able, and the mixed solutions exhibit the property, which neither 
sulphite nor nitrite apart possesses, of absorbing much carbon dioxide. 
We have already mentioned that metasulphite and nitrite, which 
apart are neutral in reaction, yield a very alkaline mixture. The 
power of absorbing carbon dioxide is gradually developed, at first 
somewhat rapidly, then more and more slowly. Thus, 8*5 c.c. of 
normal solution of the sulphite mixed with 4*25 c.c. of normal 
solution of nitrite (2 mols., therefore, to 1), both solutions before 
mixing having been saturated with carbon dioxide, were enclosed in a 
graduated vessel over mercury, along with carbon dioxide. In tho 

* By first mail after the arrival bore of the number of the Berichte containing 
Raschig’s paper, and which leaves T6kyd on May 4th. 

+ Unable here to consult Fremy’s paper, published in 1845, on the compounds 
which potassium nitrite forms with potassium hydroxide and sulphur dioxide, we 
make this extract from Miller's Chemistry (1864), ii, 196, and later editions:—“ It 
i<* remarkable that if nitrite of sodium be substituted for nitrite of potassium, no 
sulphazotised salts are formed. Indeed, Frcmy was unable to procure any such 
compound which, contained sodium.” 

VOL. LI. 2 Z 
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first two days, about 200 o.c. of gas bad been absorbed, during the 
next eight days an additional 75 c.c., and after that no more. The 
temperature of the air varied greatly, but as a mean was about 14°. 
The gas and solution were frequently shaken together, and it was thus 
noticed that the solution which could soon be temporarily saturated 
with the gas by agitation with it, gradually regained, on standing 
at rest, the power to absorb a fresh quantity when again shaken. 
In this way it was possible to observe the progress of the reaction 
between the nitrite and sulphite. With barium chloride, the resulting 
solution gave a precipitate of carbonate and another salt. The pre¬ 
cipitate dissolved almost perfectly in hydrochloric acid, without giving 
any odour of sulphur dioxide, and the solution on heating deposited 
barium sulphate, and then gave evidence of containing much hydroxyl- 
amine, although before heating no hydroxylamine could be detected. 
The filtrate from the original barium precipitate contained a very 
little unchanged nitrite, and also gave, when acidified and boiled, 
much barium sulphate, but only a very slight reaction with copper 
for hydroxylamine. Free ammonia was absent, but cupric hydroxide 
dissolved with a blue colour. The original solution (unmixed, that is, 
with barium chloride), when left freely exposed to the air, did not 
oxidise to sulphate, as sulphite would, and on evaporation gave 
crystals of a salt which by its reactions appeared to be undoubtedly 
sodium hydroxylamine-disulphonate. 

We have as yet gone no farther, but the results obtained make us 
certain that hydroxylamine-disulphonate and amine-trisulphonate are 
formed by the action of sodium sulphite upon nitrite, although more 
slowly than when potassium salts are used.* The reaction between 
the sodium salts proceeds for a time without the assistance of carbon 
dioxide, though certainly more slowly, but it is doubtful whether the 
change can be completed without it. Further experiments on this 
point are in progress, and others will be instituted. The proportions 
of salts and gas consumed in the experiment recorded indicate the 
occurrence of a reaction expressed by the equation— 

NaNOi + 2 SOjNa 2 + 300, + 20H S = H0N(S0 3 Na), + 300 3 NaH, 

followed to some extent by that expressed by— 

H02*(S0 8 ]Sa) s + SOaNa* + 00, = N(S0 3 Na) 3 + COJSTaH, 

Haschig calls attention to the evidence which the production of 
Fremy’s salts affords of sulphites being hemihaloid salts. One of us 
in previous papers to the Society, has already maintained the suffi¬ 
ciency of the evidence to be gained from inactions in purely inorganic 

* Even in the case of potassium salts, according to Claus, reaction may continue 
for more than a week when the solutions are dilute. 
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chemistry as to the constitution of sulphites, and we now submit to 
the judgment of others the additional and convincing- proof afforded 
by the reactions above formulated, that sulphites are not dioxylic 
salts, but hold half their metal unoxidised and in direct union with 
the sulphuryl. For we see in these reactions the nitrite deoxidised, 
not by the sulphite becoming sulphate, but by half its sodium taking 
oxygen from the nitrite and appearing as carbonate or hydroxide. 
Were the sulphite a dioxylic salt, SO(ON"a) 2 , would the sodium leave 
the oxygen of the sulphite for that of the nitrate P 
We shall make known to the Society the results of our examina¬ 
tion of the new sodium salts as soon as we have obtained them, 
hoping meanwhile that Dr. Raschig in his promised further 
researches on the reaction between nitrous and sulphurous acids may 
leave this part of the subject to be worked out by us. 


LXYI .—Anacardic Add, 

By Dr. S. Ruhemann and S. Skinner. 

The fatty oil contained in the shell of the fruit of Anacardium 
occidentals has already been investigated by Staedeler (Annalen, 63, 
137). He found that this oil consists of an acid, anacardic acid, 
melting at 26°, and a substance “ cardol,” which has an irritating 
action similar to that of canthai*idine when applied to the skin. As 
we had the opportunity of obtaining a large quantity of these seeds, 
we have made the oil, which occurs in great abundance in them, the 
subject of a closer study. This was moreover desirable as the 
formula C 44 H 32 O 7 (old notation), which Staedeler derived from his 
analyses, cannot easily be translated if the new atomic weights are 
used. 

For the extraction of the acid, the shells are treated according to 
Staedeler’s directions. The ethereal extract thus obtained, after tho 
removal of the ether, is saponified with recently precipitated lead 
hydroxide in dilute alcoholic solution, and then filtered. The residue 
remaining on the filter containing the lead salt of the acid is 
suspended in water, decomposed with ammonium sulphide, filtered 
from lead sulphide, and the acid separated from the ammonium salt 
by means of dilute sulphuric acid. The anacardic acid rises as an oil 
to the surface, and solidifies on cooling. After a farther purification 
effected by repeating this process, the acid has the melting point 
given by Staedeler. On evaporating the alcoholic solution from the 
lead salt, it gives a thick red oil, the cardol. 

2 z 2 
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Up to the present time we have boen occupied with the study of 
anacardic acid, and now desire to communicate the results already 
obtained. The investigation of our preparation, and of one from 
Dr. Schuehart, leads to the conclusion that this compound has the 
formula C 22 H 32 O 3 , and is to be regarded as a hydroxycarboxylic acid. 
The analysis of the acid dried at 100° (at which temperature no 
decomposition takes place) gave the following results:— 

Pound by R and S. 



Theory. 

/---\ 

, -- 

I. 

II. 

By Staedeler 

C22 .... 

264 

76 7 

76 25 

76 31 

76 06 

H32 • • • • 

32 

9-3 

93 

9*31 

9-17 

03 .... 

48 

14-0 

— 

— 

— 


344 

100-0 





This formula for the acid is further verified by the analysis of its 
salts 

The silver salt is thrown down as a white precipitate on adding 
silver nitrate to the alcoholic solution of the acid, nitnc acid being 
set free. The analysis of this salt, dried at 100°, showed it to have 
the following composition, C 2 iH 31 0*C00Ag, which requires— 


Pound. 



jLueury. 

t * 

£ 

IL 

HL 

IV 

O22 .... 

264 

68-53 

68 00 

58-73 

— 

— 

H31 • » • • 

31 

6 87 

7-13 

731 

— 

— 

Ag .... 

108 

23-94 

— 

— 

23-75 

23-9 

Oj .... 

48 

461 

10-66 

100 00 






The silver salt prepared in this way is comparatively stable, as it 
can be dried at 100 ° without discoloration; if, however, silver nitrate 
is added to an ammoniacal solution of the acid, a white precipitate is 
formed, which is very unstable, and decomposes after a short time. 
Apparently this salt contains a second atom of silver, displacing the 
hydrogen iu the hydroxyl group. 

The barium , calcium , and magnesium salts are all formed as white 
precipitates in ammoniacal alcoholic solutions of the acid, but not in 
solutions of the free acid. 

The barium salt gave on ignition with H 2 SO 4 — 

BaS0 4 . 

£ * 3 . 

46-28 46-39 
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this corresponds to the formula Caill# | COO } 
requires 46*8 per cent. BaS0 4 . 

The calcium salt gave numbers which indicate the composition 
OjiHso | OOOC a + 2ET 2 0. This requires 82*53 per cent. CaSOi, 
whilst we found— 

I. II. 

82*76 32*6 

The magnesium salt gave on ignition 10*37 per cent. MgO, which 
corresponds to the formula C 21 H 301 qqO } ^ S 2 0 . 

The lead salt was prepared by Staedeler’s method, namely, by 
adding a boiling solution of anacardic acid in alcohol to a boiling 
solution of lead acetate in alcohol. On standing, a white substance 
is deposited on the sides of the vessel. This gave on analysis 40*7 per 

cent, of lead oxide; the formula C 2 iHjo | qqqH 5 requires 40*6 per 
cent. 

The Methyl Salt —Staedeler states that the acid does not form any 
ethereal salts when its alcoholic solutions are saturated with hydrogen 
chloride, we therefore adopted the method of acting on the silver salt 
with methyl iodide. A few grams of the silver salt were digested 
with methyl iodide, filtered from silver iodide, and the excess of 
methyl iodide was removed by distillation from the water-bath. A 
thick liquid was left, which did not solidify in a freezing mixture. 
Analysis of a portion of this substance, dried at 100°, showed it to be 
the methyl salt. 

Theory for 


O-nHaojcoooHj- Found. 

Ca,. 276 77-09 77*10 

Hsi. 34. 9-49 9-73 

O,. 48 13-42 — 


358 100-00 

This methyl compound is decomposed by distillation, carbon 
dioxide is evolved, and products of low and high boiling points como 
over. Similar products are obtained by distilling the acid. On 
warming this methyl salt on the water-bath with, acetyl chloride, 
hydrogen chloride is given ofiE, and an oil is formed which is methyl 
acetylanacardate. Its analysis, together with the further study of 
the acid, we hope shortly to communicate to the Society. 

University Laboratory, 

Cambridge . 
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LXVII .—Sulphinic Compounds of Carbamide cmd Tldocarb amide. 

By George McGowan, Univ. Coll, of North. Wales, Bangor. 

The results of two previous papers communicated to the Society by 
the author (Trans., 1886, 191; 1887, 378), on various dihaloid and 
other derivatives of dithiocarbamide, led naturally to the inquiry 
whether similar compounds with organic acid radicles could be 
obtained. That they can be is proved by the preparation of the 
following compound. 

Dithiocarbamide Di-trichloromethylrsulpkinate , (CSNsHa^COIjSOjJs. 

This, which is analogous to the dichloride (CSNaH^Ch, the di¬ 
nitrate (CSNJ^MNO*)*, &c., can be prepared quite easily by the 
action of trichloromethyl-sulphinate of ammonium, CCh'SOONHi,* 
on dithiocarbamide dichloride. To a rather concentrated cold 
aqueous solution of the dichloride, a concentrated solution of the 
sulphinic salt is added. Tor instance, in one operation, 1*8 gram 
dichloride, dissolved in about 10 c.c. water and 4 grams sulphinate 
(containing some ammonium chloride), were used. Masses of very 
fine needles soon began to separate out. 

After standing for some little time, until the quantity of crystals 
no longer appeared to increase, they were collected and washed with 
water till free from ammonium chloride (although they were not by 
any means insoluble in water), then pressed between paper, and 
finally dried over sulphuric acid in a vacuum. 

0*2480 gram gave 22*3 c.c. N at 7° and 779 mm. 


mercury pressure . = 11*18 p,c. N. 

Calculated for (CSN^H^CChSC^a.. = 10*83 „ 


The reaction therefore is Bimply (CSN 2 H 4 ) 2 C1 2 + 2CCl d *SOONBT 4 = 
(CSNJEy^CChSO^ + 2NH4CI. It is not advisable to use an 
alcoholic instead of an aqueous solution, because then a much greater 
volume of solvent is required, and the evaporation which is necessary 
causes decomposition, with separation of sulphur. 

* This salt is readily prepared by treating fcrichlorometbyl sulphonio chloride, 
CCl s SO a Cl, with strong aqueous ammonia., and evaporating the solution until the 
salt begins to crystallise out (Loew, Zeit. Chem ., 1869, 82). If wanted pure, it 
can be freed from ammonium chloride by recrystaUisation. As it decomposes 
rather quickly on keeping, it is best to prepare it fresh each time it h wanted. 
Much heat is absorbed during its solution. 
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That this is a cZithio carbamide compound is certain from the fact 
that its solution at once yields the characteristic dinitrate, 

(CSN 3 H 4 ) 3 (N0 3 ) 3 , 

with dilute nitric acid, and immediately gives a precipitate of sulphur 
on the addition of caustic alkali, or on heating. The addition of hydro¬ 
chloric acid greatly retards this deposition of sulphur, exactly as in the 
case of the dichloride, but does not prevent it. Bromine, of course, at 
once precipitates trichloromethylsulphonic bromide, CCVSC^Br. This 
compound is much more soluble in alcohol than in water, and crystal¬ 
lises from the alcoholic solution on a microscopic slide in stellate 
groups of the finest needles, in shape not unlike that of a starfish. 
These are different in appearance from the more rounded groups— 
likewise of fine needles—of the compound to be mentioned further 
on, and whose composition is probably expressed by the formula 
0SN 3 H a -CCl 3 S0 2 . It melts at 124—125°. 


Thiocarbamide TricJiloromethyl-sulphinate , CSNjHijCCliSOOH. 

This is formed by dissolving thiocarbamide and trichloromethyl- 
sulphinate of ammonium in absolute alcohol in molecular proportions, 
and adding a distinct but not too large excess of concentrated hydro¬ 
chloric acid; too much alcohol should not be used. Chloride of 
ammonium separates out, and the alcoholic filtrate on evaporation 
deposits crystals of the above compound, which may be freed from 
ammonium chloride by recryfitalli&ation from a small quantity of 
water, and from sulphur by digestion with carbon bisulphide. It is 
much better to use alcohol than water in the first instance, as the 
evaporation—especially by heating—of solutions containing sulphinic 
acid compounds of thiocarbamide, always causes decomposition to a 
considerable extent, with separation of sulphur. 

After being dried over sulphuric acid, the crystals were analysed. 

I. 0-3262 gram gave 301 c.c. N at 11° and 746 mm. mercury 
pressure = 10*80 per cent. 1ST. 

II. 0*2333 gram, ignited with lime, gave 0*3851 gram AgCl = 
40*87 per cent. Cl. 


N. 01. 

Calculated for CSl^H^CCb'SOOH... 10*79 41-04 p. c. 

Found. 10 80 40*87 „ 


The above reaction is therefore expressed by the equation— 

CCl/SOOira* -f CSNJBk + HC1 = CSKaH^CCVSOONH* + 

EM. 


This compound is readily soluble in water, even more so in abso- 
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lute alcoliol, and also fairly soluble in ether, x its solution in any one 
of these being strongly acid to test-papers. It is not at all deli¬ 
quescent. If slowly crystallised from water, it separates in beautiful 
well-developed flat prisms, laid on to each other in layers, and showing 
colours with polarised light. It melts at 139°, evidently with elfer- 
vescence and deposition of sulphur. The aqueous solution appears to 
deposit sulphur slowly on heating. Addition of caustic alkali causes 
no precipitation of sulphur, at least no immediate precipitation, but 
an alliaceous odour is evolved. (Difference from dithiocarbamide 
compounds.) Bromine throws down, of course, the sulphonic bromide 
CCl 3 ‘S0 2 Br. 

Carbamide TricMorometJiyl-sulpMnate , CON 2 H4,CCl3.SOOH. 

This, the corresponding compound of carbamide, can be prepared 
in somewhat the same way as the thiocarbamide compound, only—on 
account of its instability—the use of water as solvent and of aqueous 
hydrochloric acid must be avoided. Carbamide and ammonium tri- 
chlorometkyl-sulphinate (which need not be free from ammonium 
chloiide) are dissolved in a little absolute alcohol, in approximately 
molecular proportions, and hydrochloric acid gas is passed through 
the solution, too large an excess of gas being avoided. For instance, 
2*25 grams carbamide and 9 grams of the somewhat impure sulphinate 
were dissolved in 30 c.c. alcohol. The precipitated ammonium chlo¬ 
ride is filtered off, and the filtrate evaporated to dryness, in the cold, 
in a vacuum. In this way, a syrupy mass of crystals is ultimately 
got, which is pressed dry between paper, to free it from hydrochloric 
and sulphinic acids, and recrystallised, first from absolute alcohol, 
and finally from absolute ether, carbamide and ammonium chloride 
being quite insoluble in the latter. (Much heat is absorbed by tho 
solution of this compound, and indeed of trichloromethylsulphinic acid 
compounds generally.) A portion, thus crystallised from other, was 
powdered, pressed between paper, and placed over sulphuric acid in a 
vacuum for analysis. 

0*4021 gram gave 38*45 c.c. N at 12° and 


772 mm. mercury pressure. = 11*53 p, c. ST. 

Calculated for CON 2 H 4 ,CCl 3 *SOOH ... _ _ = 11*50 


The above compound is extremely soluble in water and in cold 

* From this last, it soon begins to separate in spongy masses of the finest needles, 
■which, however, are not the pure compound, but apparently a mixture of it with 
thioa&rbamide. Thus, two preparations were found to contain 1171 and 14 07 per 
cenf. nitrogen, and melted with charring , at 128—129 5° and 123*5° respectively. 
Tlds point requires further investigation. 
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absolute alcohol, and also readily soluble in cold ether, but insoluble in 
benzene. It cannot be recrystallised from water, as the solution 
quickly begins to decompose, trichloromethyl-sulphinic acid and sul¬ 
phur dioxide being set free. It is thus much less stable than the 
thiocarbamide compound. From ether and from alcohol, it separates 
in radiating groups of indistinct thin prisms, but I have been 
unable to get well-formed crystals, owing to the salt remaining in 
solution until the latter became syrupy, after which crystallisation 
spread rapidly through the whole mass. The melting point is not 
sharp. It appears to begin to melt at about 90°, but is not com¬ 
pletely melted until the temperature rises to 96—100°; this is no 
doubt due to the dissociation of the salt and ultimate solution of the 
carbamide in the acid. Its fresh aqueous solution at once yields 
carbamide nitrate, CO^H^HNOi, with nitric acid. 


TncJiloromethjl-suljphony l Th iocarbamide , CSNJEC/CC1 3 S0 3 (?). 

In one of the previous papers already referred to (Trans., 1886, 
191), mention was made of a compound obtained along with dithio- 
carbamide dichloride, by the action of trichloromethyl-snlphomc 
chloride (2 mols.) on thiocarbamide (4 mols.) in alcoholic ethereal 
solution, and which was described as “ crystallising in stellate groups 
of the finest needles, and having probably the composition 

(CSN,H 4 )2(OC1sS0 2 ) 3 .” 

This surmise was, however, wrong, the last-mentioned compound 
having since been otherwise prepared (see p. 666), and the two are 
not identical. 

This reaction has since then been further investigated. If the 
sulphonic chloride and thiocarbamide are allowod to act on each other, 
as described in the above paper, the dithiocarbamide dicliloride 
(most of which separates) filtered off, and the alcoholic ethereal 
filtrate evaporated to dryness in the cold over sulphuric acid, a dry 
mass evolving a little hydrochloric acid is obtained. This mass con¬ 
tains some fi ee sulphur, which, together with the hydrochloric acid, 
must arise, in part at least, from the decomposition of some diohloride 
which had not separated out (Zoc. cit). The sulphur should be 
extracted by carbon bisulphide, and the residual mass may then bo 
recrystallised from absolute alcohol, rejecting the first extraction, and 
with no more heating than is absolutely necessary, so as to avoid 
decomposition and separation of sulphur. Water may be used as 
solvent instead of alcobol, though it is less convenieut. But from 
neither water nor alcobol is it easy to get a pure product, as there is 
a tendency to decomposition while in solution, oven in the cold. 
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A number of different preparations were analysed with tbe follow¬ 
ing results:— 

I. 0*3786 gram gave 36*6 o.o. N at 17° and 769 mm. pressure 
= 1149 per cent. N. 

II. 0*2902 gram gave 27*8 c.c. N at 7° and 75*2 mm. = 11*5 per 
cent. N. 

0*4271 gram., ignited with lead chromate and copper oxide, 
gave 0*1407 gram C0 2 = 8*98 per cent. C.* 

III. 0*3433 gram gave 0*0634 gram H 2 0 and 0*1233 gram C0 2 = 

2*05 per cent. H and 9 80 per cent. 0. 

IV. 0*2514 gram gave 0*0444 gram H 2 0 and 0*0870 gram 0O 2 = 

1*96 per cent. H and 9*44 per cent. 0. 

V. 0*1157 gram, ignited with lime, gave 0*1973 gram AgOl = 
42*2 per cent. 01. 


This compound might, therefore, so far as analysis goes, be one of 
the three following:— 



No. 1. 

No. 2. 

No. 3. 


(CSN 2 H 4 ),<CG1 3 S0 2 ) 

n. csn 2 h 3 * CC1*S0 2 . 

CSN 2 H l ,CCl. 1 SOOn. 

c.... 

.... 9*28 p. c. 

9 32 p.c. 

9*25 p. c. 

H.... 

.... 1-55 „ 

1-17 „ 

1-93 „ 

N.... 

.... 10-83 „ 

10-87 „ 

10-76 „ 

Cl.... 

_ 41-20 „ 

41-36 „ 

round. 

41-04 „ 


C. 

8-98 9 80 

9-44 


H. 

— 2-05 

1-96 


N.. 

— 1149 

11-5 


Cl . 

- - 

42-2 


In these there is no appreciable difference in the percentage of any 
constituent present, excepting in that of the hydrogen, and oven there 
the differences are very slight. And further, the compound was 
never got sufficiently pure to allow of deciding with accuracy between 
such slight differences. It is, however, not No. 1, (CSN 2 H 4 ) 2 (CCldS02)2, 
which has already been described. Neither is it No. 3, 

CSNsHfcCCVSOOH, 

which, when pure, crystallises from water and from alcohol in a 
totally different form, and is, besides, ranch more soluble in both of 
these liquids than this compound. The inference therefore is that it 
is No. 2, viz., trichloromethyl-sulphonyl thiocarbamide, 

0SN 2 H 3 ’CC1 3 S0 2 , 

* The water of this combustion was unfortunately lost. 
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very probably mixed with more or less tbiocarbamide and trichloro- 
methyl-sulphinate, CSN 2 H 4 ,CCVSOOH,* its formation in that case 
being represented by the following reaction:— 

4CSNJ04 + 2CC1 3 -S0 2 01 = (CSNT 2 H4) 3 01 2 + CSNaH^CCVSO* 

+ CSNaBUCCVSOOH. 

That no volatile compound is formed here, is proved by the fact that 
if weighed quantities of the snlphonic chloride (2 mols.) and thio- 
carbamide (4 mols.) are allowed to act on each other, using the 
least possible qnantity of alcohol as solvent, the solution transferred 
to a large watch-glass, and the alcohol then rapidly evaporated over 
sulphuric acid in a vacuum (so as to prevent decomposition of the 
(CSHaH^sCl* formed), the total weight of the products obtained is 
the same as that of the original compounds taken, and does not alter 
substantially so long as the watch-glass remains in a dry atmosphere. 
If, on the other hand, a smaller proportion of thiocarbamide to sul- 
phonic chloride is taken, a very distinct loss of weight ensues, owing to 
the formation and volatilisation of the free sulphinic acid, COVSOOH. 
I have not so far been able to make oat satisfactorily here the forma¬ 
tion, in the first instance, of the third product in the above equation, 
viz., CSFJdijCCls’SOOH, but the following consideration points to 
its presence. 

It will be remembered that when an aqueous solution of dithio- 
carbamide dichloride. (CSNiH^jCV is warmed, or has alkali added to 
it, it splits up according to the equation 

(OS^rjarOaCu = os bta + cnnh* + s + 2 hcl 

It therefore occurred to me that further proof of the formation 
ot the above compound, trichloromethyhsulphonyl thiocarbamide, 
CSN 2 H 3 .CCI 3 SO 2 , might be obtained by allowing weighed quantities 
of sulphonic chloride (2 mols.) and thiocarbamide (4 mols.) to react 
in a very small amount of alcohol, and thou—after dilution with 
water—by titrating the liquid with alkali of known strength. If, 
in addition to the dithiocarbamide dichloridc, (CSNaHOsCl*, the 
two compounds, CSN 2 BVCCI 3 SO 2 and CSN a H 4 ,COVSOOH, were 
really formed, it was probable that one of these two (the sulphinate) 
would be more readily decomposed by alkali than the other. As 
a matter of fact, on titrating in the cold , it is seen that the last fourth 
of alkali is used up much more slowly than the first three-fourths, 
and indeed, in one or two titrations, a sharp break seemed to occur 
aftor adding three-fourths of the total requisite alkali, the solution 
then remaining neutral for a short time in the cold. On warming, 
the neutralisation of the alkali is of course very rapid. 

* See note on the effect of solution in ether on this compound. 
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There is, therefore, strong reason to suppose tho foregoing com¬ 
pound to be trichloromethy 1-sulph ony 1 thiocarbamido, 

CStf 2 H 3 -CCl 3 S0 2 . 

From alcohol, it crystallises in the finest silky needles, the whole mass 
looking exactly like cotton-wooL Sometimes the needles are so fine 
that they are only to be distinguished as such under the microscope 
at the edges of the round-shaped masses. From water, it also crystal¬ 
lises in the finest needles. It is very sparingly soluble in water, oven 
more so than the dithiocarbamide compound, (CSNaH^fCCUSOiX 
although, after once being dissolved, the crystals do not again 
separate out very quickly. It is moderately soluble in warm absolute 
alcohol, very sparingly in cold, and almost insoluble in ether. If a 
particle of it be placed on litmus-paper and then moistened with 
alcohol, the litmus is at once reddened. Its solution does not yield 
dinitrate with dilute nitric acid, nor does caustic alkali cause separa¬ 
tion of sulphur; this proves that it is not a dithiocarbamide com¬ 
pound. Bromine, of course, at once precipitates tho sulphonic 
bromide, CChSCLBr. It was never obtained sufficiently pure to allow 
of its melting point being determined with certainty. 

University College of IV. Wales, JBangor y 
June , 1887. 


LXVTTI .—Note on a New Class of Voltaic Combinations in which 
Oxidisable Metals are replaced by Alterable Solutions, 

By 0. B. Alder Wright, D.Sc., F.R.S., Lecturer on Chemistry, and 
C. Thompson, Demonstrator of Chemistry, in St. Mary’s Hospital 
Medical School. 

The great majority of voltaic combinations hitherto investigated, 
whether containing one or more fluids, possess this feature in common, 
that the nett chemical change taking place during their action con¬ 
sists of the conversion of a more or less electropositive metal into a 
compound thereof; in some cells, the action is one of direct synthesis, 
e,g. y where an oxide or chloride is formed by the combination of the 
metal with oxygen or chlorine; in others, simple displacement of 
hydrogen, or of another metal, from an acid or salt takes place, as in 
the case of the ordinary zinc sulphuric acid copper voltaic circle, and 
in DamielTs cell and its numerous allies; in yet others, the action 
is of a still more complex order, e,g. y Grove’s cell, in which the zinc 
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becomes zinc sulphate, whilst nitric acid is reduced ; and the some¬ 
what analogous bichromate cell, Leclancbe cell, Ac. Some few 
combinations, however, are known, in which more or less feeble 
currents are producible without the alteration of the metallic elec¬ 
trodes by corrosion or conversion into compounds, such as Grove’s 
hydrogen and oxygen <fi gas battery ” and analogous combinations *, 
Bocquerel’s so-called “ oxygen circuit 99 (jpile a oxygene), with nitric 
acid and caustic potash as the fluids; and various somewhat ana¬ 
logous cells in which two dissimilar fluids, or two solutions of the 
same substance but of different strengths, are in contact; so that 
different potentials are assumed by platinum or other unattacked 
plates placed in the two fluids respectively, although no chemical 
action takes place involving the material of the plates. 

On carefully considering the general character of the action taking 
place in lead peroxide accumulators, and in Grove’s nitric acid cell 
and analogous combinations in which the plate acquiring the higher 
potential is surrounded by a so-called “ depolarising ” compound (such 
as nitric acid, chromic acid, ferric chloride, manganese dioxide, 
Ac.), it appeared to us probable that if a plate of conducting material 
capable of parting with oxygen (such as compressed lead peroxide) can 
under suitable conditions be made to play the part of an unalterable 
electrode (platinum, Ac.) immersed in a liquid capable of yielding up 
oxygen, chlorine, Ac., it should conversely be possible to substitute 
for the oxidisable metal (zinc, Ac.) of ordinary galvanic cells an 
unalterable electrode immersed in a fluid capable of combining with 
oxygen, chlorine, Ac. Such a plate might be expected to be the 
analogue of the zinc in a Daniell cell, i.e., to be the plate acquiring 
the lower potential. On trying experiments in this direction, we 
have found that this is so, and that in consequence an enormous 
number of novel voltaic combinations can be constructed, all of which 
present this feature in common, that the metal which in ordinary 
voltaic cells is attacked is in these cells replaced by a plate of 
carbon, platinum, or other conducting substance remaining unchanged, 
immersed in a solution of some substance capable of combining with 
oxygen, chlorine, Ac., and opposed to a similar plate in contact with 
either actual oxygen, chlorine, Ac., or with a compound capable of 
readily furnishing one of these substances by deoxidation, dechlorina¬ 
tion, Ac. In all cases as yet examined by ns, the plate in contact 
with the oxidisable fluid acquires the lower potential, and the other 
plate the higher potential; i.e., the former is the plate to which the 
“ negative pole ” in reference to the external circuit is attached, and 
the latter that with which the “ positive pole ” is connected. 

As illustrations of this new class of cells the following combina¬ 
tions may be mentioned:— 
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A. Solution of sulphurous acid opposed to chromic liquor (potas¬ 
sium dichromate and sulphuric acid solution) with platinum plates : 
oxidation to sulphuric acid and reduction to chromium sulphate is 
here the chemical action taking place, and maintaining a constant 
current. 

B. Sodium sulphite solution opposed to potassium permanganate 
rendered alkaline with caustic potash: sodium sulphate is here 
formed, with reduction of the permanganate and deposition of 
hydrated manganese dioxide. 

0. Solution of chromium sesquioxide in caustic soda opposed to 
chromic liquor: oxidation to sodium chromate takes place, and 
reduction to chromium sulphate. 

D. Solution of potassium ferrocyanide opposed to chromic liquor: 
ferricyauide is here produced. 

E. Solution of lead oxide in caustic soda opposed to alkaline per¬ 
manganate, hypochlorite, or hypobromite: oxidation of the lead 
monoxide to dioxide here occurs, the latter separating out in the 
solid form. 

Obviously these are only samples out of a multitude of conceivable 
arrangements all based on the same general principle; in each case 
so long as the chemical action remains unexhausted, a steady current 
flows capable of doing measurable amounts of external work, e.g., 
deposition of silver by electrolysis in a silver voltameter; the elec¬ 
tromotive forces of these combinations are in many oases considerable, 
exceeding, under certain conditions, that of a Daniell cell with com¬ 
bination 0,* and being but little lower with A, B, and D. The 
precise value attainable with any given combination varies to some 
extent with the degree of concentration of the fluids, and the nature 
of the electrode surface, e.g., whether of polished platinum foil, a 
tray of platinum sponge, or a plate of gas carbon, &c. 

In arranging voltaic combinations of the type now under con¬ 
sideration, it is obvious that inasmuch as the oxidising and oxidisablo 
liquids will in general react on each other if allowed to intermix 
directly, such intermixture should he prevented by interposing a 
stratum of suitably chosen electrolytic fluid between the two. A 
convenient form of cell consists of a U-tube, the bend of which is 
filled with such a fluid of high density, whilst the limbs respectively 
contain the two principal liquids, both of somewhat less density than 
the intermediate solution; for example, a strong solution of caustic 
soda at the bend, sodium sulphite and potassium permanganate solu¬ 
tions being placed in the limbs; or slightly diluted sulphuric acid 
at the bend, with lighter sulphurous acid solution and chromic liquor 

* A cell containing sodium sulphite opposed to chromic liquor develops under 
suitable conditions an E.M.F. of about 1*5 volt, or about 1*4 Darnells, 
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in the limbs respectively. Another useful form for purposes of inves¬ 
tigation consists of a series of three vessels (beakers, basins, &o.) of 
which the first and third contain the oxidisable and oxidising fluids 
respectively, whilst the middle one contains the intermediate electro¬ 
lyte, siphon tubes, or cotton or asbestos wicks connecting the first 
and second, and second and third vessels respectively; for example, 
caustic soda solution in the middle vessel, with solutions of sodium 
hypobromite and of lead oxide dissolved in caustic soda in the 
outer vessels. 

In certain cases, some interesting peculiarities appear to charac¬ 
terise the chemical actions taking place during the passage of the 
current; for example, in the case of the combination potassium 
ferrocyanide opposed to chromic liquor with intermediate potassium 
sulphate; a priori , two different sets of changes might be anticipated 
according to the view taken of the probable mechanism of the reac¬ 
tion. According to one view, water being regarded as the inter¬ 
mediary, the changes will be indicated by the scheme— 


K d FeCy 6 -K 

K,FeCy«-K 

K } FeCy 6 -K 

K*FoCy 6 -K 

K^FeCye-K 

KJFeCye-K 


HOH 

HOR 

HO-H 

HOH 

HOH 

HO-H 


H 2 -S0 4 

0 3 *Cr 

H,-SO 

Oa"Or 

H-S0 4 


6K 3 FeCy 6 |6KHO | 6H a O |0r 2 (S0 4 ) 3 , 


so that the nett chemical change may be represented by the equa¬ 
tion— 


(I.) GK.FeCye + 2Cr0 3 + 3H,S0 4 = 6K 3 Fe0y 6 + fiKOH 

+ 3H,0 + Cr,(S0 4 )„ 

ferricyanide of potassium and caustic potash being formed at one 
side, and chromium sulphate at the other. 

According to the other view, potassium sulphate being regarded as 
the intermediary, the changes may be indicated by the scheme— 


K^cOya-K 

K 3 FeOy c *K 

E^FeCya'K 

K 3 FeCy e -K 

K 3 FeCy 6 *K 

K 3 FeCye*K 


80,-K, 

SOi'Hj 

SO*-Kj 

SO**H s 

SO«-K, 

SOj'Ha 


H*-S0 4 

Oj*Cr 

H/S0 4 

Oj*Cr 

H s -S0 4 


6KjFe0ya 13K 3 S0 4 13EZ 2 S30 4 j 6H 3 0 | Cr(S0 4 ) 3 , 


whence the nett chemical change is represented by the equation— 
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(II.) 6 K 4 FeC y 6 + 2Cr0 3 + 6S0 4 H 2 = 6 K 3 FeCy B + 

3 K 2 SO 4 + CH,0 + Cr 2 (S0 4 ) 3 , 

differing from the former in that no caustic potash is formed along 
with the ferricyanide, whilst twice as much sulphuric acid becomes 
neutralised, half by conversion into chromium sulphate as before, 
and an equal amount by conversion into potassium sulphate. Of 
these two alternative views, the latter appears to be the more nearly 
correct (at any rate under certain conditions), inasmuch as practically 
no additional alkali was formed in a carefully conducted experiment 
along with the ferricyanide, whilst the quantity of acid disappearing 
by neutralisation corresponded approximately with that required for 
equation (II), and was largely in excess of that requisite for equa¬ 
tion (I), the amount of potassium ferrocyanide converted into ferri¬ 
cyanide closely agreeing with the quantity calculated from the 
amount of silver deposited in a silver voltameter included in the 
circuit. 

It is obvious that analogous alternative views may be hold in the 
case of other combinations; we propose to examine certain such cases 
in detail, and to investigate more closely the general behaviour of 
cells containing oxidisable fluids, &c., instead of zinc and analogous 
metals, and especially the relationship between the chemical changes 
taking place, and the amount of electrical energy obtainable from 
them whilst in action. 


LXIX .—The Determination of Atomic Weights ly means of the 
Normal Sulphate. 

By G. H. Bailey, D.Sc., Ph.D., The Owons College. 

In certain groups of elements, for example, the cerium group (Co, La, 
Di, Yt, Yb, Er, Sm, Sc), the magnesium-group (Cd, Be, Zn, Mg), 
the lead-group (Pb, Tl), two members of the tin-group (Zr, Th), and 
also for the non-metals sulphur and fluorine, the use of the sulphate 
in the determination of atomic weight constitutes either the only 
available method, or is at least the most trustworthy. 

With some seventeen other elements, important determinations of 
atomic weight have been made by means of this salt, though they do 
not in these cases occupy so important a position as other methods 
Which have been employed. 
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No further proof is needed of the necessity of making such estima¬ 
tions as accurate as possible, and much of the confusion which lias 
arisen in certain of these groups may be traced to the difficulties 
which stand in the way of a precise measurement of the atomic weight, 
or what is the same thing, of the equivalent weight of the oxide. Two 
very considerable sources of error indeed preclude the possibility of 
comparing the results obtained by any two observers, or even by the 
same observer. The first is that there are undoubtedly differences in 
the character of the material used, differences which it is desirable to 
arrive at by definite gravimetric determinations; but in doing this we 
are confronted by the second obstacle which frustrates such an 
attempt, since there is without doubt a large variation due to the 
method by which such gravimetric determinations have to be made. 
Get rid of this manipulative error as far as possible, so that the results 
obtained shall be comparable, and then there will be a possibility of 
approaching the intricate problem of mixed oxides from this side with 
a fair chance of success. In the usual process by which an oxide is 
transformed into the normal sulphate, there are several sources which 
give rise to errors of unknown dimensions. 

When 3 or 4 grams of a sulphate are heated for a long period at a 
temperature below dull redness, and then for a shorter period at dull 
redness, and these operations are repeated several times, there is the 
probability (and indeed in some cases, as we shall see, the certainty) 
that part of the salt is raised to the temperature of decomposition, 
whilst part again may not reach the temperature at which free 
sulphuric acid is expelled. We are thus confronted with two sources 
of error, of opposite sign, and of which we are ignorant of even the 
relative value. 

Such differences vary with the time during which the experiment 
lasts, so that, granting even perfect manipulation, the results of two 
experiments would not bo comparable, and unless the conditions were 
in all respects the same they could not be expected to agree with that 
approach to accuracy which is attainable by other methods. It is 
further manifest that dealing as we are with sources of error of 
opposite sign, constant weight is no sufficient guarantee of accuracy, 
but only an indication that a balance has been struck. This is one 
example of the circnmstances which rob such determinations of their 
precision. It is true that the nse of a double crucible diminishes the 
error from the causes mentioned, and also brings other errors, arising 
from the changes to which the crucible is liable, within the narrowest 
limits. Until, however, two factors are known, there is no eor- 
tain ground for the presumption that a correct result has been 
obtained. 

These factors are— 

VOL. LI. 3 A 
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(a.) The temperature at which a sulphate gives up all the free 
sulphuric acid with, which it may he mixed. 

(6.) The temperature at which a normal sulphate begins to undergo 
decomposition. 

Marignac (Ann. CUm. Phys . [6], 1, 289) has, indeed, rejected the 
determination of the atomic weight of zinc by the conversion of oxide 
into sulphate because he was convinced that partial decomposition of 
the sulphate had taken place during the process of expelling free 
sulphuric acid. Baubigny (Corrupt. Tend., 97, 854, et seg[.), conscious 
of the same difficulty, attempted to overcome it by using a sulphur- 
bath for the operation. This, however, though it may answer in 
certain cases, does not in any sense satisfactorily meet the objections, 
for, in the first place, the temperature of decomposition of the sulphate 
may (and in some cases certainly does) fall below 448 , and the 
establishment of constant weight at one given temperature does not 
necessarily prove anything more than that at that particular tempera¬ 
ture, after a certain lapse of time, a state of equilibrium is set up. 

Baubigny (loo. eit.) heated copper sulphate for three hours in the 
sulphur-bath, and then found that no further alteration of weight 
was produced by heating for ten hours at the same temperature. 

Similarly he heated zinc sulphate seven hours, and then found that 
for the next eight hours it remained constant. Before the method of 
determining the atomic weight from the normal sulphate can be con¬ 
sidered satisfactory, therefore, the temperature limits already spoken 
of must be known. For instance, if it be found that a sulphate gives 
up free sulphuric acid at 350°, and begins to decompose at 450°, it 
will be sufficient in all determinations to heat at some temperature 
sufficiently removed from these limits (say 400°) till the weight ip 
constant. With these precautions, the determination would bo 
received with as much confidence as determinations by other 
methods. 

To obtain the requisite information, it was necessary to boat the 
salt containing excess of sulphuric acid at say 350° as long as any 
decrease in weight was observed, then to heat at successive tempera¬ 
tures, each about 10° higher, for several hours, weighing after each 
operation. In this way, a range of temperature was found within 
which no variation of weight occurred, and ultimately a point was 
attained at which further decrease of weight took place, indicating 
that the normal salt was beginning to part with its sulphuric acid. 
To carry this out, a form of apparatus was necessary by which it 
should be possible readily to keep the salt at definite and successively 
increasing temperatures for a considerable time. This consisted 
essentially of a heating tube ( Chem. News, 54, 302) mounted hori¬ 
zontally in a furnace heated by Bunsen burners, the tube inclosing an 
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air thermometer, and a narrower tube into which the substance to be 
experimented npon was introduced in a platinum boat. The air 
thermometer served not only to measure the temperature, but in 
combination with a column of mercury in a U -tube, also acted as a 
gas regulator. The lesser tube containing the platinum boat could be 
readily connected with a pump by which dry air could be aspirated 
through it in order that the salt should not be exposed in an atmosphere 
of the acid fumes. It was also easy by use of this accessory to pass 
the air so aspirated through a solution of barium chloride, and thus 
ascertain whether decomposition was taking place. With such an 
apparatus, the temperature could be estimated and easily kept within 
5°. At the end of each period of heating, the platinum boat was 
withdrawn, cooled, and weighed, the same conditions being observed 
throughout the series of experiments. The salts examined were the 
sulphates of bismuth, sodium, lead, barium, zinc, magnesium, and 
didymium. The details of experiment will be given more fully in the 
case of the sulphate of bismuth, and only such facts quoted with 
regard to the remaining sulphates as may be of special interest; it 
being understood that the course of investigation was the same in all 
the cases. In each set of experiments, a determination of the atomic 
value has been calculated from the results. Though care was taken 
that the materials used were of sufficient purity for the purpose, the 
results are not intended to be regarded as having any pretension to 
the accuracy demanded in a careful estimation of atomic weight; they 
were intended rather to serve as a means of checking the work as it 
proceeded. The precautions taken and the amount of substance used 
in the experiments did not indeed admit of their being considered in 
any other light. 

The Normal Sulphate of Bismuth , Bi 2 (S0 4 ) 3 .—On heating bismuth 
trioxide with pure concentrated sulphuric acid, a clear solution is 
obtained. When this is allowed to cool under such conditions that 
the sulphuric acid does not take up moisture from tho air, a beauti¬ 
fully crystalline product separates. 

The sulphuric acid was decanted and used to dissolve a fresh 
portion of the oxide. The sulphate so obtained was purified by 
repeated crystallisation from hot sulphuric acid. A portion of the 
sulphate was placed in a platinum boat and introduced into the heating 
tube, and as in this experiment the object was to ascertain the tempe¬ 
rature limits spoken of above, it was advisable not to take too large a 
quantity for this experiment. The results were as follow:— 
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Bismntli sulphate 


heated at 340° weighed 0*7253 gram. 

„ 3 hrs. longer at 345° 0*7223 gram. 



345 0*7223 
365 0*7222 „ 

386 0 7223 „ 

405 0*7224 „ 

435 0*7148 „ 


Thus the salt up to 405° remained quite constant within the error of 
experiment, but at 435° it lost 0*0076 gram in the course of nine hours. 
At 345°, therefore, normal sulphate of bismuth gives up the excess of 
free sulphuric acid, and between 405° and 435° decomposition of the 
salt commences. * 

When 0*5932 of the sulphate was ignited there remained 0*3891 
oxide; this result gave as the atomic weight of bismuth 204*44, a 
value which was manifestly too low. Although no very accurate 
result could be anticipated from so small a quantity of tho substance, 
the difference was greater than might be expected on this ground. 
It was found, in point of fact, that when tho oxide was ignited in the 
blowpipe a loss occurred through volatilisation, and in the courso of 
heating this amounted to several milligrams. On the other hand, if 
the substance was kept below the point of fusion, it retainod sulphuric 
acid; thus 2*1755 grams of the sulphate exposed to the flame of a 
good Bunsen burner for 40 hours lost weight during tho whole time, 
bat even at the end of this time, when the variation was loss than a 
milligram after three hours’ heating, there remained still 0*0318 gram 
of SOj. The sulphuric acid, indeed, was got rid of a liltlo above the 
point of fusion, but loss of oxide through volatilisation ensued if the 
temperature was kept sufficiently high to ensure the complete decom 
position of the sulphate. Devillo has indeed noticed that zinc oxido 
dissociates and loses weight at high temperatures, and Cooke, in his 
determination of the atomic weight of antimony, records that silver 
is volatilised, even below its melting point. 

The volatility of oxide of bismuth and the loss likoly to accrue in 
consequence, has, as far as I know, not been noticed, and hence those 
determinations in which it has been overlooked cannot bo X'ocoived 
with confidence. 

Lowe (Zeit. anal . Ghem ., 22,495) for instance estimated the atomic 
weight by conversion of the metal into the oxide, fusing the oxide 
in a platinum vessel. Although, therefore, the direct conversion of 
sulphate into oxide is desirable from its simplicity, it cannot be used 
iu such cases, and the relation of sulphate to oxide must be ascertained 
by precipitation. 
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A second and larger portion was now taken, and heated with the 
following results:— 

After 8 hours at 360° weighed 2 2189 grams. 

„ 3 „ longer „ 376 „ 2*2186 „ 

„ 2 „ „ „ 406 „ 2*2185 „ 

„ 4 „ „ „ 418 „ 2*2165 „ 

The point of decomposition is in this case more nearly approximated, 
and falls therefore between 405° and 418°, and it was not considered 
necessary to attempt to fix it with any greater degree of precision. 
We may take it that sulphate of bismuth may be safely heated as 
high as 405°, beyond this there is risk of decomposition. A determi¬ 
nation of sulphuric acid gave for 2*2155 grams of the sulphate 
1*4615 grams of oxide, and the atomic weight of bismuth calculated 
from these results is 208*33. A third series of experiments was made 
under like condition*, the respective weights of sulphate and oxide 
being 1*5635 grams and 1*0267 grams, giving an atomic weight of 
208 43. 

The sulphate retains its crystalline character even after heating, 
and does not very readily take up moisture from the air, indeed 
1*5566 gram exposed for a quarter of an hour increased only half a 
milligram in weight. All the weighings were made, however, with 
the platinum boat enclosed within a tube, so as to avoid any error 
arising from this cause, and correction was made for displacement of 
air, with allowance for variation of temperature and pressure. 

Zinc Sulphate .—The zinc sulphate used was prepared by dissolving 
the purest obtainable zinc in pure dilute sulphuric acid, leaving about 
one-third undissolved. The solution was concentrated and allowed to 
crystallise, and then recrystallised. The investigations on this salt 
were carried out in precisely the same manner as in the previous case. 
With 2*253 grams of the salt successively heated at 359°, 304°, and 
410° for 22 hours, the extreme variations did not exceed half a milli¬ 
gram. When the temperature was allowed to rise to 427°, there was 
a loss amounting to 0*0018 in the course of four hours, aud with a 
further rise of temperature the loss was of course greater. The salt 
which had undergone partial decomposition was now Seated with 
excess of sulphuric acid, and again exposed for several horns to a 
temperature of 860°. It was found to have returned almost exactly 
(difference two-tenths of a milligram) to its original weight, and 
behaved on further heating exactly as the normal salt had done. The 
relation of sulphate to oxide was determined by igniting it over the 
blowpipe till the weight was constant. By this method, 1*2795 gram 
of the sulphate yielded 0*6443 gram of the oxide, corresponding to an 
atomic weight of 65*05, A determination was also made on a second 

2 & 2 
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portion by precipitation witli barium chloride, the value obtained for 
the atomic weight being in this case 64*96. Marignac’s objection to 
the determination of tlie atomic weight of zinc from the normal sul¬ 
phate, using the ordinary method, is therefore a perfectly valid one, 
and applies equally to bismuth, for there can bo no doubt that the 
temperature 410°, at which approximately decomposition sets in with 
these salts, is exceeded under the conditions which are usually 
observed in such estimations. On the other hand, the use of a sulphur 
hath as suggested by Baubigny, is not admissible in these cases. Iu 
is indeed quite possible tbat if the heating takes place in a vessel to 
which air has not free access, the decomposition will not proceed so 
readily, but then it is essential that such a condition should be avoided, 
and the sulphuric acid removed from the atmosphere surrounding the 
salt. 

Magnesium Sulphate .—Tn this case, the normal sulphate gave np all 
free sulphuric acid at 360°, and though heated for long periods at 
successive temperatures np to 450°, no sensible alteration of weight 
occurred. The relation of snlphate to oxide was determined by 
igniting the snlphate, and the result checked by precipitation with 
barium chloride. The last portion of the sulphuric acid is retained 
with great tenacity, and even on long ignition and when the weight 
remained constant a trace of sulphuric acid was still present, and this 
accounts no doubt for the value obtained, 24*84, for the atomic weight, 
being somewhat high. The determination of this relation by simple 
ignition cannot therefore he safely recommended. 

The sulphates of lead and barium were also examined, and were 
found to give the normal sulphate on heating at 360°, whilst decom¬ 
position of the sulphate did not take place even at 500°. The imme¬ 
diate object of the experiments being to ascertain whether a sufficient 
range of temperature exists during which the salt is stable, it was 
considered amply sufficient to extend observations to 500°. 

Didymium Sulphate .—In an investigation of this nature, it was cer¬ 
tainly of interest to examine the behaviour of one of the group of cerium 
metals. The material used for the preparation of the didymium salt 
had been prepared by myself from cerite. It had been carefully freed 
from cerium, erbium, yttrium, and lanthanum, but contained a small 
quantity of samarium, no attempt having been made to separate this 
body. The sulphate was made into a paste with sulphuric acid, and 
heated at 360°. In the cases previously cited, the sulphate under 
these circumstances soon became constant in weight, and remained so, 
but with the didymium sulphate this was only approximately the case. 
An approach to a constant weight was manifest, but variations 
amounting to a milligram or more occurred, and with each successive 
iAmsaae of temperature the loss was accelerated. 2STo range oi tern- 
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perature could be found within which the salt remained perfectly 
constant. Thinking this might be due to the presence of a little 
ovalate, tho salt was treated a second time with excess of sulphuric acid 
strongly heated, and then again introduced with excess of sulphuric 
acid into the heating apparatus. The same phenomena were, however, 
repeated. In this case, therefore, it seems that some modification 
must be made in the method if it is to give trustworthy results, and 
differences in tho determinations of the atomic weight of didymium 
hitherto made are probably not entirely attributable to tbe variable 
character of the oxides employed, but due also to the readiness with 
which decomposition of the sulphate takes place. Whether the other 
earths of this group show similar variations remains to be seen. 
Possibly if the heating is done under reduced pressure, a range of 
temperature may be obtained even in this case. Of this, however, I 
am not able to speak at present. 

In determinations of the atomic weight of the elements named at 
the outset of this paper, it is believed that precision may be intro¬ 
duced by the use of the precautions suggested, and under such con¬ 
ditions the accuracy attainable should be of a much higher degree 
than has hitherto been the case. It only remains to be mentioned that 
in the calculations that have been made in the course of the paper, 
the atomic weight of oxygen has been taken as 15*96, and that of 
sulphur as 31*984. 


LXX .—The Action of Acetyl Chloride on Acetoximes . 

By Victor Meyer, Pb.D., and Arthur W. Warrington, B.Sc. 

Investigations of the action of acetyl chloride on the aldoximes and 
acetoximes have yielded many interesting results. Most aldoximes, 
when treated with this reagent, yield nitriles, according to the general 
equation— 

RCH : N-OH = RC 2 IT + H a O. 

Most acetoximes, on the other hand, yield acetates of the general 
formula— 

RiO : tf-0-C 3 H 3 0. 

Westenberger has shown, however, that the aldoxime obtained from 
terephthalic aldehyde is an exception to this rule, for, on treatment 
with acetyl chloride, it yields a very stable aceto-derivative. Farther, 
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camphoroxime was found by E. Nageli (Ber., 17, 806) not to yield an 
acetate, as might have been expected, but, like most aldoximes, an 
anhydride, which H. Goldschmidt and Zurrer (Her., 17, 2071) showed 
to be the nitrile of campholenic acid. The latter fact can only bo 
explained by supposing that camphor, as an additive product of the 
benzene series, contains hydrogen-atoms which resomble those of the 
aldehydes and aldoximes in the particularly exposed positions which 
they occupy. 

Now, the question suggested itself whether terephtkalic aldoximo 
and camphoroxime are the only exceptions to the above rules, or 
whether other aldoximes and acetoximes behave in an analogous 
fashion. 

F. Miinchmeyer (Ber., 20, 507), at the request of one of us, 
investigated the action of acetyl chloride on isophthalic aldoxime, 
and obtained not an acetate, as is the case with terephthalic aldoxime, 
but metadicyanobenzene; a difference in the behaviour of two such 
similar bodies which is at present quite inexplicable. 

In order to obtain a compound analogous to camphoroxime, and 
yet having a known constitutional formula, we prepared diisopropyl 
acetoxime— 

(OH 3 ) 2 CH'C(N-OH)-CH(CH3) 2 . 

This acetoxime contains two tertiary hydrogen-atoms, one on each 
side of the isonitroso-group. Richard Meyer has shown how readily 
tertiary hydrogen-atoms are attacked; and their position seems to us 
quite comparable with that of hydrogen-atoms added to the bonzeno- 
ring. 


Diisojpropyl Acetoxime . 

Diisopropyl acetoxime was prepared in the following manner:— 
25 grams of hydroxylamine hydrochloride and an excess of caustic 
potash were dissolved in a mixture of equal volumes of wator and 
alcohol, and the solution poured into a flask containing 25 grams of 
diisopropyl ketone (prepared by the distillation of calcium iso¬ 
butyrate). The flask was then connected with a reflux condenser, 
placed in a water-bath, and the contents heated for eight hours. The 
alcohol was then evaporated, the residual liquid diluted with water, 
and the acetoxime extracted with ether. After drying, the ether was 
distilled off and the oil remaining behind was purified by distillation. 

[(CH 8 ) 2 CH] 3 C0 + H 2 N-OH = [(CH^CHjjCIN-OH + H 2 0. 

Obtained in this way, diisopropyl acetoxime is a colourless liquid, 
laving a strong and characteristic odour. It boils between 181° 
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and 185°, crystallises in melting snow, and melts between +6° and 

+ 8 °. 

0*1555 gram acetoxime gave 14*4 c.c. N. t = 18*5°. P = 748 mm. 

Calculated. Pound. 

N. 10*85 10*48 

Action of Acetyl Chloride on Diisopropyl Acetoxime . 

The action of acetyl chloride on diisopropyl acetoxime differs 
according as the temperature is kept low or allowed to rise. In the 
former case, part of the acetoxime is attacked and an acetate is 
formed; in the latter, a substance is obtained which, on treatment 
with water, yields a crystalline compound, isomeric with the acet¬ 
oxime. 

If the acetoxime is added cautiously, drop by drop, from a sepa¬ 
rating funnel, to a large excess of acetyl chloride, and, as soon as all 
the acetoxime has been added, the liquid is poured into a mixture of 
ice and water, an oil will rise to tlie surface, having a pleasant 
ethereal odour, and resembling that to be described in connection with 
dipropyl acetoxime. 

If, however, instead of pouring the liquid into ice and water, the 
excess of acotyl chloride be driven off at 100°, and the residue heated 
for some time on the water-bath, the acetate is converted into a thick 
syrup, which is completely and readily soluble in water. When the 
aqueous solution of this substance is treated with an excess of strong 
caustic potash, an oil of an intense alkaloidal odour rises to the 
surface. The examination of this oil has yielded interesting and 
unexpoctod results. It has not a constant boiling point, and yet 
suffers but little decomposition on distillation. On standing, crystals 
separate from the oil; the separation of these crystals is favoured 
by spreading out the oil on largo glass dishes. The whole mass seems 
to solidify, but on filtration a considerable quantity of the oily mother- 
liquor is obtained. If the mother-liquor is again spread out more 
crystals separate. By repeating this operation, we succeeded in con¬ 
verting nearly all the oil into crystals; these were pressed between 
filter-paper, and crystallised out of lukewarm water. 

To our astonishment, the pure crystals had not the faintest odour. 
The intense alkaloidal odour must be ascribed therefore not to tb*e 
crystals, but to the oil, the last trace of which had only been removed 
by the recrystallisation. 

The new compound possesses exceedingly interesting properties. 
It forms beautiful, colourless, transparent needles, which are very 
soluble in ether and alcohol, and quite soluble enough in water for 
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the purpose of recrystallisation. It is very volatile; like naphthalene, 
it sublimes at the ordinary temperature of a room. It melts at 102°, 
and distils without the slightest decomposition at 210°. 

Ana lysis gave the following results:— 

I. 01587 gram substance gave 15 2 c.c. N. t = 21° 0. P = 
742*5 mm. 

II. 0*1344 gram substance gave 12*2 c.c. NT. t = 17° C. P =s 
754*5 mm. 

III. 0*2186 gram substance gave 0*5198 gram 00 2 and 0*2301 gram 

H 2 0. 

Found. 


Calculated for 

c 7 h 16 no. 

i. 

II. 

iii. 

. 65*12 

— 

— 

€4-94 

. 11*63 

— 

— 

11-74 

.. 10*85 

10*65 

10 53 

—- 


These numbers show that the new substance and the acetoximo 
used in its preparation, although their proper! ies are so different, 
have, nevertheless, the same percentage composition. The vapour- 
density of the new compound as determined in thymol vapour by 
C. and V. Meyer’s method, gave results showing that its molecular 
weight also is identical with that of the acetoxime. 

I. 0*0464 gram substance displaced 8*8 c.c. air. t = 24*5°. P = 
741*8 mm. 

II. 0*508 gram substance displaced 9*8 c.c. air. t = 24*5°. P = 
741*8 mm. 

III. 0*0396 gram substance displaced 7*55 c.c, air. t = 24*5°. P = 
741*3 mm. 


Vapour-den Bity Vapour-density 

calculated tor 0 7 H l6 N0. found. 

f 1. 4*70 

4*47 1 II. 4*62 

l III. 4*67 


What is the constitutional formula of the isomeride? It was 
thought that, as iu the case of camphoroxime and of most aldoximcs, 
the acetyl chloride had acted as a dehydrating agent, and that a 
compound having the following structural formula had at first been 
formed:— 

(CHj) 2 GH*C—C(CH 3 )a 

Y 

This would be a “metaniirile.” But as metanitriles are very un- 
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stable, it might be supposed that this hypothetical product recom¬ 
bined with water, and yielded— 

(CH 3 ) a CH*C (N"H) -C (CH 3 )a*OH. 

But the isomerido yielded no salts. Although it dissolved in acids, 
and on the addition of alkalis it readily separated out again, it did 
not yield any definite compound with hydrochloric acid, platinum 
tetrachloride, or sulphuric acid. An attempt was made to detect the 
presence of the imido-group by means of nitrous acid, bnt no nitroso- 
derivative could be obtained. 

Its constitution was at last ascertained by a study of the pro¬ 
ducts of its decomposition on continued boiling with concentrated 
alcoholic potash, or by heating it with concentrated hydrochloric 
acid in a closed tube. By either of these means it suffered decom¬ 
position, yielding only isobutyric acid and isopropylamine. After 
decomposition by hydrochloric acid, the isobutyric acid was driven 
over with steam, converted into the barium salt, and analysed. 

0*3405 gram of the Ba salt dried at 150°* yields 0*2574 gram 
BaS0 4 . 

Calculated for 

(C 4 H 7 0j) 2 Ba. Found. 

Ba. 44*07 44*43 

A small portion of the calcium salt was prepared. It was more 
soluble in hot than in cold water, and must therefore have been a salt 
of isobutyric and not of butyric acid. 

The isopropylamine was converted into the platinochloride, the 
analysis of which gave the following numbers:— 

0*5988 gram platinochloride gave 0*2260 gram platinum after 
ignition. 

Calculated for 

((CH^aCH-XH^^HaPtCla. Found. 

Pt. 37*74 37*17 

This decomposition, taken together with the results obtained by 
Ernst Beckmann (Her., 19, 992), in a recent investigation of the 
action of phosphorous pentachloride on diphenylaeetoxirae, leaves 
scarcely a doubt as to its constitutional formula. Beckmann, by 
the action of phosphorous pentachloride on dipbenylacetoxime, ob¬ 
tained a chloride, (CeH^CNCl, which on treatment with water 
yielded, not the original acetoxime as might have been expected, 

* According to Fittig (2 ?er., 13,1316), barium isobutyrate crystallises with Imol. 
H s O, which it loses at 150°. 
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bat an isomeride. The chlorine had changed place with the phenyl 


group. 

(0 6 h 6 )sO : n-oh + poi = cjavcci : n-CaH* 4- hoi + poci,. 

This chloride Beckmann identifies beyond a doubt with one discovered 
by Wallach (Annalen, 184, 1). On treatment with water, it yielded 
benzanilide, 

CaHa-COI I H-OsHs + HOH = CaHa-CO-NH-0 6 H 6 + HOI. 


In a similar manner, in diisopropyl acetoxime, the chain of carbon- 
atoms had been broken and relinked by nitrogen. Diisopropyl 
acetoxime had yielded 

Isopropylamide of isobulyric acid, the compound we have been 
describing. 


(CH) 2 CH 

(OH s ) i CH 


>0 : HOH yielded 


(CHOaCH-CO ^/CO‘OH(CII02 
(0H J ) 4 0H-NH > ^HH-0H(0H i ) a * 


As we have shown, the ether, 


(0H 3 ) 2 CH-C(H*0-0 2 H30)-CH(CH 3 )2, 

is at first formed, but what is the nature of the further reaction 
w hich takes place, resulting in the formation of isobutyryl-isopropyl- 
amine, we do not know. 

If the above views concerning the constitution of the isomeride be 
correct, it should be easy to prepare it synthetically from isobutyryl 
chloride and isopropylamine. This we succeeded in doing. 

The isobutyryl chloride necessary for this purpose was obtained 
from Kahlbaum, and the isopropylamine made by the reduction of 
ordinary acetoxime, according to the method lately published by 
H. Goldschmidt (Per., 19, 3232). 

An ethereal solution of isopropylamine combines with isobutyryl 
chloride to form a compound, which is identical with that obtained 
from diisopropylacetoxime in appearance, solubility, melting point, 
and chemical properties. 


(CH^CH-COCl + NHj-OH(OHj)i = ( ( o^oH-NH> + HCl 

Thus the question of the constitution of this compound may be 
considered settled. 

It has been observed that, besides the crystals of isobutyryl iso¬ 
propylamine there was also an oil formed by the action of acetyl 
chloride on diisopropyl acetoxime; this oil possesses an intensely 
ajkaloidal smell, and is possibly a derivative of pyridine. The nature 
of this oil will be the subject of further investigation. 
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Dipropyl Acetoxime. 

Dipropyl ketone, prepared by the distillation of calcium butyrate, 
was treated with hydroxylamine lake the iso-compound. 

The dipropyl acotoxime obtained was purified by distillation. It is 
a colourless liquid, boiling between 190° and 195% and it does not 
solidify in a freezing mixture. 

0-2059 gram yielded 19*7 c.c. ST. t = 15°-5 0. P = 746*3 mm. 

Calculated. Pound. 

N. 10*85 10-92 

Action of Acetyl Chloride on Dipropyl Acetoxime . 

In whatever way dipropyl acetoxime was treated with acotyl 
chloride, it always yielded an acetate. By allowing the acotoxime to 
drop into an excess of acetyl chloride, and boiling the mixture, in 
connection with a reflux condenser, all the acetoxime was converted 
into the acetate. After boiling, the mixture was poured into cold 
water. An oil of very pleasant odour rose to the surface; this was 
extracted with ether, the ether evaporated at about 50°, and the oil 
allowed to stand in a vacuum over sulphuric acid for several hours. 

0-2720 gram gave 18*5 c.c. N. t = 16°. P = 752 mm. 

Calculated for 

CsHy'CCN-O’CiHsOJ’OgHy. Pound. 

1ST. 8*00 7-91 

In conclusion, it may be stated that it seems that a reaction similar 
to the one by which isobutyryl isopropylamine was obtained from 
* diisopropyl acetoxime, only takes place when the acetoximo contains 
a tertiary hydrogen-atom. 

Methylisopropyl acetoximo and phanylisopropyl acetoximo (Battner, 
20, 506), 

(0H,) 2 0H-0(N0H)'0H 8 and (OH 3 ) a OH-0(NOH>OeH«, 

each containing a tertiary hydrogen-atom, behave like diisopropyl 
acotoxime when treated with acetyl chloride, while tho acetoximes of 
benzophenone and acetophenone, 

C 4 H,-C(NOH)-0«H fi and OaH5-0(3NOH)-OH 8 , 

which do not contain tertiary hydrogen-atoms yield ethers when 
treated with acetyl chloride, as has been shown by E. Spiegler and 
Battner respectively. 
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T/yTT —Note on an Improved Form of Apparatus for the Separation of 
Iodine, Bromine, and Chlorine, 

By M. Dechan, F.C.S. 

In a paper read before tbe Chemical Society last year (Trans., 1886, 
682), I gave a detailed description of a new method for the separation 
of the halogens iodine, bromine, and chlorine. In the apparatus figured 
in the paper above referred to, the use of cork fittings was a serious 
source of error, unless guarded against, as both tho iodine and 
bromine readily attack cork. In consequence of this, nothing like 
accurate results could be obtained until the exposed surfaco of tho 
cork became saturated with the bromine and iodine. With tho view 
of eliminating this source of error, I have had the apparatus, of which 
a sketch is given below, specially constructed. In tho improved 
apparatus, the use of cork is entirely dispensed with, the tubes being 
accurately ground to fit the distilling flask. I have also improved 
the arrangements so that a current of steam may be passed through 
the liquid undergoing distillation. This shortens very considerably 
the time necessary to complete the operation. 



The apparatus, D, IT, is that used when the distillation is performed 
in the ordinary maimer. The arrangement, A, D, L, 0 shows the 
apparatus fitted up so that the distillation may be conducted with the 
aid of a current of steam. The flask D should have a capacity of 
about 200 cc. 
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LXXII .—Notes on Anhydro-bases. L Mhemjltriamidonaphthalene. 

By Raphael Meldola, F.R.S., and I*. W. Stbeateeild, F.I.C. 

When a-acetnaphthalide is warmed in glacial acetic acid solution with 
tlie necessary qnantity of fuming nitric acid (2 mols. BDNTOs), a 
dinitro-derivative is obtained which on boiling with alkalis furnishes 
dinitro-a-naphthol (Liehermann and Hammerschlag, Annalrn , 183, 
272). The dinitronaphthylamine corresponding to these compounds 
is known to have the amido-group and one nitro-gronp in the 
homonncleal ^-positions, and the other nitro-gronp in the homonncleal 
/3- (ortho) position with respect to the NH 2 -group (Worms, Ber. y 1882, 
1813). This constitution is further established by the fact that the 
elimination of the KEC 2 -gronp by the diazo-reaction gives rise to the 
formation of a dinitronaphthalene (m. p. 144°) which when reduced 
yields a naphthylenediamine having all the characters of a meta¬ 
compound (Urban, Ber., 1887, 973). Although the constitution of 
these compounds is thus definitely settled, it seemed advisable to take 
advantage of the possession of a considerable quantity of dinitro-*- 
acetnaphthalide, which had been prepared in the course of former 
investigations, in order to give additional support to the established 
view of the relative positions of the substituents in this compound. 

Admitting the generally received formula as correct, it might he 
expected that on complete reduction an anhydro-base would he 
obtained which, as a representative of the amidated amidines, a class 
of compounds hitherto but little studied, might bo worthy of special 
investigation. Our experiments have shown that such an anhydro- 
base is formed, and the generally received formula), 



thus derive additional support, a conclusion of some interest in 
connection with the constitution of the naphthalene-derivatives, since 
a different formula has been assigned to dinitro-a-naphthol by P. 
Jacobson (. Inaug . Dm, Berlin, 1882), who comes to the conclusion 
that the nitro-groups are in the ortho-positions, j3 s , * 4 . 

Of amidated anhydro-bases ethenyltriamidobenzene, 


3 b 2 
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has been investigated by Hobrecker (Ber., 1872, 923) and later by 
Salkowski (Ber., 1877,1692). More recently othonyltiiamidotolneno 
has been thoroughly investigated by Niomentowski (Bi ;\, 1886, 
715). 

In order to prepare ethenyltriamidonaphthalene, dinitro-*-acet- 
naphthalide was mixed with a small quantity of alcohol and then 
warmed with tin and concentrated hydrochloric acid. A strong 
reaction soon commences, and when this is over the contents of the 
flask are kept boiling for about two hours. Tho alcohol was 
evaporated off and the tin precipitated as sulphide, the hydrochloride 
of the base remaining in the solution. In our first preparations, 
before the properties of the hydrochloride had been studied, we 
found it preferable to precipitate the base in the form of sulphate, 
this salt being extremely insoluble and remarkably stable. On 
adding dilute sulphuric acid to the solution of tho hydrochloride, tho 
sulphate immediately separates in the form of a pulp of minute, white 
needles which are almost insoluble in cold water and alcohol, and 
soluble only with great difficulty in boiling water. In later prepara¬ 
tions, when the sulphate was required, it was found that the insolu¬ 
bility of this salt enabled ns to separate it completely from the 
solution directly after reduction, without the previous removal of the 
tin, the latter being washed out by frequently treating the mass of 
crystals on the filter with water. In order to purify the sulphate for 
analysis it was washed into a beaker and warmed with water and 
ammonium carbonate. The free base being readily soluble in water 
passes into solution, and after filtration to remove insoluble impurities, 
is again precipitated by dilute sulphuric acid, the sulphate boing then 
collected and thoroughly washed with cold water. This treatment is 
repeated two or three times if necessary, until the sulphate dissolves 
in the presence of ammonium carbonate without leaving any 
residue. 

Analyses of tho snlphate showed that this salt contained water of 
crystallisation, and it was found that this water could not bo 
completely driven off even at a very high temperature. Thus 
0-3841 gram of one preparation heated for three houra at 220°, lost 
0*0044 gram, equal to 1-14 per cent. Above 220° decomposition 
begins to take place This circumstance, combined with the fact 
that the salt also tends to retain a small quantity of moisture which is 
given off at a comparatively low temperature (80—91°), has rendered 
it somewhat difficult to fix the exact composition, but the results point 
distinctly to the formula— 

ISTH** >0- 0H a) H 2 S O^HgO • 
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I. 0*1862 gram, allowed to dry for about two weeks in the air, gave 
0*3236 gram 00 2 and 0*0718 gram H a O. 

II. 0*0674 gram, dried in a vacuum over calcium chloride, gave 
0*1172 gram CO* and 0*0284 gram H 2 0. 

3H. 0*1391 gram, dried as in the last preparation, gave 0*2412 gram 
00 2 and 0*0552 gram H 2 0. 

IV. 0*1960 gram, dried as in the last preparation, gave 0*1451 
BaSO*. 

Found. 


Calculated for 

Calculated for 

r~ 

.A. 


-^ 


CttHu^HaSO^HjO. 

II. 

in. 

IV. 

O.... 46-00 

47-36 

47-39 47-42 47-28 

— 

H... 4-79 

4-60 

4-28 

4-68 

4-41 

— 

S.... 10-22 

10-52 

— 

— 

— 

10*16 


The combustions were all made in a platinum boat in a current of 
air passing over lead chromate, the last traces of carbon being burnt 
by the admission of oxygen. The retention of moisture is well shown 
by the specimen from which the third of the above combustions was 
made. 0*1833 gram of this preparation, after being allowed to dry in 
the air for a few days, gave 0*3057 gram C0 2 and 0*0746 gram HaO, 
corresponding to 45*48 per cent. C and 4*52 per cent. H. The same 
specimen, after drying in a vacuum over calcium chloride for some 
days, gave the results shown above for combustion 3$To. III. Confirma¬ 
tion of these results was obtained by burning another air-dried speci¬ 
men, of which 0*1597 gram gave 0*2730 gram C0 2 and 0*0642 gram 
H a O, corresponding to 46*62 per cent. C and 4*46 per cent. H. This 
specimen on drying lost 1*3 per cent, of its weight at 80—90° in 
3| hours (0*1762 gram lost 0*0023), the weight then remaining 
constant at 140—150° for two hours. The foregoing combustion, 
wbon corrected for this 1*3 per cent, of moisture, corresponds to 
47*24 per cent. C and 4*52 per cent. H. 

Putting the results in a tabular form for better Comparison- 

Corrected for 

1*3 per cent, loss Calculated for 
Air-dried. on drying. CjaHnN^HaSO^IIaO. 


C. 46*62 47*24 47*36 

H. 4*46 4*52 4*60 


[The carbon only need be taken into consideration, since the whole 
amount of hydrogen is so small that the differences may be fairly 
attributed to experimental error.] 

The evidence is thus in favour of the formula given above, the salt 
containing a half molecule of water which cannot be expelled. 

In ordor to prepare tbe hydrochloride, the dmitroacetnaphthalide 
was reduced as before, and after the removal of the alcohol by 
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evaporation, the tin was precipitated as sulphide, and the solution 
containing the hydrochloride of the base evaporated to the crystal¬ 
lising point. The crystals, after the removal of tho mother-liquor, 
were dissolved in a small quantity of warm wator, the solution 
filtered and the filtrate mixed with about an equal volume of strong 
hydrochloric acid. On standing for a day, the pure hydrochloride 
slowly separated in the form of thick, stumpy needles, arranged in 
stellate aggregations and of a brownish colour. 


I. 0*1067 gram, dried in a vacuum over calcium chloride, gave 
0*1901 gram CO a and 0*0479 gram H 2 0. 

II. 0*1061 gram, allowed to dry for some days in the air, gave- 

0*1888 gram C0 2 and 0*0486 gram H t O. 

III. 0*1692 gram (air-dried) burnt with lime gave 0*1674 gram 

AgCL 

IY. 0*1725 gram (air-dried) burnt with lime gave 0*1703 gram 
AgCL 

Found. 


Calculated for Calculated for f -*-\ 

C 12 H 11 N 3 ,2HC1,H 3 0. C w H n N 8 ,2HCl,llH 2 0. I. II. III. IT. 

c_ 50-00 48*48 48*58 48*54 — — 

H... 5*21 5*39 4*98 5*08 — — 

Cl... 24*65 23*90 — — 24*47 24*42 


The combustions were made, as in the ease of the sulphate, in a 
platinum boat in air and finally in oxygen, tho front part of the tube 
being packed with lead chromate. Nos. I and II wore different 
preparations. A remarkable circumstance in connection with this 
salt is the presence of a minute trace of some inorganic substance, 
which was invariably left in tho form of ash in tho platinum boat- 
This ash was present in all the specimens of tho hydrochloride, how¬ 
ever carefully purified by frequent crystallisation, in somo instances 
being quite unweighable, and in others making only a difference of 
at most 0*2 per cent, in tho carbon whon the ash was weighed, and its 
amount subtracted from the weight of substance taken. Tho above- 
analyses (I and II) were, however, made with preparations loaving no 
weighable amount of residue. 

The above results indicate that the salt contains 1£ mol. of water of 
crystallisation if (as we believe must be allowed) the greatest weight 
is given to the carbon determinations. When heated in the air the 
salt loses both water and hydrochloric acid, but the residue does not 
appear to have any definite composition, as will be seen from the 
following results:— 

0*1123 gram of a specimen dried at 80—90° until constant gave 
when burnt with lime 0*0934 gram AgCl, corresponding to* 
20*57 per cent, of Cl. ; 
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A furthei* quantity of tho same specimen was then hoatod at 
110—120° until constant, when 0*1088 gram gayo 0*0956 gram AgOl 
« 19*8 por cent. 01. 

The total loss of weight in this specimen was 22 21 per cent., boing 
made up of 10*08 por cent, at 80—90°, and 12*18 por cent, at 110— 
120°. This amount of loss corresponds approximately to that required 
by a reduction of the salt CuHnNTj^HOljl^HjO to CuHuN^HCl 
(calculated 21*3), but the residue, as shown by the amount of 01, 
cannot have tho latter formula, which requires 15 per cent, of 01. 
It is not improbable that these anomalous results are due to a process 
of oxidation which tho salt undergoes whon heated in the air, and to 
which further reference will he made subscqneutly. 

Tho above described salt was obtained, as already stated, by slow 
crystallisation. Having used up all our material in tho course of tho 
preceding oxporimonts, a fresh supply of dmitroacetnaphthalide was 
reduced as before, and tho hydrochloride propared in tho manner 
already described. In ilio course of tho purification of this salt by 
recrystallising from hydrochloric acid, it was obsorvod that tho 
separation of tho crystals could bo promoted by scraping tho sides o£ 
the beaker with a rod, or by briskly stirring tho cold solution. These 
crystals were white needles of a groator length and more slender than 
the brownish, stumpy noedles of tho salt previously propared, and 
analysis proved that thoy posso&hed a different composition, contain¬ 
ing only a half molecule of water. 


I. 0*1272 gram (air-dried) gavo 0*2423 gram OO^and 0*0001 gram 
H a O. 

II. 0*1646 gram (air-dried) burnt with limo gave 0*1699 gram 

AgCl. 

III. 0*1580 gram (dried in a vacuum over CaCl*) burnt with limo 

gave 0*1632 gram AgCl. 


Found. 


Calculated for f — -. 

0uIlnN8,2n0UU a 0. L 1 L 


0. 5L*(U 51*95 — — 

H. 8*01 5*25 — — 

01. 25*80 — 25*53 25*55 


In ordor to determine tho amount of water present in this salt, tho 
drying was effected in a JJ -tube immersed first in a water-bath and 
afterwards in strong sulphuric acid, a stream of dry hydrogen being 
allowed to pass over tho heated salt and then into Geissler bulbs 
containing weak alkali. 

0'1928 gram, heated at 100 s until constant in woight (2£ hours), 
lost 0*0052 gram = 2*7 por oent, 
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On continuing iho heating at 110—120° until constant (2£ hours) 
tho loss was 0*0066 gram = 3*42 por cont. Alter keeping for 
2^ hours at 130—140° tho loss was 0*0069 = 3*57 per cont. As the 
specimen soemod at this stago to Iiavo become constant in weight, the 
alkaline liquor in tho bulbs was tested for hydrochloric acid and found 
to contain a trace* It appears thereforo that the salt loses its water 
and a small quantity of its acid at the temperature employed:— 

Calculated for 

C 13 ir n N 3> 2H01,lH 2 0. Found. 

H 2 0 .. 3*22 per cent. 3*57 

In order to ascertain whothor oxidation takes place on drying in tho 
air, as we had reason to suspect from our previous exporionce with the 
more highly hydrated salt, tho current of hydrogen was replaced first 
by dry air and afterwards by moist air, the temperature being kept 
finally at 140° for three bouts. Tho various weighings which were 
made from time to time showed that tho salt was slowly increasing in 
weight, and therefore probably undergoing oxidation. Tho gain at 
the last weighing was 0*0020 gram = 1*07 per cont. upon tho 
anhydrous salt. The alkaline liquor in tho Geisslor bulbs on being 
tested showed that hydrogen chloride was being slowly given off. 

Another specimen of the hydrochloride was dried at 100° in a 
current of dry hydrogen until constant:— 

0*1715 gram lost 0*0045 = 2*62 per cent. 

This anhydrous salt gave the following results on combustion:— 

0*1222 gram gave 0*2371 gram CO* and 0*0560 gram 11*0. 

Calculated for 

0 ia H u N 8 ,2n01. Found. 


C. 53*37 52*91 

H. 4*81 5-09 


Tho hydrochloride is readily solublo in cold water but loss soluble 
in hydrochloric acid solution, Tho neutral aqueous solution of the 
salt undergoes slow oxidation on exposure to the air, ospocially on 
heating, with discoloration and the separation of a white, flocculont 
substanco. The formation of this product of oxidation takes placo 
more rapidly when air is blown through the warm solution, a fact 
which was brought to light in the course of some attempts to purify 
the salt by saturating its aqueous solution with hydrogen chloride. 
The salt is more stable in the presence of excess of acid. 

Stmnochloride .—The hydrochloride forms a stannochloride which 
separates out when the product of reduction of the dinitroacot- 
naphthalide by tin and hydrochloric acid is evaporated to the crystal- 
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Using point. It forms rosettes of white noodles, but appears to be 
stable only in the presence of excess of stannous cliloiide. As soon as 
the latter is removed and the crystals redissolved in water or hydro¬ 
chloric acid, oxidation takes place by atmospheric oxygon, the tin no 
doubt acting as carrior, and the wliito, flocculent oxidation product 
separates out. The salt was not therefore obtained sufficiently pure 
for analysis. 

Platinoohloiide .—On adding a solution of platinic chloride to a strong 
aqueous solution of the hydrochloride, a dull, whitish prc&pitato forms, 
and this is shown by tho microscope to consist of rosettes of needles. 
It dries to an ochrcous, crystalline powder, which is a platinochlorido 
of the base contaminated with a certain quantity of tho product of 
oxidation, the platinic chloride acting as an oxidising agent, a fact 
shown by beating tho mixod solutions before tho precipitate forms 
when a copious separation of tho white, flocculent substance takes 
place. 

0*1079 gram gave 0*0227 gram Pt as 21*0*4 per coni 

The formula 0 12 H’uN),2HCl,Pt0l4 requires 32 39 per cent., and 
(CuHnll^HClJfcPtCh roqniros 22*4 per cent, of Pt. 

Although tho analysis thus favours fcho latter formula, wo <lo not 
attach much woight to it on account of tho probably impure state of 
tho salt owing to tho oxidising action of the platinic chloride already 
roforred to. 

Z incochloride .—This salt was prepared by adding a solution ot zinc 
chloride to a strong solution of the hydrochloride and then mixing 
with an oqnal volume of strong hydrochloric acid. Tho salt 
separator in the form of whilo noodles which become silky on drying, 
and gradually acquire a pinkish colour ou exposure to tho air. 
Purification was offoctod by simply washing tho crystals on the filter 
with strong hydrochloric acid and finally with water. The salt was 
dried in a vacuum over calcium chloride. 

I. 0*1243 gram gave 0*1889 gram 00 4 and 0*0511 gram HA 
IL. 0*1226 gram burnt with lime gavo 0*1503 gram AgOl. 

111. 01389 gram, decomposed by heating with strong sulphuric 
acid, gave 0*0165 gram ZuO. 

Calculated for Caleulai c<l for 

(OwirnN^ilOD^nCl^O. (0 ia lI ll N J ,2llOl) fll Zu01 #l llH J O- 


0 . 41*49 40*96 

H. 4*03 4*12 

OL. 30*69 30*29 

Zn. 9*36 9*24 
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Found. 


I. II. ILL 

0. 41*44 — — 

II. 4-57 — — 

Cl . — 30*32 — 

Zn . — — 9*53 


This zinc salt does not part completely ■with its water at 200°, the 
loss at this temperatnre being only 1*24 per cent. 

Wo have not yet succeeded in isolating the free base, on account of 
its extreme solubility in w ater, and the tendency to oxidation which 
it shows in contact with the air. The solubility of the base in water 
is certainly a remarkable property, in view of the fact that the 
corresponding ethenyltriamidotoluene is almost insolublo in cold 
water (Niementow&ki, JBer., 1880, 720). If the sulphate or hydro¬ 
chloride is made into a paste with water and then sufficient ammonia 
added to combine with the acid, the free base at once dissolves and 
docs not separate on standing; neither is it extracted from its aqueous 
solution by other, benzene, or any other solvent. The aqueous 
solution gradually darkens and absorbs oxygen when exposed to tho 
air, especially when warmed, hut nothing separates in prosonco of froo 
alkali owing to the oxidation pioduct being of an acid character. In 
order to observe the formation of this product of oxidation to 
advantage, it is only necessary to warm a solution of the hydro¬ 
chloride for a few minutes with ferric chloride, when a white, 
flocculent precipitate forms, and this is seen undor tho microscope to 
consist of extremely minute, white needles. Tho product of oxidation 
is distinctly acid in character, dissolving in alkalis and being ropro- 
cipitatcd by stronger acids; it is insolublo in water and alcohol. Wo 
have not yet obtained a sufficient quantity of tho substance to enable 
us to dotormino its composition, but we propose to extend our investi¬ 
gations in this direction. 

An attempt was made to obtain an acetyl-dorivativo by boiling tho 
dry hydrochlorido with sodium acetate and acotic anhydride tor some 
hours, but no definite product was obtained, oxidation apparently 
taking place. Further experiments upon tho acetylisation of tho base 
will bo undertaken in tho course of these investigations, as the 
preparation of such a derivative promises to lead to interesting 
results in connection with the question of substitution in tho second 
p-(homonucleal) position in the naphthalene-ring. 

The NHa-group present in tho base is very readily diazotised. 
Thus by dissolving some of the sulphate in strong sulphuric acid, 
diluting with a little water and adding sodium nitrite, a solution of 
the diazo-sulphate was obtained which on being boiled with absolute 
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alcohol furnished a baso having all the properties of tlio ethcnyl- 
naphthalonodiamino first obtained by P. Jacobson (Per., 1881, 1794) r 
and afterwards more fully investigated by Prager (Per., 1885, 2161) 
and L oilman and JEtomy (Bor., 1886, 799). 

The diazo-salts of the baso readily enter into combination with 
phenols, &c., giving rise to a new class of azo-colours which we 
propose to investigate more fully. Of these the /3-naphthol compound 
has been prepared and examined in some detail. Its formula is 
doubtless— 


although we have not yet succeeded in obtaining it sufficiently puro 
for analysis. The compound is thrown down as a deep violet, floecu- 
lent precipitate on mixing the solution of the diazo-sali with an 
alkaline solution of /3-naphthol. This violet precipitate appears to 
be a sodium salt, as it becomes red on washing with dilute acid. 
The freo azo-compound dries to a bronzy-looking mass having great 
tinctorial power. It dissolves slightly in boiling alcohol, toluene, and 


glacial aceti c acid, more readily in boiling aniline, dimotbylanilino, 
and phenol. Its solutions in all these solvents are of a fino red 
colour, but it separates on cooling in au amorphous state, and wo 
have hitherto failed to obtain the substance in a crystalline form. It 
dissolves very i*cadily in alcoholic soda or potash with a red colour, 
and is precipitated by acids in a red, gelatinous state. Tho azo-com¬ 
pound, especially when freshly procipitated, is freely soluble in hot 
aqueous alkalis, a property which is not shared by any of tho non-acid 
azo-^-naphthol compounds, and is no doubt duo to tho presence of tho 
NH-group in tho anhydronaphtlialcno residue. It dissolves in strong 
sulphuric acid wiih a deep blue colour, becoming red on dilution. 

One other proporty of tho anhydro-baso desorvos notico in 
concluding. On adding an ammoniacnl solution of silver nitrate to 
an ammoniacal solution of tho base, a white, gelatinous proeipitato at 
cnee separates. This substanco gradually becomes darkened on 
exposure to light, and on being tested was found to bo a silver 
compound. Wo propose to mako this tho subject of further study. 

With respect to tho constitution of tho anhydro-baso two formula* 


are possible:— 


Nir*C.OIT a 


NirO-CUs 



* Or OH,-C<$“>O 10 H # .N<*£>O 10 II 8 [NH.O - 
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LOWE: DIBENZYL ETHER. 


Tho recent resoarelios of Niomontowski (Bor., 1887, 1874) render it 
most probable that tho two H-atoms, which aro oliminatod with tho 
oxygon of tho CO*CH 3 -group in tho formation of anhydro-basos, are 
both of tho samo NIL-group, and wo belie vo ihoroforo that tho first of 
those formvtlao is tho ouo representing tho constitution of tho base 
forming tho subject of tho present paper. 

Finsbury Teohiical College, 
July mh, 1887. 


LXXIII .—Bibenzyl Biker. 

By O. W. Lowu, Student in tho Owens College. 

Cannizzaro obtained this compound by heating benzyl alcohol with 
boron trioxido at 120—125° C.; he describes it as a colourless liquid, 
showing a faint indigo-blue fluorescence, and boiling between 310° and 
315°. He further found that when heated a few degrees above 315° 
it assumed a yellow colour, and was resolved into toluene and benz- 
aldehyde, a resinous hydrocarbon being formed at tho same time; 
consequently its vapour-density could not be determined. He added 
that he would endeavour to confirm its formula by synthesis, according 
to Williamson’s method; this, however, has not been done (Annalen, 
92,113). 

Limpricht obtained the samo compound, together with anthraoono 
and tho hydrocarbon Cu,H u (which afterwards was found to be benzyl- 
toluene), by heating benzyl chloride with water at 190°. It was 
formed only in small quantity; he analysod it, and stated that it boiled 
a little above 310° (ibid., 139, 313). 

Dibouzyl other being tho oxide of the most simplo aromatic alcohol 
radiclo, its farther investigation appeared of interest. At tho sugges¬ 
tion of Professor Schorlommor, I prepared it by tho action of benzyl 
chloride on sodium bonzylato. 

20 grams of sodium was dissolved in an ethereal solution of 
100 grams of benzyl alcohol; heat was applied towards tho end of 
tho reaction, care being taken not to for m any toluene. The white, 
pasty mass thus obtained was well mixed with 120 grams of benzyl- 
chloride, and gently heated in a flask provided with a reflux condenser. 
A rather violent reaction set in. The product, after being separated 
from ether and sodium chloride by distillation, was rectified over 
sodium and submitted to fractional distillation. It was found to 
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contain some toluene and bcnzaldohydc. By far the largest fraction, 
however, boiled at 295—298°, the whole mercurial column being 
surrounded by the vapour. Tho thermometer used had previously 
been found correct at the boiling points of water and naphthalene. 
As the following analyses show, this fraction consists of pure dibenzyl 
ether:— 


Substance. 

I. 0 0775 

H. 0*1615 

in. 0*1355 

Calculated. 

C u . 168 84*85 

H u . 14 7 07 

O. 16 808 


198 100*00 


CO* H 3 0. 

0 2400 0*0510 

0*5010 0*1060 

0*4205 0*0890 

Pound. 


8445 

84-60 

8462 

7-31 

7-29 

729 

8-08 

8-08 

808 

99 84 

99-97 

99 99 


Bibenzyl othor is a colouiless, very refractive liqnid, without fluo¬ 
rescence, and having a slight but porsistent odour of hawthorn 
blossom. It has a specific gravity of 1*0359 at 16°. The refractive 
index was found to be 1*5525 at the same temporaturo. This corre¬ 
sponds to a molocular refractive energy of 105*60. The calculated 
molooular refractive enorgy of dibonzyl othor is 105 4 (Bruhl, Liebig's 
Ann , 200,139). On distillation, a small portion is resolved into 
toluene and benzaldohyde, tho resinous hydrocarbon mentioned by 
Cannizzaro being formed at tho same time, but only in minute quantity. 
To obtain more of it, some dibonzyl othor was heated for three or four 
days at a temporaturo of 315°, when it assumed a yellow colour and a 
whito, flocoulont suhBtanco separated out. When distillod, traces of 
water camo over first, thou toluene. Tho boiling point rose slowly to 
132°, then rapidly to 179°, the boiling point of bonzaldehydo. When 
this had passed ovor, the iomporaturo rose to tho boiling point of 
dibonzyl other. A resinous residue was loft bohincl, bub the quantity 
was too small for analysis. 

When this research was almost completed, I found that JPiloti had 
commenced an investigation of the ethers containing aromatic alcohol 
radicles. Of these ho has described enmyl ether, or dicymyl othor, 
(OiHV CeH** CH 2 )A which ho prepared by the same method that I used 
for dibenzyl other. This decomposes on heating into cymono and 
cumaldehydo (Abstr., 1884, 776; Ber,, 18, Ref., 150), but tho decom¬ 
position seems to occur much more readily than in tho case of dibonzyl 
other. 
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LXXIV.— The Synthetical Formation, of Closed Carbon-chains. Pari II. 
(continued). On the Action of Trimethylone Bromide on the Sodium 
Compounds of MftyUc Acetoacetatc, Benzoyl acetate, Paranitro- 
bonzoylacetate and Acetonedicarloxylate. 

By W. H. Perkin, Jnn., Ph.D. 


In a paper on u Tetramethylene-derivatives, ’’ which I brought before 
the notice o£ the Society a short time sinco (this vol, p. I), I 
showed that when the sodium-dorivativo of ethylic malonato is 
digested with trimethylone bromido, otliylio tetramethylonodicar- 
boxylate is formed thus:— 


2 COOCA> CH1Ta + BrCH,CH,CH,Br = 

otooa>°<oS>° h ’ + 


Whilst engaged on these experiments, it seomod probable that if 
ethylic acetoacetato or benzoylacetato wore substituted for ethylic 
malonate, various tetramethylene- derivatives, of constitution similar 
to the above, might bo obtained. Thus, in the case of ethylic acoto- 
acetate, ethylic acetyltetramethylenecaiboxylate should bo formed:— 


2 COOC?H e > OHNa + BrCH»-OH l -CH J Br = 


CHj'OO 

OOOC*H| 


> 0 < 


ES> 011 * 


CH.-CO 

OOOOjHs 


^■CB* + 2NaBr. 


In a short account given of fhoso experiments {Bor*, 16, 1 787), 
it was assumed that the products thus obtained wore totramothylono- 
derivatives. Afior careful study, however, it was found that those 
substancos, from thoir decompositions and gcmoral reactions, must be 
quite differently constituted. Tho reaction between of hylic sodaceto- 
acotate and trimethylone bromido evidently takos place in two dis¬ 
tinct stages. 

In the first place 1 mol. of trimothylono bromide reacts with 1 mol. 
of ethylic sodacetoacotate, forming ethylic w-bromopropylacetoacetato, 
thus:— 


OOOOA >CHlira + BrOHj'OHj'OHgBr = 

COOC J H ) s > 0H ' 0H> ‘ 0Hs ‘ 0HaBr + N » Br - 
Ethylic w-bromopropylaootoacetate. 
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Tn the socond phase of the reaction this intermodiato product simply 
Ioros 1 mol. of hydrogen bromide, and is oonvortod into the compound 

OJIuOe 


COo6?H s > OH ' OHi ' OHj ' OHjBr = + HBr - 

Tliis change can take place in three different ways. 

(1.) The bromine-atom can combine with the hydrogen-atom of the 
second CH^-group, producing a substance of the formula 

ooo6*> OH - oa -° n;OH * 

(othylic allylacotoacetate). 

(2). The bromine-atom can combine with the hydrogen-atom of the 
CH-group, in which case othylic acctotctramethylonocarboxylaio, 

CHrCO. 0 ^OH 2 . 

C00C*H 6 >U< CH 2 >OJ:l * 

would be formed; or (B) othylic w-bromopropylacofcoacotato is first 
transformed into its labile form, 

OHj-C'OH 

OOOOsHj’O'OH/OHi'OHjBr ’ 

and Uion hydrogen bromide is eliminated according to tho equation— 
CHa-C-OH OH.-O-O—CHi 

OOOOjEj-C’CHj’CH/CHjBr ~ COOC^H J-ClI/cU, + HBr ' 


That tho substance produced in this reaction is: (1) not othylic 
allylaootoaeotato, is easily proved by directly comparing it with the 
latter compound, which can easily be prepared synthetically by 
treating othylic sodacotoacotato with allyl iodide, 

OOOcS> OHNa + = 

cooo!h!> ou ' c1Ij ' ch : GH * + NaL 


The greatest differences are found to exist between the two 
products, as will be shown iu detail further on. 

That tho compound O 0 H u Od is not othylic acotoiotramothylcnecar- 
boxylato is easily shown in the following way. JLf this substance be 
mixed with a concentrated solution of hydrogen bromide, it dissolves, 
and on standing is decomposed into alcohol, carbonic anhydride, and 
aootobutyl bromide, thus:— 
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CJEuOj + HBr + H„0 = OH J *OO-CH,-0H 4 -OH.-OiI,Br 

Acotobutyl bronudo. 

+ CO, + OJUOII. 

Now, if the substance C 0 HnO, bo ethylio ncototetramot 1 lyloneear- 
boxylate, this decomposition can only bo explained on the assumption 
that the totramotliylene-ring is first split by the action of the hydrogen 
bromide thus:— 

OOOOj£> 0 <ol> OH - + HBr- 0 ^>OH-OH,-Oa-CiaBr, 

in which case ethylic w-broxnopropylacotoacetate would first bo formed, 
and then be further decomposed into alcohol, carbonic anhychide, and 
aoetobutyl bromide. 

It has, however, been shown (this vol., p. 6) that the totramothyleno- 
ring is not split even when submitted for weeks to tho action of iho 
most concentrated solution of hydrogen bromide, and it is there foro 
necessary to assume that the product of tho action ot trimothylono 
bromide on ethylic sodacetoacetato is not a totramethylono-derivativo, 
but has the constitution 

CHa-C-O—OH* 

OOOOaHs'li'OH/l/Hi * 

This is shown still more clearly from the following decompositions. 

The ethereal salt, CJEThO*, when submittod to hydrolysis, is easily 
transformed into the corresponding acid, 0 7 H 10 O 3 . If this acid be 
now boiled with water for a few minutes, it is quantitatively decom¬ 
posed into acetobutyl alcohol and carbonic anhydrido, 

C 7 H 1(j O, = 00, + 0H,-00-0Ha*CH 3 -CIl,-CH,<0ir + II a O, 

a reaction which cannot bo accountod for on tho assumption that tho 
acid is a totramothyleno-derivativo. If tho acid, howovor, contain an 
oxygen carbon-chain, as represented above for its ethereal salt, this 
decomposition is very simply explained, as tho acid is then simply a 
carboxylic acid of tbe anhydride of acotobutyl alcohol, and naturally 
is decomposed on boiling with water iuto tins alcohol and carbonic 
anhydride. Tho reaction would then take place according to ilu> 
following equations:— 

CHa-C-O—CH* CH 8 -C*0H 

11 I + =j| ss 

COOH-C-CH, • CH a C00H-C-0H,-CH,-CH,'0H 

CHa-CO CH,*CO 

II = I + 00*. 

COOH-OH-OH*-CH a -CH a -OH OH 2 -CH*«CH*‘CH a -OH 
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With regard to the nomenclature of these and other similarly 
constituted substances, I would suggest that the fully saturated 
oxygen carbon-rings, of whioh these substanoos are derivatives, should 
bo named according to the following scheme j— 



Tetrone. Fentono, ifpxone. 

CH^OO—»CH. 


An acid of the formula II I would therefore be 

COOB/C »OH a *CH 

methyldehydrohexoneoarboxylio acid, [2 (2, 3), 3]. 

In continuing this research, experiments wero next made on the 
action of trimethyiene bromide on the sodium-derivative of ethylic 
bonzoylacetate, and it was found that in this case also tetramothylene- 
derivativos were not formod, Tho principal product of the reaction, 
an ethereal salt of the formula Q u H w 0 3 , evidently has tho constitu¬ 
tion— 

C 8 H 5 ’(>0~-~OH a 
COOC,H t .f>CH,-(W 


and is therefore ethylic pbenyldohydrohexonecarboxylate, [2 (2,8), 8J. 

Its formation is represented by an equation similar to that givon 
above for the formation of ethylio mothyldehydrohexonecarboxylate 
from trimothylene bromido and ethylio sodacotoacotate. This oan he 
provod in exactly tho same way as in the oaso of tho ethylio methyl- 
dohydrohoxonooarboxylato. If the ethereal salt, CmH m O,, be sub¬ 
mitted to hydrolysis, it is oasily oonvortod into tho corresponding 
acid, OijH lt Oj. This aoid when treated with a oonoontratod solution 
of hydrogen bromide is decomposed into carbonic anhydride and 
bonaoylbutyl bromide, 

0aH„O» + HBr =» 00, + 0 6 H 1 '00*On s >OH a -OH,'OIU3r, 

and when boiled with water it yiolds carbonio anhydride and benzoyl- 
butyl alcohol, 

0«H«0, + H,0 =» 00, + 0,H 5 <00'OH,-OH,-OH,-OH.'OH, 


roaotions whioh are the counterpart of those whioh ocour in tho 
formation of aootohntyl alcohol and its bromide from methyldehydro- 
hexonocarboxylic add and its ethereal salt as described above. It is 

VOL. li. 8 o 
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therefore evident that the acid, CuH u O,, must bo represented by the 
formula— 

C,H,*O0—OH, 

ooohAoh»-Ah, ’ 

and be termed phenyldehydrohexonecarboxylio acid [2, (2, 3), 3]. 

As will be shown in the experimental part of this paper, results 
similar to these were also obtained when ethylio paranitrobonzoyl- 
acetate was substituted in the above reaction. 

Experiments on the action of trimethyleno bromide on ethylio 
acetonedicarboxylato, which wore conducted with the kind permission 
of Professor H. v. Pechmann, were first initiated in the hope of 
obtaining hexamothylene-derivativos, thus:— 

COOC a H a -CHNa CHJBr OOOC 9 H 6 -OH*CHa 

Ao + Ah, = do Ah, + 2NaBr. 


Ao + 

I 

Ah, = 

| 

A 

I 

COOCja.-CHNa 

CH,Br 

oooo, h«-c: 


The further examination of the substances formed in this reaction 
has, however, shown that they are not hexamethyleno-dorivativefl, but 
that iu this case also hexone-derivatives result. It is most probable 
that this curious reaction takes place according to the following 
equation:— 

C00C 3 H B *CHNa 

Ao 4- BrCH a -OH J -CH*Br = 

COOCA-AHNa 

OOOOjHj-CHNa 

Ao + NaBr 

COOCya.-OH-OH.-OH.-OHjBr 
OOOOA-CH, OOOOJH.-OH, 

= A-ONa = A-O— OH, + NaBr. 

COOOJH,-A-OH,-OH,-OH,Br 0OO0,H,-{-0H»-0H, 


The product of this reaction is therefore ethylio mothyldehydro- 
hexonedicarboxylate, [2, (2, 3), w, 3]. That this is the case is easily 
proved in the following way:— 

Ethylio methyldehydrohexonedicarhoxylate when submitted to 
hydrolysis, is first transformed into its acid ethylio salt, Ci 0 H u O c . If 
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now this acid salt be distilled, it is decomposed into carbonic anhy¬ 
dride and ethylic mothyldehydrohoxonocarboxylate, which latter sub¬ 
stance is identical with the compound obtained by the action of 
trimothylono bromide on ethylic sodacetoacetato. This interesting 
decomposition is clearly exhibitod in the following equation:— 

COOH-CHa-C-O—CH a OHyO'O—CH a 

COOCaAoHj-Lh, ~ coooje»-Aoh»Ah» + °°" 

Hydric ethylic xnefchyldebydro- 
hexoncdicarboxylate. 

If this hydric othylic methyldchydrohexonedicarboxylate is treated 
further with alkalis, it is converted into the dicarboxylic acid, 
C 8 Hio 0 6 . This dicarboxylic acid when boiled with water is oasily 
resolved into 2 molecules of carbonic anhydride and acetobntyl 
alcohol, thus:— 

cooH’Ch 2 *o-o— cn a 

|| | +H s O = 200, + 

COOH-C-OH a -OH a 

OHs-CO'OHa-CH^OHa-OH/OH, 

Methyl dehydrohoxone- 
dicarboxylic acid. 


a reaction exactly similar to the formation of acetobntyl alcohol, and 
one molecule of carbonic anhydride from methyldehydrohexonemono- 
carboxylic acid described above. 

In the early part of this introduction it was stated that the reaction 
between trimebhylone bromide and the various sodium compounds 
employed could be also explained on the assumption that allyl-deriva- 
tivos were formed, and this would also explain several of the reactions 
of these substances. It is therefore nocessary to show that these 
compounds are not allyl-dorivativos. This is oasily done by com¬ 
paring first of all their physical properties with those of tho allyl 
compounds they might bo supposod to be identical with, thus 


Melting Point#. 


Mothy] dehydrohoxonocar- 

boxylic acid.. 

Phony Idol lydrolioxonccar- 

boxylic acid ... 

Ethylic wetliyldehydroll ox- 

onooarboxylato.. 

Ethylic phonyldchydrohcx- 

onecorboxylato .. 

Ethylio paranitrophenyldohy- 
drohoxonooarboxylate .... 
Paranitrophcuyldeliydrohex- 
onecarboxyhc acid. 


+ 0 ° 
50-60° 
62—63 
172° 


Allylaootoacotic acid...... 

Unstable. 

Allylbonzoylaoetic aoid.... 


Ethylic allylaoofcoacotate .. 

Oil. 

1 

! 

t 

& 

on. 

Ethylic allylparaaii roben- 

zoylaootato . 

Ally Iparanifcrobenzoylaoe- 
4^ Tf 

45—46° 

Unstable. 
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Boiling Points. 


Ethylic melhyldoliydrohox- 
onocnrboxylftto. 

*. 

S*2S_«2'7° 

Eihylic allyIncotoacntale *. 

213—2U 1 

100® 

AllyWot ono ............. 

128—130 

Phenyldchydrolioxone. 

288—260® 

Ailylaootophonono........ 

238 238 


It is thus seen that these two series of substances differ most widely 
from each other, and cannot possibly bo identical The same differ¬ 
ences become directly apparent on studying the chemical properties 
(see Ber., 16, 1797). 

The careful study of the physical properties of these substancos 
shows, however, that there are still soveral curious foots in connec¬ 
tion with them which require explanation. 

Thus whilst methyldehydrohexono (b. p. 109°) boils 20° lower than 
allylacetone (b. p. 128—130°), the othoreal salt of the carboxylic acid 
of methyldehydrohexono (ethylic metliyldohydrohoxonocarboxylatts 
b. p. 226—227°) boils 12 ° higher than tho ethereal salt of the carb¬ 
oxylic acid of allylacetone (ethylic allylacotoacoiate, b. p. 213—214°). 
The introduction of the same group, COOC 2 H 5 , has in the one case 
raised the boiling point 117°, in the othor easo only 84°. Again, as 
methyldehydxohexone boils nearly 20 ° lower than allylacetone, phonyl- 
dehydrohexone should boil at a lower temporaturo than allylacotopho- 
none, but it boils 20° higher. It is difficult to find an explanation for 
these discrepancies. 

The study of the magnetic rotation of these substances has also 
given very curious results. The magnetic rotation of mothyldo- 
hydrohexone is 6*074. Now, if *ethylic mothyldehydrohoxonccarb- 
oxylato be really the ethereal salt of tho carboxylic acid of methyl- 
dehydrohoxone, it should have a magnetic rotation differing from that 
substanoe by the value of tho group COOO|H fl —H. The value of 
this group is easily calculated by subtracting from the magnetic rota¬ 
tion of othylic malonato (7*410) tho magnetic rotation of ethylic 
acetate (4*462), when OOOO 3 H 4 —H ss 2*948. Or a value still more 
suited to tho case in point can bo obtainod by deducting the tnaguetic 
rotation of acetone (3*514) from that of ethylic acetoaootate (6*501) 
when COOC 2 H 3 —H = 2*987. In calculating the magnetic rotation 
of ethylic methyldehydrohoxoneoarboxylato we got methyldohydro- 
hexone (6*074) -I- COOOJis—H (2*987) = 9*061 = calculated mag¬ 
netic rotation of ethylic methylhydrohoxoneoarboxylato. But the 
value actually found was 10*069, a difference of one whole number 
from the calculated; this is altogether unaccountable. 

A further consideration which has perhaps some connection with 
this remarkable discrepancy is the following;—The magnetic rotation 
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of acotobutyl alcohol is 6'502, that of its anhydride, methyldeky dro 
hexono, is 6‘074. Therefore the loss of water involved in the forma¬ 
tion of the anhydride has reduced tho magnetic rotation by 0*428. But 
when acotobutyl alcohol is converted into its anhydride, it is supposed 
that the following changes take place 

CHa-OO-OH^OHa-OHa-OHaOH = 

CH 3 -0(0H): CH‘OH a -Ofi/CHaOH =s 
0H 3 *0: CH*C Ha*CH a *CHa 4- K*0* 


Now the diminution in magnetic rotation (0*428) can explain tho 
dehydration which occurs, but it does not account at all for tbe fact 
that mcthyldehydrohoxono is an unsaturated compound, in which case 
its magnetic rotation should be oxpeetod to be one whole number 
more, or about 7*074. Tho only theory which can be put forward at 
present to meet those difficulties is that methyldchydroliexone exists in 
two forms, namely, (at) magnetic rotation 7*074, as in othylic methyl- 
dohydrokoxonocarboxylato ; and (jS) magnetic rotation (5*074, ns in tho 
anhydride of acotobutyl alcohol. This would account for the high 
rotation of ethylic mothyldehydrohoxonecarboxylate which would be 
calculated thus: a-mothyldekydrohoxone (7*074) + OOOO a H*—H =» 
(2*987) = 10*061 = calc, magnetic rotation. This agrees with the 
number actually found=10 069. On distilling methyldohydrohcxone- 
carboxylic acid, some remarkable change must take place, tho 
a-mothyldehydrohoxone present in this acid being converted into the 
/3-modification. 

From these considerations it is evident that although tho constitu¬ 
tion of those various substances has boon explained in a satisfactory- 
way, from a chemical point of view, there are still several curious 
points of physical interest which arc at present unexplained. It is 
hoped that further experiment will throw some light on, and afford a 
satisfactory explanation of those physical difficulties* 

CII/O0-CH a 

JSthylio yldsliydrollcvonecarborylate, II I 

OOOOjHj-O’OH^OHa 

In tho preparation of this snbstanoo the following method has been 
found to give the best results i—23 grams of sodium is dissolved in 
250—270 grams of absolute alcohol. To this solution of sodic ethyl¬ 
ate, whom cold, a mixture of 130 grams of ethylic aootoacot&te and 
105 grains of trimethylene bromide is slowly added, the whole being 
well cooled during the operation. Tho clear solution formed is 
thon heated to boiling on a water-bath in a flask connected with a 
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to flux condenser. In a short time tho liquid becomes cloudy, owing 
to the separation of sodium bromide, and aftor about four hours’ 
boiling, tho reaction is usually at an end. Tn ordor to be sure of this, 
it is only necessary to mix a fow drops of tho solution with a little 
water, and test this with litmus-papor when, if tho decomposition is 
finished, the pioduct will show a neutwl reaction. Sufficient water 
is now added to dissolve aU the precipitated sodic bromide, and tho 
mass is extracted about three times with ether. The ethereal solution 
is then well washed with water, dried over calcic chloride, and the 
ether distilled off. The residual slightly yellowish-coloured oil, which 
should weigh 140 to 150 grams, is then submitted to careful fractional 
distillation. The following fractions are obtained:— 

100—170 = 8 grams. 

170—200 = 36 „ 

200—240 = 80 „ 

Residue = 6 „ 

The fraction 170—200 consists of regenerated othylic aeotoacetate, 
that boiling at 200—240° contains the ethylio methyldehydrohexone- 
carboxylate, and gives on further fractioning 45—50 grams boiling 
between 216—228°. This fraction is pure enough for ordinary pur¬ 
poses. 

Pure ethylic methyldehydrohexonecarhoxylate boils at 222—223° 
(720 mm.) and 225—226° (760 mm.). 

♦Analysis gave the following results:— 

I. 0*1519 gram substance gave 01142 gram HiO and 0*3528 gram 
CO,. 

II. 0*1808 gram substance gave 0*1833 gram H a O and 0*4201 gram 
CO,. 

Found. 

Theory. r -*- N 

0*H 14 O b . I. It. 


0. 63*53 per cent. 63*52 63*35 por cent, 

H . 8*24 „ 8*35 8*10 

O. 28*33 „ 28*13 28*46 


A vapour-density determination in anilino vapour by Hofman’s 
method gave— 

D. 6*21 

Theory, C 9 H 14 0 3 ........ 5*88 

Ethylio methyldehydrohexonecarboxylato is a colourloss oil having 

* In the samples used for analysis, the slight trace of bromine winch is almost 
invariably present in this ethereal salt when prepared as above, was first removed 
by treatment with zinc-dust and acetic acid. 
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a disagreeably penotrating, camphor-like smell. When cooled to 0° 
it solidifies to a white, crystalline mass which melts again at 9°. It 
is isomorio with othylic allylacetoacotate which boils at 213—214° 
(sec p. 708). As this product of the reaction of trimethylene 
bromide on ethylic acetoacetate was thought to be of special interest, 
a very pure sample was carefully prepared and submitted to physical 
examination. The determinations of the specific gravity and mag¬ 
netic rotation of this substance, which were performed by my father, 
gave the following results:— 

I. Sp. gr. determinations 

Preparation I. Preparation II. 

<£*! = 1-06457 = 1-06840, 

15 15 

= 1-05840 dg£ = 1-06470, 

d 25» = 1 ' 0G137 - 
Magnetic Rotations. I. 


t. Sp. rotation. Mol. rotation. 



1-1512 

1-1473 

1-1405 



15-6 1-1472 30-180 

15-8 1-14.50 10-167 

12 0 1 -1561 10 240 

12-0 1-1531 10*212 

12 0 1 -1517 10 200 

14-1 1*1498 10 195 


Magnetic Rotations. II. 



20*4 

18*8 

18*8 

18*8 

16*7 


Sp. rotation. Mol, rotation. 



16*7 1*1488 10*123 


16*7 1*1444 10*128 

180 1*1428 10-123 
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Dr. Gladstone lias kindly determined the refraction equivalent of 
thoso preparations, together with that of the isoraorie othylio ullyl* 
acctoacetate. He gave mo the following account of his results 


Preparation I 



Temp. 

/*A. 

/*D. 

ftL 

Spoeiilo 
ref mo¬ 
tion. 

Specific 

disper¬ 

sion. 

Refrac¬ 

tion 

equiva¬ 

lent. 

Ethylic mothyldo- 
hydrohoxonocor* 
boxylato ........ 

18 

1-4743 



: 

0‘444C 

0*0314 

75-58 

Ethylic allylaceto* 








acetate.«... 

13*5 

1-4366 



0*4383 

0*0210 

74-51 


“ If we take Landolt’s values for the three olomonts, CdIThO^ should 
be 72 2. Now bodies belonging to the allyl series are about 2*0 above 
normal, which fairly accounts for the value of othylio allylacotoaootato. 
The ethylic methyldehydrohexonocarboxylate is evidently of higher 
refraction and much highor dispersion, suggesting tho presence of a 
still larger proportion of carbon in a highly refracting condition.** 


Preparation II. 


■ 

Sp.gr. 




Observed. 

Calculated. 

1 


flj). 

ft* 

Rof. eq. 

At 

I)isp. eq. 
II—A. 

Rof. oq. 
A. 

J-Hsp. eq, 

11-A. 





1*5038 

76*20 

5*80 

72-2 

8*20 


“This agrees substantially with tho previous specimen both in 
refraction and dispersion. The figures are very high, and 1 do not 
know how to interpret them.” 

In spite of the close agreement in magnetic rotation of theso two 
preparations, it was thought, for reasons which aro explained in tho 
introduction (p. 708), that these numbers must still be considerably 
too high, and that the substance prepared in tins way was not pure 
enough for physical measurements. 

A very pure sample of ethylic methyldehydrohexonocarboxylate 
was therefore prepared from the silver salt of tho acid by vnaff-TH of 
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ethyl iodide. In doing this 50 grams of ethylic mothyldchydro- 
liexonocarboxylate (b. p. 224—228°) were lxydrolysod by boiling for 
four hours on a wator-bath with 40 grams of pure potash dissolved in 
pure methyl alcohol. The alcohol was thon distilled off, first on a 
wator-bath and thon over a naked flame, and the resulting nearly 
colourless solution carefully acidified in the cold with very dilute sul¬ 
phuric acid (1: 6). In this way, tho mothyldohydrohexonocarboxylic 
acid was thrown down as a beautifully white, crystalline precipitate, 
which after collecting, well washing with water, and drying on a 
porous plate, was obtainod as a colourless, crystalline powder, melting 
at 118—119°. This was dissolved in dilute ammonia, the solution 
oarefully neutralised with nitric acid, and precipitated with nitrate 
of silver* Tho silver salt after washing and drying over sulphuric 
acid iu a vacuum was mixed with an excess of ethyl iodido, dissolved 
in ten times its volume of pure dry other, and boiled for four hours 
on a water-bath* The precipitated iodide of silvor was filtered off 
from the ethereal solution, and washed two or three times with pure 
ether. The filtrate was then shaken with a little sodic carbonate 
solution, driod over pota&sic carbonato, and tho ether distilled off, 
when an almost colourless oil remained, which on twice refractioning 
boilod constantly at 226*5—227° (760 mm.), and gave tho following 
result on analysis 

0*1663 gram substance gave 0*1238 gram H a O, and 0*3864 gram 

CO a . 

Theory. Found. 

0 . 63*53 per cent. 63*37 per cent* 

H. 8*24 „ 8*27 

0. 28*33 „ 28*36 

Tho*determination of tho magnetic rotation of this preparation 
gavo the following results:— 

Sp. fft. djjj = 1-0744 dJJ = 1-06C0, 

= 1-0096 = 1-0626. 

Magnetic Eolation . 
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The number 10*069 (which agrees fairly well with that obtainod by 
tho other measurements) is probably tho true magnetic rotation of 
ethylic methyldohydrohoxoncoarboxy lato. 

Ethylio methyldohydvohexonocjirboxylato doos not combine with 
phonylhydrazine. In order to prove this, 4 grams of tho pure otboroa l 
salt were mixed with 3 grams of phonylhydrazino and gently boated 
on a water-bath for half-an-honr. The product, which was a com¬ 
paratively limpid mass, was distilled in steam until no more oil* came 
over, and the distillate oxtraoted several times with ether. Tho 
ethereal solution after drying over calcic chloride and distilling off the 
ether deposited 3 grams of a slightly yellowish oil, which on distilling 
proved to be unchanged ethylic methyldehydrohexonecarboxylato. 

When the experiments on tho aotion of trimethylene bromide on 
ethylie sodacetoacetate were first instituted, it was very important to 
show that ethylic methyldehydrohexonecarboxylate did not contain a 
hydrogen-atom displaceable by sodium, i.e., that it was not a mono- 
substituted ethylic acetoacetate such as ethylic allylocetoaoetate, 

CHs-CO 

cooo 2 h 6 -ch-ch 2 -ch : ch* 

This was determined by treating 10 grams of the pure ethereal salt 
with 1*4 grams of sodium (as sodio ethylate) and 7*6 grams of benzyl 
chloride. After heating on a water-bath for some hours, the product 
was found to consist of a mixture of benzyl ethyl ethor, 

0 6 H 5 -0H*-O-C a H5, 

and unchanged ethylic methyldehydrohexonecarboxylate. 

A few experiments were also made on the action of phosphorous 
pentachlorido on ethylio methyldehydrohexonecarboxylate* 

35 grams of the pure ethereal salt was mixed with 70 grams of 
chloroform and then 45 grams of phosphorous pentachlorido slowly 
added. After each addition of tho pentachloride, vigorous reaotion set 
in, which had to be moderated by careful cooling. Towards tho end 
the whole was warmed gently, mixed with water to decompose tho 
phosphorous oxychloride and unchanged pentachlorido, extracted 
with ethor, and the ethereal solution washed with dilute sodio carbo¬ 
nate. On distilling off tbe ether and ohloroform, a colourless oil 
remained behind, which after repeated fractioning under roduoed 
pressure (200 mm.) boiled constantly at 212—215°. 

Two chlorine determinations gave the following results, agreeing 
with the formula CsHisOaCl:— 


* Only traces of phenylhydrazine were carried over during tho oporation. 
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I. 0*2883 gram substance gave 0*2103 gram AgCL 

11. 0*3681 „ „ 0*2745 „ 


Found. 1. 18*05 

II. 1845 

Theory. C 9 H X AC1 . 18*83 


As this substance has not been further examined, no idea can bo 
formed as to its constitution. 


CHa-C-O—CH* 

Methyldehydrohexorwcarboxylic Acid , || I . 

OOOH-C-CHa-OHa 

This acid is easily obtained from its ethylic salt by hydrolysis with 
alcoholic potash. The fraction boiling between 215° and 230° is mixed 
with a fairly concentrated solution of alcoholic potash (containing twice 
the theoretical quantity of KOH) and boiled on a water-bath for six 
hours. Tho alcohol is then distilled off, the residue dissolved in a 
little water, gently evapoi*ated on a wator-bath to get rid of the last 
traces of alcohol, well cooled, and acidified with diluto sulphuric acid. 
In this way methyldehydrohoxonocarboxylic acid is precipitated as 
a beautifully white, crystalline mass, which after collecting, well 
washing with cold water, and drying on a porous plate, is nearly 
pure. 

To obtain the pure acid, this product is dissolved in a little boiling 
benzene or light petroleum (b. p. 70—90°), from which solution it 
crystallises on cooling in beautiful, colourless needles. 

Analyses. 

I. 0*1964 gram substance gave 0*1254 gram H a O and 0*4252 
gram 00*. 

IL 0*1803 gram substance gavo 0*1154 gram H a O and 0*3894 
gram 00*. 

III. 0*2191 gram substance gave 0*1402 gram H a O and 0*4768 
gram 00a* 

Theory. 

o 7 n w o a . 

0. 59*15 per cent. 

H. 7*05 „ 

0 . 83*80 „ 

Methyldohydrohoxonecarboxylio acid melts at 119°, but decomposes 
at a somowhat higher temperature into carbonic anhydride and 
methyldehydrohoxone, as will be described later on. If, however, 
a small quantity of the acid is rapidly heated in a test-tube, it distils 


Found. 

i. n. n?. 
59-05 58-90 59 35 
7-09 7-11 7-41 

33-86 33-99 33 24 
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almost without decomposition, and solidifies on the cooler portions 
of the tube in boauliful, lcaf-liko crystals. It is easily soluble in hot 
benzene, light petroleum, alcohol, chloroform and ether, but more 
sparingly so in these solvonts in the cold, When mixed with hot 
water, it dissolves readily, and the solution, if rapidly cooled, de¬ 
posits the greater part of the acid in beautiful, colourless needles. 
On boiling with water, methyldehydrohexoneearboxylic acid is rapidly 
decomposed into carbonic anhydride and acetobntyl alcohol (sec 
p. 718). In alkaline solutions this acid is very stable, and can bo 
boiled for horns with strong potash without any apparent decomposi¬ 
tion. 

When heated at 200° with strong aqueous ammonia, it is split up 
into carbonic anhydride, acotobatyl alcohol, and a volatile bast', 
which from its odonr and reactions would appear to bo a derivative 
of pyridine, 

I have not further examined this base, but from its method of 


preparation it is probable that it is closely related to the interesting 
base obtained by Lipp (2?er., 18, 3282) by treating othylie «>-bromo- 
CH**COCH*COOCbH s 


propylacetoacotate, 


rCH/OHaBr 


, with alcoholic ammonia. 


Methyldehydrohexonecarboxylic acid dissolves easily in concontratod 
aqueous solution of hydrogen bromide (sp. gr. 1*83), and if the solu¬ 
tion be quickly extracted with ether, a brominated acid is obtained, 
which, however, is very unstable and cannot bo obtained in a pure 
state; but if the acid solution be allowed to stand at ordinary tempe¬ 
ratures, carbonic anhydride is slowly evolved, and if after some 
hours water be added, a heavy oil is pioripitatod; this, after 
extracting with other, seemed to bo noarly pure acotobutyl bromide, 
On 8 -COOH/On^CJH a -CH ± Br (soo p. 72L), 

When exposed to the vapour of bromine, me thyld ohy diohoxonc- 
carboxylio acid appears in ihe first case to form an unsialric additive 
product. By the further action of tho bromine, substitution takes 
place with evolution of hydrogen bromide. 2*036 grams of acid, after 
standing in an atmosphere of bromine for two days had taken up 
4*767 grams of bromine = 234 per cent, calculated for tho equation 


<3rH*A 4* 4Br* = CyHeB^Oa + 4HBr ss 232 por cent- 


The product of this reaction was a thick, uninviting syrup, which 
could not be obtained in a crystalline form, and therefore was not 
analysed. 


Balts of Meihyldeh ydrohexoneca/rboxylk Adi. 

Amnumtm Salt —To prepare this salt tho pure acid is dissolved 
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in a alight excess of ammonia, and the solution allowed to evaporate 
to dryness over sulphuric acid in a vacuum. It is a white, crystalline 
solid, very easily soluble in water. 

iSilver Salt, CvIIoOjAg.—If silver nitrate is added to a neutral 
solution of ammonium mothyldehydrohexonecarboxylate, a white, 
crystalline precipitate of the silver salt is thrown down. This, after 
collecting, well washing with water, and drying over sulphuric acid 
in a vacuum, gave the following numbers on analysis:— 

L 0*2097 gram substance gave 0*1010 gram H 2 0, 0*3705 gram 
CO*, and 0*1299 gram Ag. 

II. 0*4068 gram substance gave 0*2027 gram Ag. 



Theory. 

Found. 

r ^ 


CylloOjAg. 

I. IL 

0 . 

. 33*73 per cent. 

33*64 — per cent. 

H ... 

. 3*62 )) 

8*74 - 

Ag... 

. 43-37 „ 

43*24 43*41 „ 

O .... 

. 19-27 „ 

19*28 — 


This silver salt dissolves fairly easily in boiling water, and crystal¬ 
lises on cooling in beautiful, leafy tufts. It is very stable, and is only 
very slowly decomposed on boiling with water or exposing to light. 

Copper Salt —Copper methyldehydrohoxonooarboxylate is precipi¬ 
tated on the addition of cupric sulphate to the neutral solution of the 
ammonium salt as a light-green, amorphous precipitate almost insoluble 
in water. It was collected, well washed with water, and dried over 
sulphuric acid in a vacuum. 


Analyses. 

I. 0*3337 gram substanco gave 0*0720 gram CuO. 
II. 0*4020 „ „ 0*0870 


On 


Found. 



17*22 17*28 p.c. 


Theory. 

( 07 TTA)* 0 u + H;O. 
17*42 p. c. 


This copper salt, therefore, appears to contain 1 mol. H a O. TJn- 
fortunnfcoly this could not bo determined by a direct experiment, as 
the salt when heated begins to decompose at 90—100°. 


Action of Water on MethyldetydrohexoneccirboxyliG AM. Formation 
of Aceiobntyl Alcohol , CH $ *CO*CH**CH a *CH**CH a *OH. 

Whon recrystallising methyl dehydrohexonecarboxylic acid from 
hot water, it was notioed that if the boiling was carried on for any 
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length of time carbonic anhydride was evolved, and on cooling no 
crystals separated out. As the decomposition of tho acid, which 
evidently takes place here, might throw some light on its constitution, 
it was carefully studied. 20 grams of tho pure acid was boiled with 
70 grams of distilled water in a vessel, provided with a reversed con¬ 
denser, the end of which was connected with a flask containing baryta- 
water. The acid slowly dissolved with evolution of a considerable 
quantity of gas, which on passing through the baryta-water instantly 
caused the precipitation of baric carbonate. Afier boiling for about 
half an hour no more gas was given off, and the reaction was com¬ 
plete. The solution now contains acotobntyl alcohol, which is ex¬ 
tracted in the following way. 

The colourless liquid, after filtering, is treated with anhydrous 
potassic carbonate until thoroughly saturated, and allowed to stand 
for a short time, the greater part of the acetobutyl alcohol has 
then separated as a thick oily layer on the surface oJt the liquid. 
This is extracted ten times with ether, tho etheroal solution dried 
over potassic carbonate, filtered, and the ether distilled off. Tho 
residue, which consists of almost pure acetobutyl alcohol, on rapid 
distillation passes over between 226—227°, almost without decompo¬ 
sition. On analysis the following results were obtained:— 

I. 01974 gram substance gave 0‘1834 gram H 4 0 and 0*4497 gram 
CO* 

II. 0*1711 gram substance gave 0*1480 gram HaO and 0*4042 gram 
CO* 


Theory. 

CH^CO-OHs OHa-OHs-CIIs OH. 
O .... 62*07 per cent. 

H- 10*84 „ 

O.... 27*59 


Found. 


62*12 62*21 per cent. 

10*83 10*09 „ 

27*55 27*70 „ 


Acetobutyl alcohol is a thick, colourless oil, which distils at 226— 
227° (760 mm.), with tho formation of traces of an anhydride, probably 
methyldehydrohoxono. It mixes with water in all proportions, form** 
mg a solution of burning but slightly sweet taste. It does not reduce 
ITehling’s solution, or an ammoniacal solution of silvor oxide in the 
cold. On warming with these reagents, a very slow reduction takes 
place in the case of tho Pehling’s solution, but the silver solution is, 
on the contrary, very quickly reduced, a bright mirror being formed 
on the sides of the vessel containing it. 

Phenylhydrazine hydrochloride, dissolved in a solution of sodic 
aoetate, produces at first a turbidity only on the addition to an 
aqueous solution of acetobutyl alcohol; in a short time, however, the 
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phenylhydrazino compound separates out in large, yellow, oily drops. 
Sovoral attempts were made with the object of obtaining this inte¬ 
resting substance in a crystalline condition suitable for analysis, but 
without success. 

When mixed with concentrated nitric acid, acotobutyl alcohol is 
not attacked in the cold; on warming gently, a dark pink coloration is 
first formed, and on farther heating oxidation rapidly sets in, torrents 
of red fumes being evolved. 

An aqueous solution of acetobutyl alcohol, if treated with iodine 
and potash, gives quantities of iodoform. 

Acetobutyl alcohol has been subjected to physical examination by 
my father, with the following results:— 

Sp. gr. d£ = 0-99771, 

45 as 0-98947, 

10 

■ = 0-98270. 


Magnetic Rotations. 


t. 

Sp. rotation. 

Mol. rotation. 

19-6 

0*99101 

6-402 

19*5 

0*9972 

G*535 

17*5 

0*0969 

6*604 

17 B 

0*0960 

6*498 

18-5 

0*9953 

0*502 


From its method of preparation, and the numbers obtained as its 
magnetic rotation, there can scarcely bo a doubt that the acetobutyl 
alcohol described above really has the constitution assigned to it, but 
as it was most important in explaining the constitution of these 
mothyldohydrohoxouo-dorivatives to bo perfectly certain on this point, 
it was thought that some additional evidence of its constitution was 
necessary. 

If acetobutyl alcohol wore oxidised with chromic acid, the first 
product which should result would be aceiobutyric acid, thus:— 

CHs^OO’OHa’OHa'OHa’OHs'OH + 0* 0 

CHa-CO’CHa’CHa-CHa-OOOH + H»0, 

and on further oxidation with aa excess of the oxidising agent, acetic 











720 


PERKIN: THE SYNTHETICAL FORMATION 


and succinic acids should be formed, according to PopofFs rule 
(Annalen, 161, 285)— 

OHs*CO*OHi*OH 3 *CHa , OH2*OH + 50 = OH 3 -OOOH + 

COOH*CHa'OH**OOOH + H a O. 

Acetobutyric acid has been prepared by Wolff (Annalen, 216,129), 
who describes it as a thick, oily liquid, boiling at 274—275°. 

On oxidising acetobutyl alcohol with the calculated quantity of 
chromic acid and sulphuric acid, I obtained an oily acid which 
possessed all the properties of acetobutyric acid. As, however, with¬ 
out working with large quantities of acetobutyl alcohol it would have 
been difficult to prove definitely the identity of the two acids, it was 
thought more satisfactory to examine the end products of the oxida¬ 
tion of this alcohol. To this purpose 4 grams of pure acetobutyl 
alcohol was dissolved in 20 grams of water, and then slowly mixed 
with a slight excess of a solution of potassic dichromate in dilute 
sulphuric acid. As soon as the oxidation, which set in at once, was 
complete, the product was submitted to distillation in steam until the 
condensed water showed neutral reaction. The distillate was then 
digested with a slight excess of baric carbonate, filtered, and the 
filtrate evaporated to dryness, when a considerable quantity of a white 
residue remained. On the addition of silver nitrate to a clear solution 
of this salt in water, a beautiful, crystalline salt was thrown down, 
which possessed all the properties of acetate of silver. It was filtered 
off, washed with water, dried over sulphuric acid in a vacuum, and 
analysed, with the following result:— 

0*4657 gram substance gave 0*3010 gram Ag. 

Theoiy. 

OH 8 *OOOAg. Found. 

Ag. 64*66 64*64 per cent* 

Acetic acid was therefore one of the products of the oxidation of 
acetobutyl alcohol. 

The residue remaining in the retort, after distilling off the acetic 
acid, was made slightly alkaline by the addition of caustic potash, 
well boiled until all the chromium had been precipitatod, the precipi¬ 
tate filtered off and Washed. Tho filtrate was then rendered slightly 
acid with dilute sulphuric acid, evaporated to dryness on a water* 
bath, and the finely powdered residuo extracted several times with hot 
alcohol. The alcoholic solution was evaporated, the dry residuo again 
extracted with alcohol and evaporated, when a white, crystalline sub¬ 
stance was obtained, showing all the properties of succinic aoid. After 
once recrystallising from water, colourloss crystals were obtained, melt¬ 
ing at 180—182° / (sucoinic acid 180°). The solution in water gave, on 
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tho addition of ferric chloride, the characteristic, brown-red prccipi- 
tato. In order to prove that this acid really was succinic acid, it was 
heated in a small retort for some time to its boiling point, and then 
distilled. After reheating and redistilling, a colourless mass of suc¬ 
cinic anhydride was obtained, melting at 118—119°. This was 
further characterised by conversion into succinylfluorescein by heating 
with resorcinol. 

The end products of the oxidation of acetobntyl alcohol are there¬ 
fore acetic acid and snccinic acid, a proof that this substance has the 
formula CH 3 -GO-CH 2 *OH 2 *OH 2 -CH 2 -OH. 

Under the name acetobutyl alcohol, a substance has already been 
described by Lipp (Her., 18, 3280), who prepared it by boiling ethylic 
a-bromopropylacetoacetate with dilute hydrochloric acid— 

CHs-CO-OH-CH a -CH a -OHJ3r 

I + 2H s O = 

COOC 2 H 5 

0H/00-CH a -0H^0H a *0H a *0H + HBr + C*H 6 -OH + CO a . 

Lipp describes it as a fairly mobile oil, smelling of camphor and 
boiling at 154—155° (718 mm.), whereas tho acetobutyl alcohol 
obtained by me was a thick, almost odourless oil, boiling at 226—227°, 
or as much as 70° higher than Lipp’s substance. 

As acetobutyl alcohol undoubtedly should be formed by the reaction 
usod by Lipp, it is probable that he has made some slip in describing 
this substance. This is the more likely from the fact that the reduc¬ 
tion product of this alcohol, hoxyleno glycol, 

OHj'OH(OH) *CH i 'On a 'OH a *OH a , OH, 

as proparod by Lipp, has approximately tho same boiling point as 
that obtained by mo from iny acetobutyl alcohol. 

In ordor to render moro complete theso experiments on tho decom¬ 
position of methyldohydi*ohoxouocarboxylic acid, by boiling with 
water, some quantitative determinations of tho amount of carbonic 
anhydride produced during tho reaction havo bmn made. A weighed 
quantity of pure acid was boiled with wafW in a WUrtz flask 
connected with a reflux condonsor, and tho carbonic anhydride 
evolved, after passing through a drying-bottle containing sulphuric 
acid, collocted in a Goisslcr’s potash-bulb. At tho end of tho opera¬ 
tion tho carbonic anhydride still loft in tho apparatus was swept out 
by moans of a current of air, free from carbonic anbydrido, and tho 
potash-bulbs, after standing for some time, weighed. Two experi¬ 
ments wore mado with the following results:— 

VOL. LI. 3 D 
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I. 3*1042 grams substance gave 0*9441 gram 00*. 

II. 2*7940 „ „ 0*8500 

Found. 

Theory. L IT. 

OO*. 30*98 30*44 30*43 per cent. 


The amount of acetobutyl alcohol formed, as determined by satu¬ 
rating with carbonate of potash and repeatedly extracting with other, 
was found in the two experiments to be about 4*2 grams, whereas the 
calculated amount is 4*81 grams. 

It is therefore seen that the decomposition of the acid into aceto¬ 
butyl alcohol and carbonic anhydride on boiling with water is a 
quantitative one. 

8-Hexylenegtycol, CH 8 *OH(OH)*CH 2 *OHa*OH s *CH a *OH. 

3-Hexyleneglycol was first prepared by Lipp (Ber., 18, 3282), who 
obtained it by reducing his acetobutyl alcohol with sodium amalgam. 
As this substance, and more especially its dibromide, wore of groat 
value for the further development of these researches on the syn¬ 
thetical formation of closed carbon-chains, I have repeated Lipp’s 
experiments with my acetobutyl alcohol. 10 grams of the pure 
alcohol were dissolved in a little water and treated with 50 grams of 
3 per cent, sodium amalgam, as described by Lipp. As soon as the 
reduction was finished, the product was saturated with carbonic anhy¬ 
dride, and extracted several times with ether. After drying over 
potassic carbonate and distilling off the ether, a thick oil remained, 
which on twice refractioning boiled fairly constantly at 228—233°, 
and gave the following results on analysis:— 

0*1527 gram substance gave 0*1649 gram H s O and 0*3411 gram 
CJ0 3 . 

Theory. 

CgllyOj. Found. 


0. 61*01 per cent. 60*92 per cent* 

H. 11*86 „ 11*98 „ 

O. |7*13 „ 27*10 „ 


This substance agrees in all its properties with tbe 3-hoxyleno- 
glycol described by Lipp. 

S-Herylene Dibromide , CH <J *0HBrCH2*0H 2 *0H 2 *CH 2 Br. 

This substance is easily prepared in the following way:—Pure 
S-hexyleneglycol is dissolved in an excess of fuming hydrobromic 
acid, and the mixture heated in a sealed tnbo at 120° for two 
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hours. The contents of the tube are then cooled to 0°, resaturatcd 
with hydrogen bromide, and again heated in a sealed tube as before 
at 120° for two hours. The product, which consists of two layers, is 
extracted with cthor, dried over calcic chloride, and rapidly fractioncd 
under 100 mm. pressure. It is then easily obtained pure, boiling at 
153—154° (100 mm.). 


0*2390 gram substance gave 0*3654 gram AgBr. 


Theory. 

C 6 H 12 Br> Found. 

Br. 65 58 per cent. 65 34 per cent. 


fl-Hexyleno bromide is a heavy, colourless liquid, which, on standing 
for any length of time, undergoes slight decomposition, at the same 
time turning slightly dark-coloured. A detailed description of this 
interesting substance is reserved for a future paper. 


CHVOO-CH* 

Methyldehydrohrxone , (I | . 

OH* 0 BDf OH® 

If pure methyldohydrohexonecarboxylic acid is gently heated in a 
email retort to a temperature of 140—150° decomposition sets in,* 
carbonic anhydride is evolved, and a colourless oil distils over which 
consists of nearly pure methyldeliydrohexono. This reaction takes 
place according tqgthe following equation:— 

CHa-OO—CH* CHj-O'O-CH 3 

ooon-J-on^H, ~ <5n-ou»-iir, 

As a considerable quantity of mothyldchydrohexono was required for 
physical moasuromonts and other experiments, as much as 30 grams 
of the pure acid wore operated on. This amount on slow distillation 
gave 19 8 grams o£ oil (thoory 20*7 grams), which on carefully frac¬ 
tioning nearly all passed over between 109—110° as a colourless, 
limpid liquid, which on analysis gave the followup rosults:— 

I. 0*2246 gram substance gavo 0 2091 gramffaOand0*6015gram 

CO*. 

II. 0*1557 gram substance gave 0*1466 gram 11*0 and 0*4186 gram 

CO*. 

III. 0*1731 gram substance gave 01594 gram H*0 and 0*4640 gram 

CO*. 

* This acid begins to give off carbonic anhydride at 128—130°, the decomposi¬ 
tion being very rapid at 145— 3 50°. 


3 0 2 
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Found 



xheorr. 

C,H 10 O. 

I. 

II. 

“12. 

0 . 

73*47 p. c. 

73-04 

73-32 

73-10 p. o. 

H . 

10-20 „ 

10-34 

10-46 

10-23 „ 

O. 

16-33 „ 

16-62 

16-22 

16-67 „ 


Methy ldehy&rohexone is a colourless, mobile, ethereal- smelling' 
liquid which boils constantly at 109—109*5°. In preparing it, it is 
very important to start from pure acid. If crude methyldehydro- 
hexonecarboxylie acid is used, peculiar condensation-products of high 
boiling point are formed in large quantity ; they have not been 
further examined. Their formation appears to be due to the presence 
of a trace of sulphuric acid, which is difficult to completely wash out 
of the crude acid. 

Methyldehydrohexone being the anhydride of acetobutyl alcohol, 
a careful study of its behaviour towards water seemed interesting. 
5 c c. of the pure substance when shaken with an equal volume of 
water did not appear to dissolve at all, but on standing for 24 hours 
the volume of the upper layer (that is of the methyldehydrohexone) 
had diminished to 3*6 c.c. and in another 24 hours to 2*4 c.c. After 
standing for about four days, tho upper layer had entirely disappeared, 
a clear solution being formed. This on saturation with potassic carbo¬ 
nate deposited a quantity of a colourless oil, which on extracting with 
ether, drying over potassic carbonate, and fractioning, boiled almost 
constantly at 226—228°, and was evidently pure acetobutyl alcohol. 
The analysis gave the following results:— • 

0T317 gram substance gave 0*1233 gram H*0 and 0*3004 gram 
CO*. 

Theory. 

GH 3 .CO-OH a -OH 3 -OH y CH**OH. Found. 


O. 62*07 per cent. 62*20 per cent. 

H. 10*34 „ 10*40 

0 . 27*59 „ 27*40 


The formation of acetobutyl alcohol from motbyldohydrohoxono by 
the action of water takes place according to the following equa¬ 
tion:— 


CH 3 ‘C*0-CH* 



+ H*0 = CH s -CO 

CH 2 -CH 8 -CH,-CH a -OII. 


This transformation takes place much more rapidly when mothyl- 
dehydrohexone is warmed with water, and is then usually finished in 
a few hours. 
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The magnetic rotation of methyldehydrohexone has been deter¬ 
mined by my fathor with the following results:— 

Specimen I, b. p. 109—109*5°. 

Sp.gr. <£ = 0-92272, 

4 

«£*£= 091278, 

15 

4^ = 0-90502. 


t. 

Sp. rotation. 

Mol. rotation. 

17-S 

1-0123 

6*051 

17-5 

1*0150 

6-071 

18'0 

1*0126 

6-056 

18-0 

1*0121 

6-052 

17-7 

1*0131 

6-057 


This specimen was then carefully refractioned and found to boil at 
the same temperature. It was again remeasured with the following 
results:— 

4S = 0-91225. 

15 


f. 

Sp. rotation. 

Mol. rotation. 

22-5 

1*0115 

6-072 

22-5 

1 *0130 

6-076 

22*5 

1*0322 

6-074 


Action of Hydrogen Bromide on Kthylio Meihjldefajdrohezoneccvrb - 

oxylate . 

Formation ofAoetobutyl Bromide, CHVC O'CHa'OHs’OHa'OHaBr. 

Ethylic mothy] dob ydrohexonecarboxylate dissolves readily in a 
strong solution of hydrogen bromide, producing a colourless liquid 
which, however, on standing soon turns brown, with evolution of 
carbonic anhydride. In studying the product of this reaction, the 
pure ethereal salt was mixed with two or three times its volume of 
hydrobromic acid (sp. gr. 1*83), and then allowed to stand until the 
evolution of carbonic anhydride had ceased, which was the case after 
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about two days. On the addition of water, the dark, brownish- 
coloured product deposited a heavy oil which was taken up in otlior 
and well washed first with water and then with a dilute solution of 
sodic carbonate. After drying over calcic chloride and distilling off 
the ether, the residue was purified by rapid distillation. In this way 
a colourless oil was obtained which boiled constantly at 214—215°, 
and gave the following numbers on analysis:— 

I. 0*1453 gram substance gave 0*1509 gram AgBr. 
n. 0*2498 „ „ 0*2538 


Theory. 

C 6 H n OBr. 

Br .... 44*69 p. c. 


Found. 



44*22 43*20 p. c. 


Acetobutyl bromide iB a colourless oil Laving a penetrating and 
disagreeable camphor-like odour. On standing in the air it givos off 
a small quantity of hydrogen bromide and gradually becomes darkly 
coloured. When boiled with water or dilute hydrochloric acid it 
seems to be slowly converted into acetobutyl alcohol. 

It is probably identical with the substance obtained by Lipp (Bar., 
18, 3282) by distilling his acetobutyl alcohol with hydrogen bromide 
solution. 


Action of Trimethylene Bromide on Ethylic Benzoylacetate . 

C 6 H s -0*0 -—OH* 

Mhylio Phenyldehydrohexonecarboxylate , II | 

OOOC,H 5 -C*CH a *On $ 

This substance, a short description of which appoarod some timo 
ago (Ber. f 16,1790), is prepared in the following way:—A solution 
of 2*5 grams of sodium in 30 grams of absolute alcohol, after woll 
cooling, is mixed with 20 grams of pure othylic benzoylacetate and 
then heated to gentle boiling on a water-bath with 21 grams of 
trimethylene bromide. The roaction sets in almost immediately, and 
is usually finished in two or three hours, os is shown by the liquid 
becoming perfectly neutral to tost-paper. At this stage of the 
decomposition a substance containing bromine, probably othylic 

CeBvCO 

«-bromopxopylbenzoylacetate, I , is 

OO00 2 H fi *CH*0Ha*0H a *OH a Br 

present, which by the further action of sodic ethylate is transformed 
into ethylie phenyldehydrohexonecarboxylate. To effect this trans¬ 
formation, the product is well cooled, mixed with a second quantity 
of sodic ethylate (containing, as before, 2*5 grams of sodium), and 
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heated again on a water-bath until the product, on testing, shows 
neutral reaction. This is usually the case in about five or six hours. 
The brownish-coloured mass, after cooling, is filtered from tho pre¬ 
cipitated sodium bromide, the precipitate well washed with absolute 
alcohol, and the filtrate distilled on a water-bath until noarly all tho 
alcohol has been removed. The residue is then mixed with water, 
and the oil which separates extracted two or three times with ether. 
Tho ethereal solution after washing, drying over calcic chloride, and 
ovaporating, leaves a dark-coloured oil behind which, after standing 
for some days over snlphnric acid in a vacuum, deposits a quantity of 
long crystals. These are separated from the mother-liquor by filtering 
with the aid of a vacuum pump and washing with small quantities of 
other. The resulting almost colourless mass is dissolved in as small 
a quantity of warm ether as possible, and the solution allowed to 
evaporate slowly at tho ordinary temperature, when the now substance 
separates in long, colourloss prisms which, after drying over sulphuric 
acid in a vacuum, gave tho following numbers on analysis:— 

I. 0*1866 gram substance gave 0*4929 gram C0 2 and 0*1197 gram 

H 2 0. 

II. 0*1973 gram substance gave 0*5214 gram C0 2 and 0*1240 gram 

H,0. 

Found. 

£ * ij? 

72*04 72*07 p. c. 

7*13 6*98 „ 

20*83 20*95 „ 

Ethylic phenyldohydrohoxonocarboxylate melts at 59—60° and 

distils at a high temperature almost without decomposition. It is 
readily soluble in most of tho usual solvents, and can bo obtained by 
tho slow evaporation of its solutions in ether, bisulphide of carbon, 
and light potroleum in magnificent, colourloss, prisms* Professor 
Haushofor was kind onough to measure some crystals which were 
grown in a saturated othcreal solution of the substance. Ho gave 
mo tho following description of tho results of his experiments s— 


Theory. 

Ci-fteOg. 


O. 72*41 p. c. 

H. 6*89 „ 

O. 20*69 „ 
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1$ thy lie Ph&rvy Ideh/ydrohexonecarboxy late . 
Crystalline system. Monoclinie. 
a : b : c = 1 0017 : 1 : 0 5914. 

= 68° 34'. 



Moderately large but incompletely developed crystals of the com¬ 
bination OP (c) , coP (p) , 3Joo (r) , coPoo (b) , (o) , oo^ (s) 

The faces s and o are generally very small; c and r generally run into 
one another, the angle between them becoming rounded. 


Measured Calculated. 


c:p = *105° 

30' 

— 

— 

p :p = *94 

0 

— 

— front 

c : r = *151 

10 

— 

— 

r : r = 122 

30 

122° 

20' top 

f : T = 57 

46 

57 

40 side 

S 18 = 130 

0 

180 

0 

o : o = 132 

1 

132 

4 

r-i 

II 

a. 

13 

124 

16 



0 # Hj-0*0 —Oil, 


Phmyldehydrohexonecarboxylic Arid, [I | 

COOH«C'CH a -CH 8 

To obtain this acid, 5 grams of ethylio phenyldehydrohoxonooarb- 
oxylate is boiled with a fairly concentrated solution of alcoholic potash 
(containing 2 grams of KOH) for about four hours on a water-bath 
After distilling off the alcohol, a little water is added, the almost 
colourless solution gently evaporated until the last trace of alcohol 
has been driven off, and then filtered. On acidifying the filtrate with 
dilute sulphuric acid, the new acid is precipitated as a white, crystal- 
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line mass. This is collected, well washed with water, dried on a 
porous plate, and recrystallised from ether. It is thus obtained in 
beautiful, colourless prisms which, after drying over sulphuric acid in 
a vacuum, gave the following numbers:— 

0*1914 gram substance gave 0*4930 gram OO a and 0*1041 gram 

H*0. 


Found. 

70*25 per cent. 

6*04 

23*71 „ 

Phenyldehydrohexonecarboxylic acid melts at about 142—144* 
with evolution of carbonic anhydride. It is easily soluble in alcohol, 
chloroform, benzene, carbon bisulphide, ether, and light petroleum 
almost insoluble in cold water. When in a very finely-divided state 
it dissolves, however, to a considerable extent in boiling water, and 
crystallises out again on cooling in fine, colourless needles. The most 
beautiful crystals are obtained when a concentrated ethereal solution 
of the acid i$ allowed to evaporate at ordinary temperatures. 

Professor Raushofer, who was kind enough to examine some of 
these, gave tho following description of them:— 


Theory. 

CijHiaOj. 


0. 70’59 per cent. 

H. 5-88 

0. 23-53 


Phenyldehydrohexonecarboxylic Add. 
Crystalline System. Monoclinic. 
a : b : c m 2-6379 : 1 : 3-3984. 
ft ss 74° 44'. 
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Beautifully lustrous, woll-developed crystals of the combination 
OP (c), —P (to) , P (o) , —Poo (r) — 2Pco (s) coPoo (<r), In many 
crystals the face s is missing, whilst on others it completely disappears 
into a; neither of theso faces admit of accurate measurement as they 
are, as a rule, flawed and rounded; c also shows many flaws. 

Measured. Calculated. 


w 

= 

* 110 ' 

‘ 54' 



0 

= 

*100 

40 



0 

= 

*46 

28 



w 


58 

10 

58° 

16' 

r 

= 

137 

1 

137 

8 

r 

rss 

119 

5 

119 

8 

a 

n 

148 

15 

148 

8 

a 

ss 

105 

approx. 

105 

16 

w 

s= 

138 

40 

138 

50 

0 

= 

148 

27 

148 

26 

a 

=5 

106 

50 

106 

44 

c : s 

— 

124 approx. 

124 

2 


The plane of the optical axis is the plane of symmetry, ooPoo. 
The polarisation figure of one axis is visible on the face c (in the 
obtuse angle 0). 

Salts of JPhm%jldehydrolieao7iecarloQiylio Acid . 

Phenyldehydrohexonecarboxylic acid dissolves easily in alkalis, 
alkaline carbonates, and ammonia. Its solution in a slight excess of 
ammonia was allowed to stand for some hours over sulphutic acid in 
a vacuum until quite neutral, and thon the following salts prepared 
by precipitation with various reagents. 

The silver salt is thrown down on the addition ot nitrate of silver 
as a white, crystalline precipitate which, after collecting, well wash¬ 
ing with water, and drying ovor sulphuric acid in a vacuum, was 
analysed with the following result:— 

0*2735 gram substanoe gave 0*0952 gram silver. 

Theory. 

OiiHuOjAg. Found. 

Ag. 34*73 per cent. 34*81 per cent. 

This silver salt dissolves, though not easily, in boiling water, and 
separates out again on cooling in beautiful, colourless noodles. 

The copper salt is obtained as a light-green precipitate on adding 
a solution of cupric sulphate to the ammonium salt. 

The lead salt is a white precipitate insoluble in water 5 calcic and 
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baric chlorides give no precipitate when added to a solution of the 
ammonium salt. 


Pliewyldehydrohexone, 


C e H 6 -O0-CH» 


CH-0H 3 -CH 3 


When phonyldehydrohexonecarboxylic acid is heated a few degrees 
above its melting point, rapid decomposition into carbonic anhydride 
and phenyldehydrohexono takes place thus:— 


C 6 H 6 -O0—CH a 0 6 H 6 *C-0-C 

II I = II I + COa. 

COOH-0-OH 2 -OHa CH-CH/CHa 


In order to examine the products of this reaction, the pure acid was 
heated in a small Wurtz flask in a metal bath at about 200° until the 
evolution of carbonic anhydride had ceased, and tlio resulting oil 
fractioned. On the first distillation, the whole passed over between 
235—255°, and on rofractioning once or twice the pure substance was 
obtained as a colourless oil boiling constantly at 249—251° (720 mm.). 


Analyses . 


I. 0*1712 gram substance gave 0*1166 gram H 2 0 and 0*5164 gram 

CO*. 

II. 0*1645 gram substance gave 0*1138 gram H a O and 0*4952 gram 
C0 2 . 


Theory. 

O n H w O. 


C. 82*50 p. c. 

H. 7*50 „ 

0 . 10*00 „ 


Found. 


82*27 82*10 p. c, 

7*5G 7*G9 „ 

10*17 10*21 „ 


Phonyldohydrohexouo is a thick, colourless, aromatic-smelling oil, 
which boils almost without decomposition at 249—251°. After long 
standing it polymerises and becomes quite gelatinous. It does uot 
appear to combine with phenylhydrazine. It is insoluble in cold 
water, but on long boiling a part scorns to dissolve, probably being 
converted into bonzoylbutyl alcohol. When dissolved in concentrated 
aqueous hydrogen bromido, phenyldehydrohexono is converted quan¬ 
titatively into bonzoylbutyl bromide, thus 


0cHa*C*O-CHa 

OH-CHj-IjHj 


0 ,H ,-00 

I 


CHj-CHj-CHjCHjBr. 


+ HBr = 
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Action of Hydrogen Brorrdde on Pkemjldehydrohexoneccbrboxylic Add 
and Phenyldehydroll exone. 

Jfbrmation of Benzoylbutyl Bromide , CeHe'CO’CHa'CHa’CH/CHaBr. 

Phenyldehy&rohexonecarboxylic acid dissolves easily in concen¬ 
trated aqueous hydrogen bromide (sp. gr. 1*83) with evolution of 
beat. If tbe solution be allowed to stand, much carbonic anhydride 
is evolved, and in about one hour the whole solidifies to a mass of 
crystals of benzoylbutyl bromide. These are filtered off on a vacuum- 
pump, washed with a small quantity of water, and dried on a porous 
tile over sulphuric acid in a vacuum. They are then further purified 
by reeiystallisation from petroleum ether (b. p. 45—70°). 

Analyses . 

I. 0*1683 gram substance gave 0*0828 gram 11*0, and 0*3360 
gram C0 2 . 

IT. 0*2928 gram substance gave 0*2288 gram AgBr, 

Found. 

Theory. t -*-> 

C<,H 5 -CO-OH 2 -OH r CH*-CH 3 Br. I II. 


0 . 54*77 p. c. 54*45 — p. c. 

H. 5*39 „ 5*47 — „ 

Br. 33*19 „ — 33*25 „ 

0. 6*64 „ — „ 


Benzoylbutyl bromide melts at 61°. It is easily soluble in alcohol, 
benzene, chloroform, carbon bisulphide, ether, and light petroleum, 
almost insoluble in water. It crystallises from dilute alcohol in 
glistening plates, which have very much the appearance of benzoic 
acid. From light petroleum it crystallises in six-sided plates, which 
have the form 


When warmed with alcoholic potash benzoylbutyl bromide is trans¬ 
formed into phenyldehydrohexone. 

OeH^OO'OH^CHa-OH^OHgBr = C 6 H 5 *O0-CH a 

OH-CHa’CHa 


+ HBr. 
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Bcnzoylbutyl bromide is most easily prepared from phenyldehydro- 
hexone. If this substance is dissolved in twice its volume of highly 
concentrated aqueous hydrogen bromide and then cooled, the whole 
j-olidifies to a mass of crystals of bcnzoylbutyl bromide, which when 
treated as described above ore easily obtained pure. 


Action of Water on PhonyIdeJiydroJiexo ?? ecarboxylie Acid . 

When boiled with water for any length of time, phenyldehydro- 
hexonecarboxylic acid is split up into bcnzoylbutyl alcohol and water, 
thus:— 


C 6 H 8 -O0—CH, c«h 6 -co 

|| | + H*0 = | + CO,. 

COOH-C'CH/CH a CH 2 -CH 2 -CH 2 -CH,-OH 

It is necessary to have the acid in as finely divided a state as possible, 
in order that it may dissolve in the water, and this is easily brought 
about by dissolving it in dilute ammonia and then carefully reprecipi¬ 
tating with dilute sulphuric acid. The fine powder thus obtained is 
collected, washed with water, and woll agitated with boiling water 
until it completely dissolves. On boiling this solution in a reflux 
apparatus decomposition sets in, and carbonic anhydride is rapidly 
evolved, the reaction being generally finished in about six or eight 
hours. The resulting clear solution on the addition of anhydrous 
potassic carbonate, yields tho bcnzoylbutyl alcohol in oily drops ; it is 
extracted four or five times with other, and dried over potassic carbo¬ 
nate. On evaporating this oihoreal solution, a colourless oil is obtained 
which in a short time solidifies to a crystalline cake. This, after 
drying rapidly on a porous plate over sulphuric acid in a vacuum, 
was analysed with tho following result:— 

0*1134 gram substance gave 0*3010 gram 00, and 0*0798 gram 

H*0. 

Theory. 

C«l/ 6 -CC)-OH a -OU a ‘Oir,-Cir,*Oir. Found. 


O. 74*27 per cent. 74*51 por cent. 

H. 7*80 „ 7*80 

0. 17*97 „ 17*09 


H this alcohol is loft for a few hours over sulphuric acid in a 
vacuum, the crystals gradually disappear and give place to a colourless 
oil. Tho small quantity of crystals at my disposal had thus in four 
days completely liquofied, and therefore I was not able to tako a 
molting point or examine the properties. I hope, however, to bo able 
to fill up those details at a later date. Tho change winch takos place 
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here is simply elimination of water and formation of the anhydrides, 
phenyldehydrohoxone, thus:— 


CeHj-CO-OHa-CHj-CHa-CHi-OH = O.H.-0-0-OH, 

Jh-ch/Ijh, 


+ H,0. 


An analysis of the substance obtained after the benzoylbutyl 
alcohol had stood over sulphuric acid for seven days, gave the follow¬ 
ing numbers:— 

0*1574 gram substance gave 01071 gram H 2 0 and 0*4701 gram 
C0 2 . 

Theory. 

C n Hi 2 0. Found. 


C. 82*50 per cent. 82*07 per cent. 

H. 7*50 „ 7*56 

0. 10 00 „ 10*37 


This substance is identical with the phenyldehydrohexone obtained 
by the dry distillation of phenyldehydrohexonecarboxylic acid, as 
described previously (p. 731). When dissolved in concentrated 
aqueous hydrogen bromide it combines with it to form benzoylbutyl 
bromide, which from its melting point and other properties was 
found to be identical with that obtained previously (p. 732). 

It is curious that acetobutyl alcohol and benzoylbutyl alcohol 
should differ so remarkably in stability, the former even on distilla¬ 
tion being only to a very slight extent converted into its anhydride, 
whereas the latter suffers this change completely at the ordinary tem¬ 
perature. 


On the Action of TnmetJnjJene Bromide on the Sodiim-<lerimtive of 
Ethylic PcvranUrobenzoylacetate. 

If the sodium compound of ethylic paranitrobonzoylacotni o is 
treated with tiimethylone bromide, the paranitro-derivativo of otliylie 
phenyldehydrohexonecarboxylate is formed, the reaction taking place 
in a way precisely similar to that which has already boon doseribod 
in the last section. The only difference being that otbylic parauitaco- 
benzoylacetate is substituted for ethylic benzoylacetato. 

As ethylic paranitrobenzoylacetato, and more especially its sodium- 
derivative (Trans., 1886, 440), are such beautifully crystalline sub¬ 
stances, it seemed that in this case it would be more oasy to follow 
the mechanism of the reaction with trimethylone bromide; this was 
found to be the case. 

Before describing those experiments I should like to thank Dr* 
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Gustav Bollonot for the valuable help lie rendered me in carrying 
them out. 

Etftylic Fa/ranibrophenyldehy&ohezoneoarboaylate, 

C 6 H4(N0 3 )-00—CH 2 

ii i • 

COOCjaVC-OBVCH, 

In order to obtain this compound 10 grains of the pure sodium 
compound of ethylic paranitrobonzoylacetate (ibid., 448), 8 grams 
of trimethyleno bromide, and 30 grams of absolute alcohol were 
heated at 100° in a sealed tube for three or four hours, aftor which 
time a quantity of sodium bromide had soparatod out and tho mixture 
had become neutral. 0*9 gram of sodium dissolved in tlio least 
possible quantity of absolute alcohol was then added, the tube re- 
sealed, and once more heated at 100° for four hours. The tube was 
then opened, and tho alcohol distilled off. On adding water to the 
romaindor, the product of tho reaction separates as a thick, brownish 
oil, which was extracted several times with ethor. Aftor drying over 
calcic chloride and distilling off tho ether, a dark-brown liquid 
remains behind, tho greater part of which solidifies on standing over 
sulphuric acid in a vacuum. Tho crystals wore spread ou a porous 
plate in order to free them roughly from mother-liquor, and after¬ 
wards dissolved in a little warm other. An equal volume of light 
petroleum was then added and the mixture allowed to evaporate 
slowly at ordinary temporaturcs. Magnificent, lustrous, yellow 
crystals wero thus obtained which on analysis gave tho following 
results:— 

L 0*2GG4 gram substance gave 0*1300 gram H 2 0 and 0*5889 
gram C0 2 « 

la. 0*1703 gram substance gave 8*2 c.c. M*. i = 15°; bar. = 720 mm. 

Theory. 

O w U 1# KO s . Found. 


O. 00*04 per coni. 60*29 per cent. 

11. 5*41 „ 5*42 

N. 5*05 „ 5*24 

0. 28*90 „ 29*05 


JUthylic paranitrophenyl dobydroh oxonocarboxylafco molts at G2—63°. 
It is easily soluble in ether, benzene, and alcohol, sparingly so in light 
petroleum, insoluble in water. 

Professor Haushofer has kindly examined this beautiful substance 
orystallographioally, andgivon mo the following account of his experi¬ 
ments :— 
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Mhylic ParanUroplienyldehydroIieionecarborylate. 
Crystalline system. Monoclinic. 
a: h : e = 2-3530 : 1 : 1-8530. 


(3 = 80° 42'. 



Small tabular crystals of the combination, 

OP = (001) = o 
coP — (110) = p 
ooPoo as (100) — a 
-Poo = (101) = r 
—P = (111) = o 

Generally the basal plane predominates, elongated in tho direction 
of the axis 6. The face c is usually flawed or slightly curved. The faces 
o and p are incompletely developed. The plane of the optical axis is 
the plane of symmetry; one axis is approximately normal to tho 
face c. 


p : c = (110)(001) 

Measured. 

*93° 40' 

Calculated. 

a : p ~ (100)(110) 

*113 

18 

_ 

— 

pi pas (110)(li0) 

— 

— 

46° 

36' 

o : o = (001)(111) 

*119 

34 

_ 


o : a as (001)(100) 

99 

17 

99 

18 

c ir as (001)(101) 

145 

21 

145 

25 

v : o = (101)(111) 

126 

36 

126 

50 


, , c,h 4 (no,>c-o— oir, 

te Aoicl, II | 

COOH-O'CH/OHj 


To prepare this acid, the pare ethylio salt was mixed with a tolerably 
concentrated solution of alcoholic potash and allowod to stand for 
several hours, by which means it is easily and completely hydrolysed. 
Sufficient water to effect solution is added to this potassic salt, the 
whole, if necessary, filtered, and the filtrate acidified with dilute 
sulphuric add, when the new acid is precipitated in tho form of 
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yellow flakes, which are best extracted with ether. ACter drying oyer 
calcic chloride and filtering, the ether is ovnporaicd,the crude acid thus 
being loft behind as a yellow crust, which after several times rocrystal- 
lising from benzene is obtained in the form of thick, colourless needles. 
Theso on analysis gave nnmbors which agree well with the formula 
CJEnNO* 

0*2265 gram substance gave 0*0809 gram H z O and 0*4788 gram 
CO a . 

0*2467 gram substance gave 13*5 o.c. N. / = 12°; bar. = 718 mm. 

Theory. Found. 


0 . 57*83 per cent. 57*64 per cent. 

H. 4*41 „ 4*26 

MT. 5*62 „ 5*61 

0. 32*14 „ 32*49 


Paranitrophcnyldohy droh exonocai* boxy lie acid when crystallised 
from benzene melts at 172°. It is easily soluble in bonzene, ether, 
alcohol, and light petroleum, but crystallises bost from bonzono. Tho 
crystalline acid is almost insoluble in water. If, however, it is care¬ 
fully precipitated from its solution in dilute ammonia by tho addition 
of dilute acids, a seemingly amorphous precipitato is obtained which 
dissolves to a considerable extent in boiling water, and crystallisos on 
cooling in long, colourless, glistening noodles, which fuse at 183°. Tt 
will be seen that tho molting point given hero is 10° higher than that 
given for the same substance crystallised from bonzene. 

Phenyldehydrohexonecai’boxylic acid has, as I havo already shown, 
tho same peculiarity, tho thick prisms of this substanco obtained from 
othor fusing at 142—144°, whereas tho needles obtained from water 
molt at 149—150°. 

Paranitrophenylclohytli'oliexotioearboxyiic acid when hoatod above 
200° is split up ink) carbonic anhydride and a neutral substance, 
which, however, has not boon further examined. 

Tho mlt» of paranitnjphonyldohydrohoxonocarboxylic acid aro very 
stable. A solution of the ammonium salt is easily obtainod by dis¬ 
solving the free acid in n slight oxcoss of ammonia, and then allowing 
tho liquid to stand over sulphuric acid in a vacuum until it reacts 
quite neutral. 

If nitrate of silver bo added to this solution, a slightly yellow, amor¬ 
phous siher salt is thrown down. This after collecting, well washing 
with water, and drying first in a vacuum ancl then at 100°, gave tho 
following analytical results:— 

0*1990 gram substance gave 0*0601 gram Ag. 
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Theory. 

OjgHjoNOjAg. Found. 

Ag. . 80*34 por cent. 80*20 per cent. 

This silver salt dissolves in hot water, and crystallises out on cooling 
in light yellow needles. 

On adding a solution of acetate of copper to the ammonium salt, 
the copper salt is precipitated as a light-groen, flocculent precipitate. 

The lead salt is a white, amorphous precipitate almost insoluble in 
water. 

The main object in conducting these experiments with ethylic para- 
nitrobenzoylacetate was to prove that when the sodium-derivatives of 
this and analogously constituted substances are treated with dibro- 
mides such as ethylene and trimothylene bromides, the roaction really 
takes place between two molecules of the sodium compound and one 
of the bromide. Thns in the case of trimethylene bromide the 
reaction is: 

2C 6 H 4 (N0 2 )*C0*CH]Sra-C00C 2 H5 + BrCH 2 -CH 2 *CH 2 Br = 
C 6 H4(N0 2 )-0-0—CH 2 

|| | + C 6 H4(NO 2 )*00*0HrCOO0 a H 6 

COOC 2 H 6 *C*OH 3 *GH 2 + 2NaBr. 

The experiment was carried out in the following way:— 

An intimate mixture of 5 grams of the puro sodium-derivative of 
ethylic paranitrobenzoylacetate, 4 grams of trimethylene bromide, and 
about 10 grams of alcohol were heated in a sealed tube at 100 ° until the 
reaction was complete (about six to eight hours). The product after 
gently warming on a water-bath to free it from alcohol, was treated 
with water and several times extracted with ether. The ethereal 
solution was carefully dried over calcic chloride and distilled, when a 
brownish-coloured, thick oil remained behind, a trace of which dis¬ 
solved in alcohol and treated with ferric chloride gave a deep brownish- 
red coloration, showing the prosenco of considerable quantities of 
ethylic paranitrobenzoylacetate. To the solution of this oil in pnro 
alcohol, 0*5 gram of sodium dissolved in alcohol was added. In this 
way, a dark-brown solution was formed, from which, on the addition 
of an equal volume of pure ether, a yellowish-brown sodium compound 
was slowly precipitated. After standing for 24 hours this was 
collected, washed with a mixture of other and alcohol, and analysed 
with the following result:— 

Theory. 

C 6 H4(N0 3 ) •OO-OHNa-OOOOaHfi. Found. 

Na. 8*88 per cent. 9*24 por cent. 

This substance was therefore the sodium-derivative of ethylic para- 
nitrobenzoylacetate. The amount obtained in this way weighed 
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upwards of 2 grams, whereas the yield calculated for tho above equa¬ 
tion should bo 2*5 grams. The filtrate from this sodium compound 
was now mixed with moro ethor, tho ethereal solution well washed 
with water, dried over calcic chloride, and distilled, when a brownish 
oil was obtained, which, aPtor long standing over sulphuric acid in a 
vacuum, almost entirely solidified. The crystals, after spreading on a 
porous plate and recrystallising from ether and light petroleum, wore 
easily purified, and then showed all the properties of ethylic parauiiro- 
phenyldehydrohexonecarboxylate. Prom this rosnlt it is seon that 
the formation of this substance takes place according to the equation 
given above. 

Action of Trimethylene Bromide on tho IDisodiiom-Jerivative of Ethylic 
Acetonedioarboxylate . 

Mhylic MethyIdohydruhexonedicarboxylate, 

0000,H 6 -GH/0-0—CH, 

coocaAoh»-<W 

Tn studying this reaction, a mixture o£ 200 grains of ethylic acetone- 
dicarboxylate and 205 grams of trimethylene bromide was slowly 
added to a cold solution of 4G grains of sodium dissolved in 500 grams 
of absolute alcohol, caro being taken to cool tho mass well during the 
mixing, as otherwise a violent reaction, difficult to control, is apt to 
set in. On warming tho resulting clem* solution on a wator-bath, 
sodimn bromide soon begins to separate out, and after boiling for 
10 houi^ in a roflux apparatus, the reaction may he considered as 
being at an end. Water is now added, and tho oily product of the 
roaetion separated from tho aqueous solution by extraction with 
othor. Tho ethereal solution is next ovaporatod, and tho almost 
colourless oil thus obtained, submitted to distillation in a i*api(l 
current of steam until no more oil passes over with the water, hi 
this way tho product was easily separated into two nearly equal parts, 
each of which weighed about 90 giams. Tho ethylic mothyldohydro- 
hoxouodicarboxylalo which remains behind in the retort is extracted 
with other, the ethereal solution washed with a little dilute sodic 
carbonate, and dried over calcic chloride* After distilling off the 
ether, an almost colourloss oil is obtained, which is purified by 
fractioning under reduced prossm-o (L50 mm.). At tho first distilla¬ 
tion nearly tho whole passed over between 225—250°, leaving a small 
residue in tho retort, and on repeatedly fractioning the distillate, an 
oil was at last obtained, which boiled constantly at 238—240° 
(150 mm.). Tho analysis of this Fraction gave the following 
results:— 
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0*2172 grain substance gave 0*1497 gram HjO and 0*4730 gram 
C0 8 . 

Theory. 

OuftsOfi. Found. 


O. 59 50 per cent. 59*40 per cent. 

H. 7*44 „ 7*65 „ 

0. 33*06 „ 32*95 


Ethylic methyldehydrohexonedicarboxylate is a thick, colourless 
oil, having a disagreeable smell somewhat resembling that of othylie 
methyldehydrohexonemonocarboxylate. This oil, when dissolved in 
alcohol gives, on the addition of a drop of feme chloride, a beautiful 
violet coloration; this is, however, probably due to traces of othylic 
acetonedicarboxylate, which appeal* always to bo present in samples 
of ethylic methyldehydrohoxonedicarboxylate propared by the above 1 
reaction. 

When mixed with alcoholic potash, a yellow solution is formed, and 
on heating hydrolysis rapidly sets in. 

It now seemed interesting to examine the oil which distilled over 
with the steam during the purification of the crude product of the 
action of trimethylene bromide on ethylic acetonedicarboxylate, as 
described above. For this purpose, the aqueous distillate was ex¬ 
tracted with ether, the ethereal solution dried over calcic chloride, 
filtered, the ether distilled off, and the resulting colourless oil 
fractioned. It was thus easily separated into two principal fractions, 
170—200° and 200—235°, of which the latter was tho larger. This 
fraction, 200—235°, yielded by repeated fractioning a beautiful, 
colourless oil, which boiled constantly at 223—224° (720 mm.), and on 
analysis proved to bo ctbylic methyldebydrohoxonocarboxylato. 

0*2081 gram substance gavo 0*1572 gram IE a () and 0*4800 gram 
OOa- 

Theory. 

OqllwOj. Found. 


0 . 63*53 per cent. 62*91 per cent. 

H. 8*23 „ 8*39 

0. 28*23 „ 28*70 „ 


In order to characterise this substance it was subjected to hydro¬ 
lysis, and the free acid obtained recrystallised from benzene. It then 
molted at 119°, and showed all the properties of mothyldehydro- 
hexonecarboxylic acid. An analysis of tho silver salt gave the 
following numbers:— 

0*2805 gram substance gave 0*1209 gram of silver = 43*10 per 
cent.; theory CJECaO&Ag = 43*38 per cent. 
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Ethylic mothyldoh.ydrohoxouGcurboxylato is probably produced 
from tho diearboxylate by partial hydrolysis and elimination of 
carbonic anhydride, as described below. 

Tlio fraction 170—200° of tlio original oil, on repeated distillation, 
was found to boil for the most part between 175—185°, and to consist 
of nearly pure ethylic acctoacetate. It was not thought necessary to 
analyse this, its reactions being so well known that identification is 
a matter of ease. It is evidently formed from othylic acetonedicarb- 
oxylate by partial hydrolysis and elimination of carbonic anhydride, 
thus:— 

COOC^-OH/OO-OHa-COOCsHe = COOH*CH/CO-CH/COOCaH 5 

= CH/CO-CH/COOC 2 H 5 + OOa. 

a reaction which always takes place when othylic acetonedicarboxylato 
is treated with alkalis. 


Hydrolysis of EHiylh Mrthyldcfojdrolic'vwieiUcarbnxylafe. 

(1.) Uydrk 5 lSthylie Methyl dehydrohvxotw&icarbaxylah^ 
COOli-OH/O-O— Oil* 

The hydrolysis of ethylic mothyldohydrohoxonedicarhoxylato takes 
place in two stages. In the first place an acid otborcal salt of the 
formula given above is for mod, which then by tho further action of 
alkalis as finally convortod into tlio dicarboxylie acid: 

(1.) 0 s H # 0<$g5g}j 4 * + KOI I = Uiwxgggn + OjHj-OU. 
(a.) + KOI I = (WWKgggJ + 04V0XI. 

In preparing tho liydrio ethylic salt, puro othylic methyldehydro- 
hoxonedicarboxylato is mixed with a largo excess of a fairly con con* 
tratod solution of alcoholic potash, and allowed to stand at tho ordinary 
temperature, until a sample taken out dissolves completely in HaO 
(10 to L4 hours). In order to isolate tho new compound, dilute 
sulphuric acid (1 acid to 5 JLL 2 O) is added in excess, care being taken 
to keep tlio liquid cool during tho operation. Tho product is then 
extracted five or six times with other, tho othereal solution washed 
until froe from alcohol, dried over calcic chloride, and tho ether 
distilled off at as low a tomporature as possible. A thick oil is thus 
obtained, which, after standing for some days over sulphuric acid in 
a vacuum, almost completely solidifies to a mass of crystals. These 
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are roughly separated from oily impurities "by spreading out on a 
porous plate, then washed with a little puro other, and finally com¬ 
pletely dissolved in this solvent. If this solution is allowed to 
evaporate slowly at ordinary temperatures, the acid othylic salt 
separates out in magnificent, colourless, transparent crystals, which 
after drying over sulphuric acid in a vacuum, gave the following 
numbers on analysis:— 


I. 0*2060 gram substance gave 0*1240 gram H*0 and 0*4208 gram 
C0 2 . 

II. 0*1870 gram substance gave 0*1155 gram 11*0 and 0*3805 gi-arn 
C0 2 . 



Theory. 

c A°<c8wk- 

Found. 


£ 

n. 

c.. 

.... 56*07 per cent. 

55-71 

55-49 

H.. 

_ 6*55 

(5-69 

6-86 

O.. 

i.... 87*38 ,, 

37-60 

37-65 


It melts at 114°, is easily soluble in alcohol and other, and sparingly 
so in hot water. If the hot aqueous solution bo allowod to cool slowly 
the substance crystallises out in beautiful, colourless, four-sided 
needles. The alcoholic solution gives no coloration with ferric 
chloride, and it is for this reason that it appeared to mo likely that 
the beautiful coloration produced in solutions of the diethylic salt by 
ferric chloride was caused by the presence of traces of ethylic acotono- 
dicarboxylate. The best solvent to crystallise the acid ethylic salt 
from is pure ether. In this way most magnificent crystals can be 
obtained. Professor Haushofer was hind enough to measure those, 
and gave me the following account of his experiments 


Hydric Ethy lie Methyl&ehijdrofawonvd!mi boxylate* 
OrystalKuo system. Triclinic, 
a : h : c = 0*7741 : 1 : 0 * 3371 . 

* a 89° 40' 
p = 08° 18' 

7 = 89 ° 50 ' 
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Colourless, lustrous crystals of tho combination— 

oof>co = (010) = b 

F = (111) = w 

cop; = (iio) = $ 

P x = (111) = 0 

coJP = (110) = q 

ft = (311) - • 

Development tabular to tbe face 6. The face q was only observed on 
a singlo crystal, it was very small, but sharply developed. Tho faces 
h are frequently rounded, and sometimes deviate some decrees from 
tho parallel. Cleavage moderately distinct, parallel to w. 


Measured. Calculated. 


W : b == (lll)(010) = 

*105° 

27' 

— 

— 

w.pss (11I)(110) ss 

*123 

19 

— 

— 

}> to = (U0)(lll) = 

*113 

50 

— 

— 

y : q = (110)(ll0) = 

*104 

48 

— 

— 

y.b = (U0)(010) = 

*127 

111 

— 

— 

« : b m (ill)(010) = 

108 

33 

108" 

37' 

q : o = (ll0)(lll) = 

90 

20 

91 

3 

q-.w- (ll0)(lll) = 

102 

26 

102 

48 

a : p = (311X110) = 

117 

40 

117 

44 

« : o = (3ll)(nl) = 

134 

42 

135 

17 

s b = (3ll)(010) == 

77 

58 

78 

0 

« ; 2 = (8ll)(ll0) = 

135 

49 

135 

46 


The results of tho measurements of the angles do not absolutely 
exclude the possibility of tho crystals belonging to tho monoclinio 
system, whilst the smallness and brittleness of the crystals provontod 
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the optical properties being sufficiently determined to decide the 
crystalline system with certainty; the direction of the only cleavage 
plane, however, leaves scarcely any doubt as to the crystals belonging 
to the triclinic system. 

This acid ethylic salt dissolves easily in alkalis, and gives well 
characterised salts, of which the silver salt has been carefully pre¬ 
pared and examined. This salt is thrown down on adding nitrate of 
silver to a neutral solution of the ammouium salt as a white, curdy 
precipitate sparingly soluble in water. It was collected, well washed 
with water, and dried over sulphuric acid in a vacuum. 

Analysis. 

0*2830 gram substance gave 0*0870 gram H s O, 0*3108 gram 00 a , 
and 0*0786 gram Ag. 

Theory. 

c « H 8°<COOC^ 6 - Found. 


C ........ 37'SB per cent. 37'09 per cent. 

H. 4-05 „ 414 

Ag . 33-64 „ 33-73 

0. 24-92 „ 25-04 „ 


COOH-OHj-C-O—OH, 

(2.) MethyldehydrahezcmedicarboxyKc Acid, II I 

OOOH-O-CHa-OH,’ 

This acid may be obtained by the hydrolysis of tho acid othylic 
salt, bnt it was usually prepared directly from othylic mefchyl- 
dehydrohexonedicarboxylate. Tho pure othylic salt is mixed with an 
excess of alcoholic potash and heated to boiling for three or four 
hours on a water-bath. The slightly brownish-coloured solution is thou 
diluted with twice its volume of water, and ovaporatod in an open 
dish on a water-bath until all tho alcohol has been expelled. After 
filtering and acidifying with dilute sulpha rio aoid, tho solution is 
allowed to stand 24 hours in a cool plaoo, at tho end of which 
time it is usually found that a crystalline crust, consisting of the 
nearly pure dicarboxylio acid, has separated on tho bottom of the 
vessel containing tho liquid. This is collected, washed with a little 
water, and dried on a porous plate (A). The mother-liquors are then 
extracted four or five times with ether, the ethereal solution washod, 
dried over calcic chloride, and the ether distilled off. A farther 
quantity of impure dicarboxylio aeid is thus obtained, usually as a 
tihiolc oil, which, however, after standing for some daysovor sulphuric 
acid in a vacuum, deposits a quantity of crystals. These are roughly 
separated from impurities by spreading out on a porous jil& te, thou 
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washed with a little ether, and mixed with tho crop (A) first obtained. 
Tho wholo is now dissolved in a little hot water, and the solution 
filtered. On standing, tho dicarboxylic acid soon beginsto crystallise 
out in colourless plates, which after collecting, washing with water, 
and drying ovor sulphuric acid in a vacuum, gave the following 
numbers on analysis:— 

I. 0*1489 gram substance gave 0*0756 gram 11*0 and 0 2819 
gram 00 2 . 

II. 0*1757 gram substance gave 00889 gram H*0 and 0*3306 
gram OO*. 


0 

H 

0 


Theory. 


C«H'eO<Qoon' 


.. 51*61 per cent. 

.. 5*38 „ 

.. 4301 „ 


Found. 


51*63 51*32 per cent. 

5 64 5 67 

42*73 43*01 


Methyldeliydrohexoncdicarboxylic acid melts at about 185—190° 
with decomposition, evolution of carbonic anhydrido, and formation 
of a curiously reddish-coloured liquid. This red coloration appears 
to be always produced wbon the pure acid is heated ahovo its melting 
point, and is very characteristic. When heated in a test-tube tho 
acid gives off carbonic anhydride, and an oil is formed which has in a 
marked degree tho peculiar odour of methyldehydrohexone. 

Methyldohydrohexonodicarboxylic acid is easily soluble in hot 
water and hot alcohol, but sparingly soluble in ethyl acetate, ether, 
and benzene. It crystallises from water in beautifnl, colourless 
plates, which under the influence of polarised light show a fine 
play of colours. Tho forms of tho crystals aro generally the 
following:— 
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Formation of Ethylic Meihyldehydrolhewnecarboxylatrfrcnn Hydric 
Etlvyhc Methyldeliydrohexonedicarbo lylate. 

Hydric ethylic methyldehydrohexonodicarboxylato when heated in 
easily decomposed with evolution of carbonic anhydride and formation 
of ethylic methyldehydrohcxonecarboxylate, thus:— 

CeHs O<COOC 2 H 6 = °e H 80<Q 0 oc 2 H 5 + C01 * 

In carrying out this decomposition, the pure acid ethylic salt is 
transferred to a Wurtz flask and gradually heated in a metal-batli to 
200° until the evolution of carbonic anhydride ceases. The resulting 
oil when fractioned, distils constantly between 223° and 225°, and is 
pure ethylic methyldehydrohexonecarboxylato. 

Analysis, 

0*1519 gram of substance gave 0*1135 gram H^O and 0*3526 gram 
CO a 

Theory 

O u H 14 O s . Found. 


O. 63*53 per cent. 63 26 per cent. 

H. 8*24 „ 8*22 

0. 28*23 „ 28*52 


As it was important to be sure of the identity of this ethereal salt, 
it was converted into the corresponding acid by hydrolysis with 
alcoholic potash (as described under the heading u Mctbyldobydro- 
hexonecarboxylic Acid,” p. 715). The acid obtained after rocrystal- 
lisation from benzene melted at 119—120°, and gave the following 
numbers on analysis:— 

0 1764 gram substance gave 0*1132 gram II^O and 0*3810 gram 

COa. 

Thoory. 

C 7 UioOj. Found. 


O. 59'15 por cent. 58'90 por coni 

H. 7 04 „ 7-12 „ 

0. 88-80 „ 33-98 „ 


The formation, of othylio methyldehydrohexonooarboxylste from 
hydrio ethylic methyldehydroL exonedicarboxylato not only shows tho 
dose relation existing between these two substances, hut also proves 
conclusively that the add ethylic salt mentioned above must have the 
COOH-CHj-O-O —OH, (X>OC«H**CHn*QO —«OH* 

formula || I , and not II I . 

COOOjHsC-CHj-CHj C00H‘0«JBi-€H, 
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In the latter case on elimination of carbonic anhydride an ethereal 

COOCaEVCHs-C-O-OH* 

salt of the formula II I should bo obtained; 

CH-CH**CH 3 


this would be isomeric, and not identical, with othylio methyldehydro- 
hoxonecarboxylate. 


Action of Water on Methyldelvydroliexonedicarbovylic Add. 

In the introduction it was mentioned that methyldeliyclrohexonedi- 
carboxylic acid whon boiled with water was decomposed into aceto- 
bufcyl alcohol and two molecules of carbonic anhydride, thus:— 

«H»<jggg + H*0 = OHs-OO-OHj-OHj-CH/OHj-OH + 200,. 

About 5 grams of the pure acid was dissolved in a small quantity 
of hot water and the solution thon heated to boiling in a flask con¬ 
nected with a reversed condenser until the evolution of carbonic 
anhydride had coased. The resulting liquid was saturated with 
anhydrous potassic carbonate, the oil thus precipitated extracted about 
ton times with puro other, the ethereal solution dried over potassic 
carbonate, filtered, and the othor distilled off. In this way a colour¬ 
less Ryrup was obtained, which, alter standing for some time over 
sulphuric acid in a vacuum to free it from traoes of other, gave the 
following approximate numbers on analysis:— 

0*1314 gram substance gavo 0*1206 gram H 3 Q and 0*3041 gram 

CO*. 

Thoory. 

HI* OO-CHa-UHa-Ojrjj-ClL-OH 
0 *»• •. • 62*07 por cent. 

11. 10*34 

0. 27*50 

Owing to the small amount of material at my disposal it was not 
possible io purify this kotono alcohol by fractional distillation, but a 
qualitative comparison of tho substance obtained as above with a 
spocimon prepared from methy Idohy drohoxono m tmoear boxy lie acid 
(p. 715) showed conclusively that iho two wore identical. In order 
to be sure that the reaction really took place according to the 
equation just given, a determination was made of tlio amount of car¬ 
bonic anhydride evolved when a definite amount of tho acid was 
docomposod by boiling with water, with the following results:— 

2*4811 gram substance gave 1*1482 gram CO* Theory for 200* = 
47*32 por cent. Pound 46*07 per cent. 


Found. 

63*11 per coni. 
10*10 „ 
26*70 


3 f 2 
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The amount of acetobutyl alcohol formed was not determined. 

The principal part of this rosearch was carried out in Professor A. 
v, Baeyer’s laboratory in Munich. Through the kindness of Profossors 
Roscoe and Dixon, I was subsequently enabled to fill in some of the 
details at the Owens College, Manchester. 


TiXX V — On Aluminium in the Ashes of Flowering Plants, 

By Hixorokuro Yoshida, P.C.S., Assistant Professor of Chemistry, 
College of Science, Imperial University, Tokyo, .lapan. 

It has long been known that lycopodium contains aluminium (as 
acetate) dissolved in its juices, and quite recently the presence of 
much alumina in the ash of another cryptogamous plant has boon 
announced, although the evidence does not seem quite satisfactory. 
The occurrence of this element in the ashes of phanerogamous plants, 
however, has hitherto been attributed to particles of soil adhering to 
■the plants submitted to calcination. Accordingly, in ash analyses, oven 
when elaborate, no mention is found of its presence as a constituent of 
tho real ash, and A. H. Allen’s statement, in his Commercial Organic 
Analysis (vol. I, p. 38), that “flowering plants do not contain 
aluminium as a normal constituent,“* appears to express tho cummt 
opinion of chemists. 

At least two exceptions to the supposed non-ocourronco of 
aluminium in phanerogamous plants, have, however, boon noticed by 
myself (Joum. Oh&m. Son., 43, Trans., 1883, 481) and quite recently 
by M. L’Hdte {Oonijpt. rend., 104, 853). 

in the aqueous part of tho latex of Rhus vemicifera , tho laequor troo 
of Japan, aluminium is present in solution, apparently as arabato, for 
on treating the latex with absolute alcohol, boiling tho precipitate 
thus formed with water, filtering and evaporating the aquoous extract, 
a residue of gum was obtained, which when burnt loft 5 per cent, ash, 
containing 7*8 per cent, of its weight of alumina.* 

L’Hdte’s recognition of aluminium as a normal constituent of a 
flowering plant was made in the juice of the grape, all samples, oxcopt 

* As recorded by me at the time in the Journal of the Chemical Society. Since 
then, however, I have determined the phosphoric acid, which I had regarded as 
present in too small quantity to need estimation, and as I now find it to be more 
considerable than I thought; I believe that 6'3 per cent, more closely expresses tho 
proportion of alumina than 7*8 per cent, as formerly stated. At the first oppor¬ 
tunity, I shall redetermine it. 
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•one of the fresh fruit and of wine, examined by him, having yielded 
alumina in small quantity. 

There being little or no evidence, except my own, as to whether 
aluminium is or is not to be ranked among the mineral constituents 
of flowering plants, I undertook, at the suggestion of my* respocted 
colleague, Dr. Divers, to make a few careful examinations of some 
beans and grains, in order, if possible, to decide the mattor. These 
wore completed two or three months ago, and before the notice in the 
Chemical News of L’H6te’s interesting observations, or the number of 
the Comptes rendm containing thorn had come to hand. 

The fact that tho soil of the plain of Musashi, in which Tokyo is 
situated, and which is of volcanic oiigin, is remarkable for tho large 
proportion of alumina in it solublo in hydrochloric acid, gave promise 
that, if anywhere, then certainly here, would aluminium bo found in 
flowering plants. 

The samples examined, for which I have to thank Dr. O. Kellner, 
had boon grown on tho farm lands of tho Imperial College of Agricul¬ 
ture, at Komaba, near Tokyo. Each one was carefully picked over, 
and all imperfect and visibly soiled grains rejected. 

Tho peas and beans wore soaked and well washed in water. Some 
of those wore rubbed with cloths, and loft to dry in the air and sun. 
The rest were, in their soddened state, broken up by hand in water 
into hull and cotyledons, the two carefully separated and then dried 
on filter-paper in tho sun. 

The rice (hullod),* barley, two millets and buckwheat wore also 
picked over, and were then bruised in an iron mortar, winnowed, 
washed, rubbed on a sieve until tho water passing through, showed 
scarcely any turbidity, and tlion dried on shoots of paper in tho sun. 
Tho calcination was carriod out in large platinum dishes, 100 grams at 
a timo, and in most cases several such quantities of tho proparod 
sample wore burnt, and tho ashes mixod and ground together in an 
agato mortar, Tho poas, beans, and buckwheat wore calcinod from 
first to last over tho lamp. 

Rico, whoat, and tho rest boiug more difficult bo calcine, tho 
samplos woro charred and partially burnt over tho lamp, and then the 
dish transferred to a capacious blind muffle to complete tho calcina¬ 
tion. The muffle was kopt nearly closed and at as low a temporaturo 
as possible. It was of clay, but well seasoned by work, and the dishes 
woro always romovod, whon charcoal had to he added to the firo, or 
when tho male was heating in the morning and cooling at night, aud 

* Even tho best hullod rico of commerce lias in this country adhering to it some 
of the dust which has been employed in polishing the grains after hulling, and thus 
rendering thorn translucent. This dust or powder is Boshfl. sand, a white tufa con¬ 
taining 10—12 per cont. of alumina. 
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every other care taken that no contamination with clay or charcoal 
ash should occur. Generally the calcination was effected with but 
little fusion of the ash. The prepared ash was boiled with dilute 
hydrochloric acid and evaporated completely to dryness, again 
treated with dilute hydrochloric acid, and filtered through ash-free 
paper. The residue was washed, calcined, and weighed. 

The filtrate, nearly neutralised, and mixed with sodium acetate (in 
which aluminium could not be detected), was boiled and filtered 
through ash-free paper and the precipitate washed. The precipitate 
was washed off into a platinum dish, and digested with sodium 
hydroxide, which I had prepared from sodium in a platinum dish. 
The filtered solution was acidified with hydrochloric acid and 
precipitated with ammonia. The precipitate was washed, dried, and 
ignited, and regarded as aluminium phosphate. In one or two cases, 
its composition was verified by determining the phosphoric acid in it. 

In another part of the ash, the total phosphoric acid was estimated 
by precipitation as ammonium phosphomolybdate and weighing as 
magnesium pyrophosphate. 

In the following table, there are included the numbers found for 
percentage of ash in the grains, and of phosphoric acid and silica in 
the ash, because they serve to show the normal character of the 
samples and of my analyses. 



Ash per 
cent of 
air-dried 
sample. 

Per cent, of ash of 

Alumina. 

Phosph. 

acid. 

Silica, &c. 

Poa (whole), Soia hispida. ....... 

Pea (cotyledons) .. 

Pea (hull or shin) . 

Bed bean (Azukt), JPhctseohs radia- 
tus ..... 

4*22 

4*31 

2*60 

0*87 

0*66 

2*62 

1*09 

1*68 

0*94 

1*72 

0*053 
0*000 
0*268 j 

0*096 

0*161 

0*189 

0*106 

0*140 

0*272 

0 *186 
0*113 

33 *48 

5*66 

32*89 

61 *33 
52*79 
65*55 
33*19 
40*43 
39*87 
1*91 

0*60 

3*60 

0*25 

9*86 

10*99 

1 *83 
1*19 
8*91 
8*62 
0*81 

Bice (hill). 

» (paddy) . 

Wheat .... 

Barley... 

Millet (Awa), Pamcum itaUcim. .. 

„ (ITiyti), JP. crus*corvi . 

Buckwheat..... 


From this table, it will bo seen that I have found alumina in 
every case except in that of the cotyledons of the pea, while in the 
hull or skin of the pea, one of the largest amounts of alumina occurs. 
The results here recorded may at least serve to indicate the propriety 
of reconsidering the accuracy of the dictum that aluminium is not a 
constituent of flowering plants. 
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LXXVT —Some Organic Vanadates . 

By John A. Hall, Owens College. 

Tun analogy existing between the vanadates of the alkalis on the one 
band and the arsenates and phosphates on the other has been shown 
by Roscoc, Baker ( Ohem. Soc . Joum. t Trans., 1885, 353), myself (this 
vol., p. 94), and others. 

The ethereal salts of phosphoric and aiseuio acids have been well 
investigated, bnt no work seems to have been published as yet, on the 
ethereal salts of vanadic acid; I therefore undertook the preparation 
and investigation of these compounds, with the following results. The 
ortho-vanadates of the alkyl series, with the exception of the methyl- 
derivative, can be easily prepared by the action of alkyl halogen- 
compounds on silver orthovanadate. They are yellow liquids, which 
decompose on distillation under tho ordinary pressure, but tho 
lower members of tho series can be distilled under reduced pressure. 
On addition of water, hydrated vanadic acid is procipitated; no 
evidence whatover was obtained of the existence of acids correspond¬ 
ing to tho othylphosphoric acids. 

The pyro-vanadates of the lower members have not been obtained 
in sufficient quantity for analysis, they appear to decompose as repre¬ 
sented by tho equation R 4 YA = 2R„0 -f V 2 0 6 . 

The meta-vanadates have not been obtained at all. 

It appears that tho alkyl ortho-vanadates aro more stable than tho 
pyio- or meta-compounds, whilst tho inorganic metavanadatos aro tho 
most stable, and that the organic vanadatos resemblo the correspond¬ 
ing arsenates more closely than the phosphates. 

I. Methyl Vanadates, (CH^VO*? 

When silver ortho-vanadato is boated for somo hours with rather 
less than tho theoretical quantity of methyl iodide, diluted with other 
or bonzone, the solid product is found to contain silver iodide and 
vanadic anhydride, hut tho liquid contains vory little vanadium ; 
evidently methyl vanadate has been formed and decomposed thus:— 

30H 8 I + AgeVO* « (CH 3 ) 3 VO* + 3AgI, 

2(0H 8 ) 8 YO 4 = YA + 3(0H*) A 

By no modification of the experiment have I been able to obtain the 
above compound in quantity. 
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II. Ethyl Orbhovmadate, (CaH^VO*. 

This substance is easily obtained by heating together silver ortho- 
vanadate and the theoretical amount of ethyl bromide dilutod with 
other; ethyl iodide can be usod instoad of tho bromide, but it is thou 
necessary to use a slight excess of the silver salt, or much free iodine 
is obtained, which renders the purification of tho product almost 
impossible. 

It is easy to see that a reaction takes place by the change in shade 
of the silver salt. On evaporating the now yellow ethereal liquid, a 
dark yellow residue is left which distils under a pressure of 120 mm., 
between 149*5 and 151° (uncorrectod). 

Analysis .—The vanadium was determined by decomposing a 
quantity of the substance with water and repeatedly evaporating to 
dryness with water (to remove alcohol), reducing by means of sulphur 
dioxide, and then reoxidising with standard permanganate solution. 
The carbon and hydrogen were determined by combustion. 

Calculated for 

(C 2 H 6 ) 3 V0 4 . Found. 


C. 35-6 35*15 

H. 7*41 7*54 


V*O fi .... 45*05 45*29 45*4 


The vapour-density of the substance was ascertained to bo almost 
exactly 200 (calculated for (CJBVhVO* = 202*2), using Hofmann’s 
apparatus and pseudocumene in the outer tube. 

The sp. gr. was found to be 1*167 at 17*5° 0. 

Its refractive indices are— 


For lithium line (6*708 wave-length) ........ 1*473 

„ sodium „ (5*895 „ ). 1*481 

„ thallium „ (5*439 „ ). 1*483 


Applying these figures to tho formula (wo obtain 

\(A*« + 2 )dj 

46*7 as the refractive equivalent of this compound. 

I have determined tho refractive indices of ethyl phosphate and 
ethyl arsenate. 

They are—for the phosphate— 


For lithinm line. 1*404 

„ sodium „ . 1*406 

„ thallium,, . 1*408 


* -d* — refractive index for theoretical wave of infinite wave-length. 
d — specific gravity. 

M *=» moleeolar weight. 
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For the ar&enafce— 

For lithium line. 1*437 

,» sodium „ 1*440 

„ thallium „ . 1442 


Using the above formula, we obtain 40*7 as the refractive equivalent 
for othyl phosphate, and 43 7 as that for ethyl arsenate. 

III. Propyl Vanadate, (C 3 H 7 )V0 4 

This substance was obtained in a manner corresponding with that 
used for the preparation of ethyl vanadate, which it resembles 
closely. 

Analysis . 

Calculated for 
(C 3 B 7 ) 3 V0 4 . Found 

VA. 37 3 37 5 

IV. Butyl Vanadate , (C 4 H 9 ) 3 V0 4 . 

A slight excess of silver vanadate was heated with primary butyl 
bromide and ether. The product resembles the compounds previously 
described, but it cannot bo distilled. 

The analysis yielded the following numbeis: — 

Calculated for 

(CjHo) jV0 4 . Found. 


C... 50 35 49*9 

II . 9 44 9*2 

V 8 0 6 . 31*88 32*1 


V. Amyl Vanadate , (CftHiOaVOj. 

When excess of silvor vanadate is heated with amyl bromide, using 
either othor or bonzono as a diluent, this compound is formed. It is 
a yollow liquid from which it is vory difficult to remove the smell of 
amyl bromide; this is best accomplished by heating it under reduced 
pressure, and at tlio samo time allowing a stream of dry air to pass 
through it. 

Amyl vanadate decomposes on distillation Tho rosidue contains 
vanadium totroxide and carbon, it also decomposes on standing, 
depositing a light yellow powder, which, however, has not yet been 
obtained in sufficient quantity for analysis. 

Tho analysis was conducted as in the other cases. 

Calculated for 
(C 6 H al ) 3 V0 4 . Found. 


0 . 54*84 54*53 

H. 10*05 10*1 

VA. 27*75 28*1 













754 


HALL: SOME ORGANIC YANADATES. 


VI. Ethjl Pyrovanadate , (CJHbJiVA P 

When ethyl bromide is heated with silver pyrovanadate and ether, 
a reaction begins after some honrs, the ether becomes slightly yellow, 
and on distilling it off a small quantity of a dark-yellow liquid smell¬ 
ing like the orthovanadate is left. I have been unable to so modify the 
experiment as to obtain sufficient of the liquid for analysis. 

Similar results were obtained with the other alkyl halogen- 
compounds, but in the case of amyl the yield was sufficient for 
analysis. 


VII. Amyl Pyrovanadate, (CeHji^VaO?. 

This can be prepared as above; the product is a very dark yellow 
liquid smelling strongly of amyl-compounds, it was therefore treated 
like the other amyl-derivatives described, but I was unable to freo it 
completely from amyl ether. 

The analysis gave the following figures:— 

Calculated for 
(C 0 H 11 ) 4 Y s 07 . Round. 


C. 48*17 48*8 

H. 8*83 8-7 

V 3 0*. 36 57 36*2 


The substance solidifies after a few days, probably decomposing. 

When alkyl halogen-compounds are heated with silver meta¬ 
vanadate, no organic vanadate is obtained; as the silver residne always 
contains a halogen and is mixed with vanadic anhydride, it appears 
that the reaction may be represented thus* 

RC1 * AgVOj = RVOs + AgOl, 

2EVOa = B*0 + V 4 0 # . 

When benzyl chloride is heated with silver vanadate, tho product 
consists of benzaldehyde, benzyl oxide, vanadium tetroxide and pont- 
oxide and silver chloride. This reaction can bo expressed by tho 
equations— 

3C*H 6 -CH a Cl + AgaVO* = (OeHs-CHOaVO* + 3AgCl, 
2(0 8 H fi -0H a ) s V0 4 = 3(C 6 H**CH a ) a O + V a 0* 

(C 6 H fi *CH 2 ) 3 0 + 2V a O fi = 20«H 6 *CH0 + 2V a O* + H a O. 

VIIL Methyl Phosphate , (CB^PO*. 

As I was unable to obtain methyl vanadate, and methyl phosphate 
had not been described, I tried the action of methyl iodide on silver' 
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orthophosphate, and obtained a colourless liquid boiling at 190° 
(uncorrected) under the ordinary pressure without decomposition. 
It dissolves in water without immediate formation of phosphoric acid. 
A combustion gave tho following:— 

Calculated for 
(CH3)JP0 4 . Pound. 


0 . 25*7 25-55 

H. 6-42 623 


Thus in no way accounting for the non-existence of the methyl 
vanadate. 


LXXVII.— Evaporation, and Dissociation. Part YII. A Study of the 

Thermal Properties of a Mixture of Ethyl Alcohol and Ethyl Oxide. 

By William Ramsay, Ph.D., and Sydney Young, D.Sc. 

It has been shown in Part VI of this scries of memoirs {Phil. Mag., 
1887, May, p. 435, and Aug., p. 196), that for both the gaseous and the 
liquid states tho relation of pressure to temperature at constant volume 
may, in the case of methyl and ethyl alcohols, ethyl oxide, and carbon 
dioxide, and presumably in the case of all stable liquids, bo expressed 
by the formula p s=s 6T — a. That is, the i&ochoric lines, or lines of 
equi-volume for unit mass of tho substance, are straight when mapped 
against pressures as ordinatos and temperatures as abscisses. Wo 
also showed that with the two dissociating substances, acetic acid and 
nitric peroxide, such isoehoric lines are not straight, but are, at largo- 
volumes, tangential to tho theoretical isoehoric linos of minimum 
density at high temperatures, and at lower temperatures probably 
tangential to tho theorotical isoehoric linos of maximum density. A 
comparison of tho bohaviour of such stable and dissociable substances 
has shown the offoot of.chomio&l union on the relations of pressure, 
temperature, and volumo. 

But tho mixture of two liquids, such as alcohol and water, is 
known frequently to be accompanied by contraction and by evolution 
of heat. It therofore appeared of interest to investigate thoroughly 
the behaviour of such a mixture, in order to throw light on the 
nature of this attraction. 

Such a mixture must, in our opinion, be regarded as a solution of 
the one liquid in the othor, and the meaning of the word “ solution ” 
must bo so extended as to cover such instances. Por while we speak 
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of the “ solution ” of a solid in a liquid, and of tlio u solution ” of a 
gas in a liquid, it is customary to speak of the “ mixture 99 of two 
liquids. A solid paraffin, of definite formula for example, dissolves in 
a liquid paraffin of lower molecular weight; but the solid paraffin 
may be melted, and then mixed with the liquid, and it cannot be 
denied that the end result is identical in both cases. It happens that 
it is, as a rule, impossible to mix a fused salt with liquid water; but 
that is owing merely to the difficulty of obtaining water at a suffi¬ 
ciently high pressure and temperature. Mr. Shenstono has recently 
shown that with the easily fusible salt, silver nitrate, mixture with 
water at high temperatures takes place in any desired proportion. 
The following results, we think, may therefore throw light on the 
vexed question of solution. 

For a description of our apparatus and methods, we must refer to 
our memoir on ethyl oxide (Phil. Trans., 1887, Part I, p. 57). 

In filling the experimental tube, an attempt was made to obtain 
molecular proportions of ether and alcohol. A mixture of these liquids, 
weighed out in the desired proportions, was introduced by moans of a 
pipette into the little apparatus, displacing the mercury with which th e 
apparatus had been filled; a woodcut of this apparatus is shown on 
p. 61 of our memoir on ether (loc. cit .)• After the mercury had been 
removed in great part by a Sprengel’s pump, the exit from the bulb 
was sealed. There was, therefore, practically no air in the bulb or 
the experimental tube, its space being occupied by the mixed vapours. 
The liquid in the experimental tube was then repeatedly boiled in the 
usual manner, so as to displace the air-film adhering to its walls. Wo 
supposed that we had then the desired mixture in onr tube. But 
data will be produced to prove that during the process of boiling, 
ether had escaped in groater proportion than alcohol; hence our final 
proportion was not molecular, but in the ratio of 63 mole, of alcohol 
to 37 mols. of ether. 

The pressures were measured by two gauges, as usual, but the 
low pressure gauge was separately controlled (and its indications 
subsequently transferred to the high pressure gauge) by direct com¬ 
parison of several readings against a column of mercury of known 
height and temperature. The comparison is as follows:— 


Calculated. 

Found by 
direct reading. 

mm. 

mm. 

1008-7 

1005-0 

1182-8 

1180-4 

1299-9 

1299-6 

1839-9 

1337-5 


The mean difference is 0’2 per cent., and by taking the mean of all 
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the readings we assume that the probable error is not above 0*1 per 
cent. 

The specimens of alcohol and ether were specially prepared as 
described in our former paper, and were dried finally with sodium. 
The boiling points, as before, were absolutely constant. 

Experimental Results. 


As the vapour-pressures of a mixture of liquids is a function of the 
relative volumes of liquid and gas, we were precluded from experi¬ 
ments of this nature. There is no true vapour-pressure, and in the 
diagram on Plate II representing isotherms the lines corresponding 
to the vapour-pressures of a pure substance are given; and it is 
evident that with the mixture the pressure rises with decrease of 
volume. The vapour-densities at low temperatures were also omitted, 
inasmuch as tho behaviour of such a mixture at low temperatures is 
deducible from measurements at higher temperatures and pressures. 


Constants at High Temperatures, 

This senes includes a few determinations of compressibility at low 
temperatures. The usual corrections woro employed for volume, 
pressure, and temperature, for details concerning which our memoir 
on ether may be consulted (loc. cit., p. 65). 

As before, three quantities were employed; the largest occupying 
0*3558 c c. at 13*5°; the middle quantity, 0*04765 c c. at 15 6°; and 
the smallest quantity, about one-tenth of the middle quantity. With 
tho largest quantity, the expansion of tho liquid and the compressi¬ 
bility wore measured; with the middle quantity, tho behaviour at 
temperatures ranging between 190° and 275°, as regards pressure, 
temperature, and volume, both as liquid and gas; and with tho 
smallest quantity, from 80° up to 275°, similar data woro obtained for 
tho gas. Those measurements cover all tho relations of pressure, 
temperature, and volume, from 350 c.c. per gram, down to 1*8 c.c per 
gram. 

So far, the two bodies had remained mixed. At 210°, the volume 
was increased as much as possible, in order to ascertain whether total 
evaporation would take place. Tho effect of this was to partially 
separate the alcohol from the othor, the more volatile ether occupying 
the top of the tube, while the loss volatile alcohol remained mostly in 
the state of liquid. It will he seen from the numbers (p. 759), and 
from the diagram (Plate I), that the volumes are much influenced by 
mixture. 
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Measurements with the Largest Quantity. (Plate I.) 


Temp. 

Pressure. 

Vols. of 

1 gram. 

Temp. 

Pressure. 

Vols. of 

1 gram. 


mm. 

C.C. 

O 

nun. 

C.C. 

20 

1500 

1-3197 

140 

9300 

1-6309 


9559 

1 *3171 


10880 

1-6295 


43306 

1*3105 


16370 

1*6229 

30 

800 

1-3365 


22050 

1-6163 


22020 

1 -3306 


27360 

1*6094 


48800 

1-3242 


34130 

1*6030 

40 

800 

1-3540 


39760 

1-5964 


1X630 

1-3506 

150 

11890 

1-6768 


33510 

1 '3441 


17010 

1-6695 

50 

800 

1-3720 


21470 

1-6680 


* 6880 

1-3706 

1 

25850 | 

1-6562 


26890 

1-3641 


80780 

1-6497 


51280 

1-3576 


35740 

1 -6430 

60 

800 

1*3931 


40870 



7535 

1-3904 


46500 



26560 

1-3839 

160 

14180 



46400 

1 -3772 


16680 


70 

1000 

1 -4159 


19670 



11620 

1-4106 


23120 

IB] rjfitflif 


26560 

1-4040 


26270 

1-7095 


41210 

1*3976 


29850 

1-7028 

80 

2291 

1-4348 


34280 

1-6962 


11910 

1*4303 


38210 

1*6896 


22410 

1-4237 


42510 

1-6830 


40330 

1 -4173 


46510 

1-6764 

90 

2863 

1*4608 

170 

17010 

1 -8015 


5305 

1-4581 


18470 

1-7962 


10920 

1*4570 


20650 

1-7896 


22040 

1-4502 


23300 

1*7830 


36030 

1-4436 


25860 

1-7763 

100 

3679 

1-4889 


28200 

1*7697 


5950 

1 -4861 


30950 

1-7630 


13240 

1.4836 


33630 

1-7564 


23310 

1-1769 


36840 

1-7498 


35010 

1-4704 


39800 


110 

4730 

1-5199 


42420* 

■Bn 


8070 

1*5166 


46400 



17810 

1-5099 


50150 

SW 


27330 

1*5045 

180 

22240 



38530 

1*4969 

* 

24280 


120 

5925 

1 *5511 


26020 



9300 

1*5498 


27530 



17020 

1-5432 


29360 



24400 

1-5366 


31200 

1*8364 


34400 

1-5300 


33480 

1-8297 


43800 

1*5234 


35500 

1 *8232 

130 

6745 

1-5895 


38160 

1-8166 


13640 

1-5828 


39970 

1 -8100 


20840 

1-5762 


42630 

1-8083 


27370 

1-5696 


44890 

1*7966 


34760 

1*5629 


47800 

1-7900 


42870 

1-5564 

190 

25700 

1-9770 
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Temp. 

Pressure. 

Yol. of 

1 gram. 

Temp. 

Pressure. 

Vol. of 

1 gram. 

o 

mm. 

C.C. 


mm. 

oe. 

100 

27450 

1 *9635 

200 

32430 

2 *0864 


29870 

1*9501 


33560 

2 07X1 


31930 

1*9368 


34810 

2*0576 


34680 

1*9234 


36260 

2*0443 


37200 

1 *9100 


37840 

2*0309 


40140 

1 *8969 


39450 

| 2*0175 


43390 

1*8835 


41300 

2*0040 


46970 

1*8702 


43340 

1*9907 

200 

30940 

2*1047 


45490 

1*9778 


31410 

2*0980 


47860 

1*9639 


The following series may bo held to relate to partially separated 
liquids:— 


Tomp. 

Pressure. 

Yol. of 

1 gram. 

Temp. 

Pressuro. 

Vol. of 

1 gram. 

o 

mm. 

c.c. 

o 

mm. 

C.C. 

210 

35820 

2*3272 

2X0 

37830 

2*2434 


35860 

2*3150 


38980 

2*2201 


36200 

2*3014 


40460 

2*1931 


36840 

2*2742 

i 

i 



This sories formed the conclusion of a day’s work. The tribe was 
necessarily allowed to cool, and again lieated np, when thorough 
mixture was obtained by the violent convection currents. A repeti¬ 
tion gavo the following numbers:— 


Tomp. 

Pressure. 

Yol. of 

1 gram. 

Tomp. 

Pressuro. 

Vol. of 

1 gram. 


mm. 

C.C. 


nmi. 

o.c. 

210 

34880 

2*3096 

210 

40920 

2-1796 


35570 

2*2877 


42910 

2 •1526 


36520 

2*2606 


45220 

2-1250 


37650 

2*2387 


47790 

2-0980 


39180 

2*2066 


61090 

2-07X7 


The volume was then groatly increased, so as to reproduce a separa¬ 
tion. On compressing to a small volume, no meniscus was visible, 
owing to the fact that the ether, which had now accumulated at the 
top of the tube, was above its critical temperature. Two readings 
wore takon here. The pressure being 37810 mm., the volume was 
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2*5456 c.c. per gram, and at 38140 mm. the volume was 2*4778 c.c. 
Tlie volume was again increased to about 4*5 c.c. per gram, and again 
decreased. 

The following series was obtained:— 


Temp. 

Pressure. 

Vol. of 

1 gram. 

Temp, 

Pressure. 

Yol. of 

1 gram. 


mm. 

c.c. 


inm. 

O.C. 

210 

87070 

2-5456 

210 

43650 

2*1796 


37640 

2-4099 


45380 

2*1526 


39700 

2-2877 


47400 

2*1256 


40450 

2-2607 


49850 

2*0986 


41230 

2-2337 


52570 

2*0717 


42400 

2-2066 

i 





The volume was then slightly increased, and a few readings were 
taken. 


Pressures. 40350 mm. 39530 mm. 37610 mm. 

Volumes. 2*2607 c.c. 2*2877 c.c. 2*4099 c.c. 


It is evident that these readings closely correspond with those of 
the last series. 

The liquid was then allowed to cool partially, and then heated 
again. Partial mixture had taken place. 

Pressure.. 39750 mm. Volume.. 2*2607 c.c. (A.). 

The process was repeated, and the following readings taken:— 


Pressures. 39510 and 39350 mm. 

Volumes. 2*2580 „ 2*2594 c.c. per gram. 


These are indicated on the diagram, Plate II, as (B). 

After a further separation had been effected by heating tho lower 
portion of the tube, while allowing the upper portion to cool, tho 
volume being large in order to favour distillation, the temperature was 
equalised, and the volume reduced. It was then found that in addition 
to the meniscus formed by the alcoholic ether at the top of the liquid, 
a second meniscus was visible at the junction of the two heterogeneous 
liquids. Two readings were taken; and it will he seen that the 
pressure corresponding to these volumes is much higher than 
previously. 


Pressures...... 40570mm. 41340mm. (0). 

Volumes . 2*2877 c.c. 2*2607 c.c. (0)! 
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By suitable beating, a partial mixture was obtained, and tbe follow¬ 
ing readings taken:— 


Pressures. 39450 mm. 38490 mm. (D). 

Volumes ...... 2 2007 c.c. 22871 c.c. (D). 


The volume was lastly kept smill, to prevent boiling, and tbe upper 
part of the tube was cooled. The meniscus at tbe division of tbe 
ether and alcohol was seen to descend the tube, until it became lost 
at tho surface of the mercury. The whole of tbe tube was again 
heated, and readings were taken. 


Pressures. 3G670 mm. 35520 mm. (E). 

Volumes. 2*2607 c.c. 2*2877 c.c. (E). 


It will bo seen that these readings agree perfectly with those of tbe 
second series. 

It is obvious from these observations, that the volume of the s 
substances when thoroughly mixed is smaller than when they are 
separate, under these conditions of temperature and pressure. On 
increasing tbe volume slightly, the moniseus at the top of the 
thoroughly mixed liquids was perfectly visible, and there was no sign 
of junction in the body of the liquid. Experiments were also made 
at 220° with partial mixture, and with complete mixture, with the 
same general results, although much less marked. 


Scries I. 


Tomp. 

Pressure. 

Vol. of 

1 gram. 

Temp. 

Pressure, 

Yol. of 

1 gram. 

6 

mm. 

o c. 

<1 

mm. 

cc. 

220 

39130 

3*7100 

220 

39310 

3 4441 


3H100 

3 0180 


39160 

3-3761 


392i >0 

3 *6201 



3 308L 


39230 

3 6123 


HI 

8*2269 


Scries II. 


Temp. 

Pressure. 

Vol. of 

I gram. 

Temp. 

Pressure. 

Vol. of 

1 gram. 


mm. 

c.c. 


mm. 

C.C. 

220 

41860 

2 4106 

220 

60500 

2 2760 


45700 

2-3636 


48960 

2 3021 


46500 

2 3563 


47040 

2 *3292 


47740 

2 3^92 


46590 

2*3563 


48000 

2 3021 


45710 

2*3835 


50500 

2-2750 


44860 

2 4106 


54140 

2-2478 


43170 

2*4786 


3 G 


VOL U, 
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Series II. 


Temp. 

Pressure. 

Vol. of 

1 gram. 

Temp. 

Prcsburo. 

Vol. of 

1 gram. 


mm. 

e.c. 


mm. 

C.C. 

220 

41050 

2*3522 

220 

39280 

3 *2269 


41150 

2*6143 


39360 

3*0908 


40550 

2-6826 


39670 

2*9549 


. 39800 

2*8189 


39820 

2 *8189 


39410 

2*9549 


40230 

2*7508 


39340 

3*0908 


40650 

2 6826 


39200 

3 2269 


41840 

2*6143 


39130 

3 *3761 


42150 

2*5522 


39110 

3*6 ISO 


43370 

2*4785 


39220 

3*5123 


45090 

2 ‘4106 


39180 

3 *4480 


89120 

3*6480 


39220 

3*4123 


39130 

4*3319 


39260 

3*3761 





After the second last measurement was taken, the volume was 
increased and a small quantity of liquid appeared at the bottom of the 
tube; on still further enlarging the volume, this liquid increased, and 
then began to decrease. If the volume was increased very slowly to 
the same amount, no liquid appeared. This behaviour is probably 
due to cooling and consequent separation of alcohol. 


Measurements with the Middle Quantity. (Plate II.) 


Temp. 

Pressure. 

Vol. of 

1 gram. 

Temp. 

Pressure. 

Vol. of 

1 gram. 


mm. 

c.c. 


nun. 

O.C. 

190 

13370 

32*41 

190 

21570 

1(5*04 


13700 

3137 


22070 

15*00 


14 80 

30*35 


22370 

14-00 


14400 

29 33 


22620 

13*00 


14860 

28*33 


22820 

12*01 


15270 

27*29 


23060 

11*04 


15690 

26 27 


23210 

10*06 


16170 

25*25 


23340 

9*070 


16680 

24*14 


23560 

8*092 


17180 

23*12 


23640 

7*113 


17750 

22*11 


23870 

6*136 


18310 

21 *09 


24000 

5*163 


18900 

20*06 


24200 

3*218 


19530 

19*04 


24330 

2*250 


20190 

18*04 


24780 

1*961 


20870 

17*02 
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Temp. 

Pressure. 

Tol. of 

1 gram. 

Temp. 

Pressure. 

Tol. of 

1 gram. 

o 

mm. 

cc. 


mm. 

e.c. 

200 

29300 

2 089 

200 

26440 

12 *02 


S07C0 

2 069 


27060 

11 *04 


13850 

32 '42 


27300 

10*06 


14600 

30 36 


27570 

9*072 


15430 

28*31 


27680 

8-094 


If 350 

26'28 


27910 

7*115 


17410 

21 IS 


28020 

6-138 


18580 

22 *11 


28130 

5*164 


19840 

20 07 


28330 

4*189 


23300 

18 04 


28410 

3*219 


22840 

16 02 


28740 

2 250 


24610 

14 00 




210 

33670 

2*314 

210 

26070 i 

14 *01 


35610 

2 267 


28210 

12*03 


34650 

2 298 


30540 

10 07 


14340 

32 41 


33630 

9*oftr 


11130 

30*38 


32590 

8*099 


36010 

28*33 


82860 

7 120 


16970 

26*29 


32900 

6*143 


18120 

24*17 


33060 

5*167 


19350 

22 12 


33340 

4*192 


20730 

20 08 


333S0 

3*224 


22310 

18*05 


37200 

2*253 


21070 

16 03 





At 219*5°, -wit-li small volumes, no meniscus was visible, and the 
substance became clouded on slightly increasing volume, presenting 
the usual appearance of a body at its critical point. On still further 
increasing volume, a permanent meniscus appeared. It appears 
therefore that 219*5° is the critical temperature of this particular 


Temp. 

Pressure. 

Tol. of 

1 gram. 

Temp. 

Prossure. 

ToLof 

1 gram. 


mm. 



mm 

C.C. 

220 

1)800 


220 

31150 

9*076 


15630 




8*099 


16340 

■ 


36820 

7*120 


17570 



38050 

6-L40 


18790 

24 17 


38830 

5-167 


20090 

22*13 


38960 

4-192 


21600 

20 08 


89510 

3*219 


23350 

18-05 


40420 

2*786 


25230 

1« 03 


42110 

2 541 


27480 

14 01 


43850 

2*444 


29980 

12*03 


46280 

2*349 


32770 

10-07 


51390 

2-251 


3 u 2 
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Temp. 

Pressure. 

Vol. of 

1 gram. 

Temp. 

Pressure. 

Vol. of 

1 gram. 


mm. 

c.c. 


mm. 

c.c. 

230 

15270 

32 *44 

230 

34730 

10 07 


16130 

30*38 



9-080 


17100 

23*34 


38240 

8*102 


18170 

26 30 


40140 

7-128 


19450 

24 17 


41800 

6*146 


20830 

22*13 


43310 

5*173 


22450 

20*08 


44840 

4*193 


24230 

18 06 


46410 

3*224 


26390 

, 16*03 



2-736 


28840 

14*01 


51050 

2*638 


31610 

| 12*02 


47730 

2*929 

240 

38810 

9*080 

240 

48070 

5-172 


41050 

8*102 


50680 

4*192 


43200 

7-128 


52060 

3-709 


45620 

6*146 


54340 

3*224 

250 

16130 

32*46 

260 

31340 



17090 

30*40 


34720 

Bfr 


18120 

28 *35 


38770 



19310 

26*29 


41100 

■EfiSI 


20710 

24*18 


43710 

Bgii 


22230 

22*15 


46160 

hkH 


24000 

20*10 


49340 

6*146 


26100 

18*07 

1 

52590 

6*173 


28480 

16*04 




275 

17150 

82-48 

275 

31060 

16*05 


18230 

80-42 


34380 

14-03 


19350 

28-37 


38440 

12*04 


20650 

26-33 


43100 

12*09 


22250 

24-20 


46280 

9*090 


23900 

22 15 


49829 

8-no 


25870 

20-11 


53930 

7-129 


28220 

18 08 





mixture. On increasing volume, the relative amount of alcohol in 
the liquid is increased, when the critical temperature would be 
higher. 
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Measurements with the Smallest Quantity . 


Temp. 

Pressure. 

Yol of 

1 gram. 

Temp. 

Pressure. 

Yol of 

1 gram. 


mm. 

cc. 


mm. 

ee 

80 

10-42 

350*3 

80 r 

1422 

129 9 


1104 

306*0 


1496 

108-7 


1160 

273 0 


1590 

87-47 


i 

1195 

238 9 

liquid 

1705 

66 35 

liquid 


1228 

1263 

216-9 

194 9 

present ' 

1763 

1830 

55 81 

45 28 

present 

1 

1306 

173 l 


1899 

34 78 



I860 

151 *3 


1978 

24 31 

100 

1168 

350-5 

loo r 

2397 

130 0 


1317 

306*1 


2493 

108 8 


1468 

273-1 


2619 

87 54 


1665 

239 0 

liquid 

2784 

66 40 


1822 

217-0 

present 

2885 

55-85 


2012 

195-0 

2996 

45 32 


2188 

173 2 


3112 

34*81 


2305 

151 *4 

L 

3239 

24*33 

130 

1263 

850 7 

130 

3287 

130*1 


1439 

306*4 


3808 

108-8 


1608 

273 3 


4619 

87 58 


1827 

239*2 

r 

5673 

6$ 43 


2004 

217*2 

liquid 
present " 

5835 

55 88 


2220 

195*1 

6022 

45*34 


2483 

173 3 

6270 

34 82 


2808 

151 6 

V. 

6543 

24*34 

160 

1344 

865*1 

160 

3408 

131*7 


1633 

810*2 


4X36 

110*2 


1714 

270*8 


5054 

88*69 


1949 

212 3 


6470 

67*25 


2114 

219*0 


7539 

56*58 


2373 

197*6 


8961 

45*91 


2604 

175*5 


10975 

35*26 


8027 

153*4 




170 

1393 

851-1 

170 

4306 

108-9 


1600 

306-7 


5266 

87-66 


1778 

273 6 


6751 

66-40 


2046 

289-4 


7873 

55-93 


2227 

217-4 


9409 

45 38 


2466 

195-8 


11612 

34-86 


2766 

173 6 


13081 

29-62 


3143 

151-7 


14939 

24-37 


3643 

180-2 
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Temp. 

Pressure. 

Vol. of 

1 gram. 

Temp. 

Pressure. 

Vol. of 

1 gram. 


mm. 

c.c. 


mm. 

CO. 

180 

1424, 

351*2 

180 

4431 

109 0 


1628 

306 7 


5398 

87-68 


1827 

273-7 


6981 

66*50 


2074 

239-6 


8187 

55*94 


2280 

215-4 


9748 

45*39 


2527 

195 4 


12100 

31-87 


2832 

173-5 


15826 

24*38 


3224, 

151-7 


18410 

19*13 


3734 

130*2 




200 

1487 

351-3 

200 

4674 

109*0 


1701 

306*9 


5711 

87-73 


1903 

273-8 


7387 

66-54 


2172 

239*6 


8643 

55 *97 


2388 

217-5 


10410 

45*42 


2654, 

195*5 


13000 

34*88 


2975 

173-6 


17300 

24*39 


3383 

151 8 


20500 

19*13 


3931 

130*3 




220 

1541 

851-5 

220 

4877 

109*1 


1768 

307 0 


5997 

87*77 


1980 

273-9 


7777 

66*57 


2259 

239-7 


9130 



2488 

217-7 


11000 

45*44 


2763 

195-6 


13860 

34*90 


3105 

173-7 


18730 

24*40 


3536 

151-9 


22450 

19-14 


4100 

130-4 




230 

1561 

351-6 

230 

4201 

130*4 


1806 

307-1 


4981 

109*1 


2010 

274-0 


6152 

87-79 


2295 

239-8 


7966 

66 58 


2532 

217-7 


9356 

56*01 


2811 

195-6 


11310 

45-45 


3160 

173-7 


14300 

34*91 


3614 

151-9 


19330 

24*41 

250 

1682 

339*0 

250 

5438 

105*1 


1935 

296*1 


6680 

84*65 


2167 

264*2 


8689 

64*19 


2474 

231*2 


10225 

54*00 


2740 

209*9 


12397 

48*82 


3048 

189*1 


15700 

33*66 


3425 

167*5 


21320 

23*53 


3914 

146*5 


26010 

18*46 


4553 

125*7 
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Temp. 

Pressure. 

Vol. of 

1 gram. 

Temp. 

Pressure. 

Yol of 

1 gram. 


mm. 

e e. 


mm. 

c c. 

273 

1732 

339 2 

275 

5706 

105 2 


2019 

296 3 


6958 

84 71 


2252 

264 *4 


9213 

64 24 


25S6 

231 -4 


10810 

54 04 


2855 

210*1 


13290 

43 85 


3186 

188*8 


16710 

33 63 


3598 

167 *6 


22920 

23 54 


4113 

146 6 


28100 

18 48 


4792 

125 *8 

i 




Weight of Substance employed .—To ascertain the volume of 1 gram 
of the mixture, it is necessary to know the weight. That was obtained 
by assuming that when ihe product of pressure and volume is constant, 
the gases present have their normal density. But the problem of 
ascertaining the weight is a complex one, inasmuch as the accurate 
relative proportions of the alcohol and ether are unknown. And it is 
still fmther complicated by the fact that on two occasions, small 
traces of liquid found their way up the experimental tube, thereby 
increasing the mass of the smallest quantity. Thoro is, however, no 
possibility of a mistake having occurred by such small additions, for 
after each day’s work the temperature was brought back to that at 
which the first determinations were made, and identical results wei o 
obtained except in the two cases where liquid was seen to ascend. 
The amount of liquid remained constant at the following tempeia- 
turcs:—160°, 170°, 180°, 200°, 220°, and 230°; and the products of 
pressure into volume at the largest volumes are as follows:— 


160°. 

170°. 

180°. 

200°. 

220°. 

230°. 

I 

1639-4 

1676*3 

1761 7 

1815 '9 

1812 0 


HT'TW 

1674 1 


1820 0 

1859 2 



1676*2 

1747-2 

1818 5 

1846 4 

Yol. decreased 

1641*8 


1745-0 

1815 ‘9 
1815 6 

1844*8 

from 4 to 3 

decrease 

decrease 

decrease 

decrease 

decrease 

between ex¬ 
tremes. 

3 to 2. 

4 to 3. 

3 to 2. 

8 to 5. 

3 to 2. 


It is evident from these numbers that we are justified in regarding 
the vapour-density as normal. But in order to know the weight, we 
must know the vapour-density; and in order to ascertain the vapour- 
densily, we must know the relative proportion of each constituent. 
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The vapour-densities of mixtures of alcohol and ether in the propor-» 
tions of a? molecules of alcohol to 100 —x molecules of ether were 
calculated; and also the corresponding weights from the mean value 

of and these vapour-densities. The weights were then mapped 
t 

against values of x. It will be seen later that the truo weight was 
obtained from the intersection of this line with another, which must 
now be explained. 

It was supposed, as has been mentioned, that the tube was originally 
filled with a mixture of ether and alcohol in molecular proportiors. 
In order to obtain the weight of the largest quantity of mixed liquids 
in the experimental tube, two methods of determining specific gravity 
were resorted to; (1) direct determination of the specific gravity of 
the mixture; and (2) measurement of the contraction on mixing the 
alcohol and ether in molecular proportions at 0°. From the known 
specific gravities of the two liquids at 0°, the specific gravity of the 
mixture can be deduced from the second method. The first method 
proved unsatisfactory owing to the extreme difficulty, if not im¬ 
possibility, of filling any form of specific gravity apparatus without 
evaporating some of the ether; the results obtained were for this reason 
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always too high. We therefore avoid giving details; but it may bo 
mentioned that the specific gravity found at 12*9°, with all corrections 
for a vacuum, &c., introdnced, was 0*07564. To determine the contrac¬ 
tion on mixing, an apparatus (shown in the accompanying woodcut) 
was employed. 

Two bulbs, A and B, communicate by a wide capillary. To the top 
bulb a graduated stem C was sealed, near the upper end of which 
a small bulb was blown. The apparatus was calibrated and weighed; 
and the capacity of the lower bulb was reduced to such an amonnt by 
addition of mercury, that the amount of alcohol which it contained 
np to the constriction at 0°, bore a molecular proportion to the ether 
contained in the upper bulb and the stem. While the apparatus was 
kept in melting ice, alcohol was inti oduced so as to fill the lower bulb 
to the constriction, and ether was then poured in so as to fill the 
upper bulb and the stem up to a calculated mark. The upper tube 
above the small bulb was then closed by sealing. The apparatus now 
contained alcohol and ether in molecular proportions, unmixed. By 
inverting and shaking the apparatus, meicury was made to pass 
repeatedly from one bulb into the other, thus being replaced by the 
mixed liquids. After 20 inversions, no further contraction took 
place, and the altered volume was then read, again at 0®. The 
following results were obtained:— 

First measurement...... 0*725 per cent, contraction. 

Second „ . 0*731 

Mean.. 0*728 „ 

With 0*728 per cent, contraction, the specific gravity of the mixture 
is 0-7671, and its specific volume, 1-3036, the specific volume of 
alcohol at 0° being taken as 1-2403, and that of ether 1*3583 (see onr 
provious memoirs on alcohol and other). It has been assumed that 
the percentage contraction does not greatly vary when the propor¬ 
tions of alcohol and ether are considerably altered. We are justified 
at least in supposing that the result of the following calculations, 
giving the weight, would not be appreciably affected. 

The next step was to obtain tlio ratios of the weights of the second 
and third quantities to the first, by comparison of the volumes at the 
same temperatures and pressures, both in the liquid and gaseous 
states with the smallest quantity; and in the gaseous state with the 
smallest quantity. The following ratios were obtained between the 
largest and middle Quantities 

Ratios. —013235; 0*13096; (H3256; 0-13218; 0*18385 j 013524; 
013362 ; 0-13333 ; 0-13273 ; 018302; 013421. Mean, 01331. 
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The ratios between the middle quantity and the smallest quantity 
were also determined:— 

Eatfos.-0*09224; 0*09238; 0*09285; 0*09290; 0*09222. Mean, 
0*09252. 

Ratio between smallest and largest quantities, 0*0132. 

Since the weight of the largest quantity is calculated from its 
specific gravity, and the ratio between that and the smallest is 
known, that of the smallest also depends on the relative proportions 
of alcohol and ether. It may be confidently assumed that all three 
portions have the same composition; for, in order to obtain the 
middle quantity, the tube was inverted after thorough mixture hail 
been ensured, and a portion of the mixed liquid allowed to escape 
through the mercury; and the smallest quantity was obtained in a 
similar manner. 

We have now two means of calculating the weights of the smallest 
quantity for different molecular proportions; first from the normal 
vapour-density, by the method already described; and, second, from 
the specific gravities of the liquid, also calculated for different 
molecular proportions. 

The results of the first process are as follows, where x is the 
number of molecules of alcohol in 100 of the mixture:— 



Vapour- 

den&ity. 

Weight. 

Vol. of 1 gram 
liquid at 0°. 

Weight. 

x — 50. 

30*0 

0*003566 

1*3036 

0*003312 

65. 

29 *3 

0-003483 

1*2979 

0*003326 

60. 

28-6 

0*003400 

1*2920 

0*003342 

65. 

279 

0*003316 

1*2857 

0*003358 

70. 

27*2 

0*003233 

1*2791 

0*003375 


On mapping the weights obtained by both methods against values 
of a?, the point of intersection of the two curves gives the value of js 
as 63, and of the weight as 0*003352 gram, and the volume of 1 gram 
of the mixed liquid at 0° is consequently 1*2882 c.c. 

From the ratios previously stated it follows that the weight of the 
middle quantity is 0*03623 gram, and that of the largest, 0 27204 
gram. 

Similar comparisons of the smallest quantities among themselves 
gave the weight of that portion used for the isothermals 160°, 
0*003313 gram, and for the isothermals 250° and 275°, 0*003479 
gram. 
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Reduction and Arrangements of Results. 

Vapour-pressure*. 

It has already been pointed out that the vapour-pressures of a mix¬ 
ture vary with the volume, and that pressure continues to rise, on 
diminution of volume, even after liquid has begun to appear. For 
example, at 190° liquid begins to be visible at a pressure of 22000 mm , 
and the last bubble of gas disappears at about 24600 mm. The pres¬ 
sure has thus risen 2600 mm., or over 10 per cent, of its total amount 
during condensation. The rise of pressure is even more remarkable at 
lower temperatures. At 80°, condensation begins at a pressure of 
about 1200 mm., and the last trace of gas is condensed at 2290 mm. 
The pressure is therefore nearly doubled during condensation. It is 
clear from this that any attempt (and attempts have been made) to 
determine the vapour-pressure of a mixture by the statical method 
must lead to wholly erroneous, and indeed uninterprotablo results, 
inasmuch as the relative quantities of the two substances in the 
residual liquid woxdd alter with each alteration of volume. Moreover, 
by the dynamical method, the results can only be even approximately 
correct when the volume of liquid is very large compared with the 
volume of vapour. 


Compressibilities of Liquid. 

The isothermals for the liquid state, showing decrease of volume 
on increase of pressure, were for purposes of smoothing mapped on 
curve-paper, and isobars were drawn representing the relations of 
volume to temperature. The isothermal^ are shown on Plate I. The 
circles on the diagram are the experimental points; the crosses are 
retransferred from the isockors. 

The results are given in the table (p. 772). 


Orthobaric Volumes of 1 gram of Liquid . 


Temp. 

Volume. 

Temp. 

Volume, 

Temp. 

Volume. 

0° 

1*288 

80° 

1*4365 

150° 

1-6785 

10 

1-302 

00 

1*461 

160 

1-783 

20 

1-3195 

100 

1*489 

170 

1*7965 

SO 

1 -3365 

110 

1*520 

180 

1*874, 

40 

1-354 

120 

1*552 

190 

1*976 

50 

1-373 

130 

1*590 

200 

2-107 

60 

70 

1-893 

1-413 

140 

1*6305 

210 

2*327 














Pressure in Millimetres . 
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These numbers are calculated from volumes directly read after the 
last trace of vapour bad disap >eared at the top of the experimental 
tube. It is questionable whether the word “ orthobaric u should be 
used; but by the method of measurement, the true vapour-pressure 
of the mixture must have been nearly obtained. The volumes were 
plotted against temperature, smoothed graphically, and reproduced as 
above. 

Inasmuch as it is impossible to detect the volume at which the first 
trace of liquid makes its appearance in the experimental tube, it is 
impossible to give the volumes of the saturated vapour. These 
numbers cannot be read from the curves, for the transition from gas 
to liquid is accompanied by gradual rise of pressure; there is no 
definite angle between the line representing volumes in the gaseous 
condition, and that representing the state in which liquid and gas are 
both present at once. For the same reason, it is impossible to cal¬ 
culate the heats of vaporisation. 

Two points of interest present themselves. In the case of pure 
stable liquids, the isochoric lines, or lines of equal volume, are 
straight, both for the liquid and the gaseous states. It is an 
interesting question whether the isochoric lines of a mixture are 
similar to those of a pure substance, or whether they are sinuous 
curves, in some way resembling those of a dissociable body (see Phil. 
Mag 1887, May and July). Another question is, what alteration 
occurs in the volumes of the two liquids or gases ou mixing? How 
do the volumes of the mixture compare with the sums of the volumes 
of the constituents ? We shall consider these points in their order. 

Isochoric Lines . 

The isoohors for the liquid state wore constructed from the isobars; 
they arc represented on Plate III. From this it will be seen that 
from volumes of 1*32 c.c. per gram up to 2*7 c.c. per gram, the 
isochoric lines are straight between wide limits of pressure. As the 
volumes increase, the isoohors, which wore constructed from the iso¬ 
therms, begin to show curvature which increases with rise of volume; 
and the curvature of each iudividual isochor increases with fall of 
prossure and temperature. This is evident on the diagram at volumes 
between 9 c.o. per gram and 30 c.o. per gram. It is probable that 
if measurements could have been made at still higher temperatures, 
these lines would also have become straight. Towards 30 c.c. per 
gram, the isoohors are again becoming straighter, and at still larger 
volumes deviation from straightness becomes imperceptible at high 
temperatures. It is to be noticed, however, that at lower tempera¬ 
tures, these isoohors exhibit curvature on approaching the vapour- 
pressure band. 
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It lias been already remarked that the pressure of the vapours of 
a mixture of liquids depends on their relative amounts, which again 
depends on the relative volumes of tlio liquid and vapour. As these 
are continually changing during evaporation, the vapour-pressures 
are representable not by a line but by a band. This is well seen in 
the diagram of isochoric lines (Plate III); and, as has been 
remarked, the isochors show curvature before reaching this band, ' 
whereas with a pure liquid the isochors remain perfectly straight, 
and indeed can be induced to cut the vapour-pressure line. This 
curvature of the isochoric lines appears to be sudden for small 
volumes (liquid), but is gradual at large volumes (gas). 

It is a question of interest whether such isochoric lines for a 
mixture of liquids can be conceived to cut through the vapour- 
pressure band. It may be remembered that in the case of pure 
liquids this is experimentally possible. In order that it may be 
experimentally realised it is necessary to work with liquid almost 
absolutely free from air; and our test, applicable in the case of pure 
liquids, was the absolute constancy of vapour-pressure through the 
whole process of condensation. But with a mixture this test is 
clearly inapplicable; and the only test which we have to rely on is to 
notice whether or not the pressure rises greatly during the con¬ 
densation of the last small bubble of gas. So far as we could judge, 
this test gave fairly satisfactory results; when the liquids were mixed, 
the small bubble disappeared quickly. But it was found impossible 
to reduce pressure to any great extent without the bubble again 
appearing. It may have been the case, therefore, that a little air was 
present, preventing the partial realisation of the continuous passage 
from liquid to gas.* 


Alteration of Volume on Mixing* 

The second point of interest is as regards tho alteration of volume 
on mixing alcohol and ether at any given temperature and pressure. 
Prom previous experiments, we know the volume of 1 gram of 
alcohol and also the volume of 1 gram of ether at any given 
temperature and pressure; and we also know the proportion of 
alcohol to ether in the mixture. The volume of the alcohol, supposing 
it to be unmixed, will clearly be proportional to its weight in a gram 
of the mixture, and similarly with ether. For purposes of com¬ 
parison, three isobars were constructed, one for alcohol, one for ether, 

* From this it is evident that Wroblewski’s conclusion ( Monats . f. (Them., 
I8S6, p. 383) regarding a pure liquid is realisable only in the ease of a mixture, 
viz., that the isochoric lines, after approaching the vapour-pressure run 
parallel with it. 
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and one for the mixture; and from these isobars the volumes cor¬ 
responding to particular temperatures were read off. The volumes of 
alcohol and ether were then reduced so as to be proportional to their 
relative weights in the mixture. For example, at a pressure of 40000 
mm., and at a temperature of 190°, the volume of 1 gram of ether is 
2-211 c.c.; and that of 1 gram of alcohol is 1*690 c.c. The volume 
of 0*4858 gram of ether is therefore 1*074 c.c., and of 0*5142 gram 
of alcohol 0*8690 c.c. The sum of these is 1*948 c.c., while the 
volume of 1 gram of the mixture at the same pressure and tempera¬ 
ture is 1*897 c.c. The actual contraction is 0*046 c.c., and the 
percentage contraction on mixing is 2*37 per cent. 

Three pressures were chosen: the first, 50000 mms., is above the 
critical pressure of all; the second, 40000 mms., is above the critical 
pressure of ether and of the mixture, hut below that of alcohol; and 
the third, 5000 mms., is below that of all. The comparisons in the 
first case are all from experimental data; they are given in the fol¬ 
lowing table, and are graphically represented on Plate IV. 


Tempera¬ 

ture. 

Vol. of 

0 ’4858 gram 
of ether. 

Vol. of 

0 5142 gram 
of alcohol. 

Sum. 

Vol. of 

1 para of 
mixture. 

Percentage 

alteration. 


c.c. 

c.c. 

C.C. 



150 

0-8793 

0 7739 

1*6532 

1*624 

—1*77 

170 

0*01152 

0 8124 

1*7476 

1*724 

-1 36 

190 

1 0226 

0*8639 

1*8865 

1*860 

—1 *40 

200 

1 0858 

0*8947 

1*9805 

1*954 

-1*34 

210 

1*1708 

0*9281 

2*0989 

2*080 

-0*90 

220 

1*2850 

0 9770 

2*2620 

2*283 

+ 0*93 

230 

1*4501 

1 *0515 

2*5016 

2*710 

8 38 

234 

1*559 

1*098 

2*G57 

3*150 

18*55 

236 

1*584 

1*126 

2*710 

3*505 

29*34 

288 

1*627 

1-157 

2*784 

3 950 

41 *88 

210 

1*681 

1*201 

2*882 

4*410 

53 01 

242 

1 *732 

1*260 

2 992 

4*785 

59*93 

214 

1*790 

3 *366 

3*155 

5 *100 

61*65 

216 

1*846 

2-139 

3*986 

5*400 

35*51 

248 

1*904 

2*915 

4*819 

5*675 

17*76 

250 

1*972 

8*330 

5 302 

5*930 

11*85 

255 

2*138 

4-Oil 

6*119 

6*490 

5*55 

260 

2*283 

4*622 

6*805 

0*965 

2*36 

270 

2 536 

5-265 

7*801 

7*710 

-0*78 

275 

2*655 

6*574 

8*229 

8*010 

-2*30 


i 


Tho pressure of 40000 mm. is below the critical pressure of 
alcohol. A portion of the isobar, therefore, takes tho serpentine 
form characteristic of the continuous passage from the liquid to the 
gaseous state; aud between the temperatures 231° and 230° there are 
for each temperature three possible volumes, two of which are 
ruali&able at the boiling point corresponding to that pressure, but 
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only one at any otter temperature. The isobar, however, was 
constructed from the known values of a and b for alcohol in the 
quatiou p = bt — a, and the required volumes were read from its 
graphic representation. The following table summarises the results, 
which are also shown graphically in Plate IV:— 



Yol. of 

Vol of 

Tempera- 

0 4858 gram 

0*5142 gram 

tore. 

of ether. 

alcohol. 


e c. 

c.c. 

100 

0-7708 

0 7091 

120 

0-8123 

0-7307 

140 

0-8589 

0-7600 


0 9206 

0 7955 

180 

1-0085 

0*8412 

190 

1-074 

0*8690 

200 

1*170 

0*9024 


1*341 

0*9430 

215 

1-478 

0*968 

218 

1*603 

0*986 


1*700 

1*001 

222 

1-777 

1-017 

223 

1*807 

1*026 

230 

2 220 

1*112 


f 231 

2 274 

3*466 


„ 


2*890 


[ „ 

»» 

1*131 


[232 

2*322 

3-913 


„ 

» 

2 509 


L „ 

>» 

1*144 


[233 

2-371 

4*196 


„ 

39 

2*247 



39 

1*170 


[234 

2*414 

4*412 


» 

91 

2*026 



99 

1*193 


235 

2*461 

4*582 


» 

» 

1*846 


„ 

99 

1*229 


[236 

2*507 

4*716 

• 



1*635 


L » 

99 

1*280 

237 

2*550 

4*890 

210 

2*677 

5*2S1 

250 

3*041 

6*278 

275 

3*789 

7*610 


Sum. 

Vol. of 

1 gram of 
mixture. 

Percentage 

alteration. 

c.c. 

1 *4859 

1*468 

- 1-20 

1*5430 

1-526 

- 1-10 

1*6189 

1-596 

- 1*41 

1-7101 

1086 

- 1*75 

1*8497 

1*810 

- 2-14 

1*9430 

1-897 

- 2*37 

2*0724 

2-014 

- 2*82 

2*2840 

2*193 

- 3*98 

2*446 

2*350 

- 3-90 

2 589 

2-559 

- 1-16 

2-701 

2 776 

+ 2-78 

2*794 

4 795 

+ 71 62 

2*833 

5-380 

+ 89-87 

3*332 

7 120 

+ 113 -74 

5-740 

7-300 

+ 27-18 

6*164 

H 

+ 41-36 

3*403 

99 

+ 114 39 

6*235 

7-440 

+ 19*32 

4*831 

99 

+ 54*00 

8*466 

93 

+ 114*66 

6*567 

7-600 

+ 15-73 

4*618 

93 

+ 64 57 

3*541 

» 

+ 114*63 

6*826 

7-740 

+ 33*39 

4 440 

99 

+ 74*32 

3*607 

93 

+ 111*58 

7*043 

7-900 

+ 12-17 

4*307 

99 

+ a3 42 

3*690 

99 

+ 114-10 

7*253 

8*010 

+ 10*44 

4*112 

93 

+ 93*30 

3*787 

99 

+ 111 *51 

7*410 

8*140 

+ 9-41 

7 938 

8*510 

+ 6*94 

9*319 

9*560 ! 

+ 2-48 

11 *399 

11 400 ! 

i 

0 


As we have been unable to discover a formula representing tbe 
behaviour of tbe mixture, we are precluded from giving results at a 
low pressure in the unrealisable portion of the passage from gas to 
liquid, if indeed it is conceivable in the case of a mixture. We have 
therefore calculated only the gaseous portions at a pressure of 
5000 mm. We append the results:— 
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Tempera¬ 

ture. 

Yol. of 

0 4858 gram 
of ether. 

YoL of 

0 *5142 gram 
alcohol. 

Sum. 

Yol. of 

1 gram of 
mixture. 

Percentage 

alteration. 


C.C. 

c.e. 

c c. 



130 

28-69 

50*55 

79 *24 

79-3 

+0-76 

160 

81‘72 

56*46 

88*18 


2*06 

170 

82 -n 

58*3G 

91 *10 

92*1 

1*10 

180 

83-85 

60*12 

93 *97 

93-7 

1*84 

200 

85-80 

63*81 

99 *61 


1*50 

220 

87-75 

67*36 

105*11 

105*9 

0*75 

230 

38-72 

69 *06 

107*78 

108 *1 

0*30 

250 

40-54 

72*50 


114*1 

0*94 

275 

42-85 

76*72 

119-57 

120*2 

0*53 


It may appear remarkable that on mixing two bodies at the same 
pressure and temperature, a great expansion slionld be produced. But 
a familiar and somewhat analogous instance is at hand. Imagine a 
litre of dry air at a given temperature and pressure. Let a drop of 
liquid water be introduced; the sum of the volumes does not differ 
appreciably from 1 litre. But the water will evaporate into the dry 
air, and the volume of the “ mixture ” will be considerably greater 
than the sum of the volumes of the “ constituents.” The greatest 
expansion, at 232° under a pressure of 40000 mm., occurs precisely 
in this manner; the liquid alcohol is gasified by expansion into the 
space occupied by the ether. Above the critical pressure of alcohol 
at 50000 mm., a similar, though not ro great, expansion is .notice¬ 
able, oven if the alcohol cannot be termed a “ liquid.” 


DESCRIPTION OP PLATES. 

Plate 1 dhows the compressibilities of the liquid. The oirolcs represent actual 
observations with the largest quantity of substance. The crossed eirelos show the 
effect of incomplete mixture), with ihe exeoption of those marked E. The 
crosses are jjoints read from the isocliora, on the apparently well-grounded 
assumption that in this region the isochors are straight linos. 

Plato 1L represents the experiments with the middle quantity. The circles trace 
out the isotherms. The crossed circles represent observations with either the 
largest or the smallest quantity, the former at small volumes, the latter at large. 
The lmes radiating from the vapour-pressure band are isoebors for volumes 
between 2 c.c. per gram and 34 c.c. per gram. The vapour-pressure band is 
shown by the dotted lines. 

Plato III gives the isochors, from volumes of 1*32 to 300 c.c. per gram. The 
general course of the vapour-pressure band is here well seen. 

Plate IV represents the percentage alteration of volume on mixing the alcohol and 
cthor at constant temporaturo and presssure. The linos are isobars for 5000, 
40000, and 50000 mm. 
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LXXT3JI .—The Compounds of Ethyl Alcohol with Water. 

By D. Mendel^eff. 

Dalton’s great doctrine respecting the atomic constitution of matter 
has not hitherto been applied to the explanation of the phenomena of 
dissolution, and notwithstanding the many admirable investigations 
on this subject, the views of chemists respecting the relation between 
ordinary cases of combination and the phenomena of dissolution 
remain still undefined. However, the part played by solutions in 
nature, in the laboratory, and in the arts, is so important that the 
fulness of our chemical conceptions seems to suffer from the want of 
clearness in the doctrine relating to them. 

In communicating the result of some of my investigations and 
hypotheses, I will restrict myself to the particular case of solutions of 
ethylic alcohol in water, chiefly because, among solutions, the mix¬ 
tures of alcohol and water have been most fully studied, at any rate, 
with reference to the dependence of change of specific gravity on the 
proportion of alcohol. Practical necessity has led to many accurate 
investigations of this subject, and from the time of Gilpin to our own 
the mass of accurate information has been steadily increasing, and 
permits of a sound judgment being formed. Collating all the infor¬ 
mation at our disposal, I have constructed the following Table (I) of 
the most trustworthy data:— 


Table I. 


Percentage 
by -weight of 
alcohol, 

P- 

Specific gravity in 
a vacuum at 15*0., 
talcing -water at 4° 
a*- 10,000, and at 
15° * 9991*6, 
s. 

Percentage 
by weight of 
alcohol, 

Specific gravity in a 
vacuum at 15° CL 
taking water at 4° 

= 10,000, and at 

15° - 9991*6, 
s. 

5 

9904*1 

55 

9067-4 

10 

9831 2 

60 

8963-S 

15 

9768 4 

65 

8838-6 

20 

9707 9 

70 

8719 6 

25 

9644*3 

75 

8601 4 

30 

9670*2 

80 

8479 8 

85 

9464 5 

85 

8354-8 

40 

9389-6 

90 

8226-0 

45 

9287-8 

95 

8086 9 

50 

9179 0 

100 

7936-6 


It is interesting to note that, after making some necessary correc- 
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tions, the data mentioned by different observers, taking only the most 
trustworthy observations, show very small differences. For example, 
in the case of a solution of 50 per cent, of alcohol we find the fol¬ 
lowing :— 

Table II. 


Gilpin. 

1792 

9187-0 

Gay-Lussac.. 

1824 

9182-0 

Fownes... 

1847 

9180-0 

Dxinkwater. 

1848 

9178-8 

Baumhauer. 

1860 

9180-0 

Mendeleeff.. 

1865 

9179-7 

Dupr$ and Page. 

1869 

9178-S 

Squibb. 

1884 

9178-0 


In the above table of specific gravities, the greatest error is within 
0*0002, and only in some cases attains 0*0003. No other solution 
besides that of alcohol, and none of its other properties, are known 
with such a degree of accuracy, and in addition the solutions can be 
obtained in all proportions, and therefore the example which I have 
taken is a typical one. 

Without describing the methods by which I have arrived at my 
views on the nature of solutions (some of the preliminary investi¬ 
gations on this subject have been published by me in the of 

the Bussian Chemical Society , and in Professor Ostwald’s Zeitschnft 
fur physiJcalishe Ohemie ), I will now state the hypothesis which is in 
accordance with them. 

Solutions may be regarded as strictly definite, atomic chemical 
combinations at temperatures higher than their dissociation tem¬ 
perature. Definite chemical substances may be either formed or 
decomposed at temperatures which are higher than those at which 
dissociation commences; the same phenomenon occurs in solutions; 
at ordinary temperatures they can be either formed or decomposed. 
In addition, the equilibrium betwcon the quantity of the definite 
compound and of its products of dissociation is defined by the laws of 
chemical equilibrium, which laws require a relation between equal 
volumes and their dependence on the mass of the active component 
parts. Therefore, if the above hypothesis of solution be correct, com¬ 
parisons must be made of equal volumes; the specific gravities are 
the weights of equal volumes, and moreover we must expect the 
specific gravities of solutions to depend on the extent to which the 
active substances are produced; therefore, the expression for specific 
gravity s, as a function of the percentage composition p, must be a 
parabola of the second order:— 

s = N(p ± a)(100 — p X a), 

3 h 2 
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or this may be represented by the general equation— 
s = 0 + Ap + B/. 

Between two definite compounds which exist in solutions, we must 
expect that the differential coefficient ~~ will be a rectilinear function 


of jp: 


= A + 2Bp. 
dp 


This consequence can, in the first place, be verified by experiment, 
and secondly gives the means of ascertaining what are the definite 
combinations existing in the solution. 

Applying this method to the solution of H 2 0 and C 2 HbO, throe 
definite combinations are found to exist, namely— 

O s H a O + 12H 4 0 = 17*56 per cent, alcohol. 

C 2 H 6 0 + 3H a O = 46*00 „ „ 

3C 2 H fl O + H 2 0 = 88 46 „ 


ds 


The rectilinear character of the differential coefficient — is demon- 

op 

strated by the annexed diagram:— 



The parabolas oxpressing the specific gravitios at 15° 0. arc calcu¬ 
lated by the formulae— 

I. s = 9991-6 - 17-99.P + 01058p a {^|^‘f 

H. * = 9868-4 - 4-0975? - 0-19% 8 j!;;£i 

ni. * = 10166-6 - 17-S45p - 0-0443p s i r 8267-4 

IV. s = 9074-9 + 8-192? - 0-1958?*{7936-l 

With change of temperature, the constants of the parabola change, 
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but for temperatures between —30° and +40°, at which accurate 
observations exist, the applicability of the parabolic expression is as 
exact as it is at 15°, and for that temperature an example is given in 
line III, which is the longest traced. The difference between the 
calculated and the observed results in no case exceeds the allowable 
errors of experiment, as the following table shows 


Table III. 


Percentage 

of 

alcohol. 

Value by 
experiment. 
Specific gravity. 

Value by 
calculation. 
Specific gravity. 

SO 

9179-0 

9178-4 

55 

9067-4 

9067-3 

60 

8953 -8 

8954-1 

65 

8838-6 

8838-C 

70 

8719-5 

8721 -0 

75 

8601-4 

8601-1 

80 

8479-8 

8479-0 

85 

8354-8 

8354-7 


The hypothesis respecting the rectilinear character of the differen¬ 
tial coefficient ^ has been proved to be correct, not only for solutions 
dp 

of a hundred different salts, but also for solutions of HaSO*, of ]STH 3 , 
of HOI, and other similar substances, and up to this time I have not 
met with a single solution which is an exception. 

As the principle of my hypothesis lies in the idea of dissociation of 
definite compounds which exist in solutions, I intend to investigate 
minutely solutions at low temperatures, and I expect to obtain 
definite compounds in the solid state, and to explain the relation of 
the solid compounds which were obtained by me in 18G8, and after¬ 
wards by Guthrie, who called them cryohydrates; indeed I have 
already made some experiments in that direction with tho assistance 
of Mr. Teoshenko. Thus we have obtained the definite compound 
OjiHoO + 12H a O in tho solid state at —17° 0., and tho definite com¬ 
pound GsH'O + 3H a 0 in tho crystalline form, at a tomperature 
which is attained by the mixture of solid carbonic anhydride and 
other. 

Tho fundamental propositions of my investigations, that is to 
say, firstly, the rectilinear character of the differential coefficient 


ds 1 
7-5 and, 
dp 


secondly, the existence in solutions of definite combina¬ 


tions, I am developing in a special paper, in which I attempt, as far 
as possible, to distinguish clearly that portion of the theory which 
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does not admit of question from tlie hypothesis which still requires 
verification and amplification. 

I do not consider that my investigations are finally completed, and 
I only venture to lay them before a scientific society as footsteps 
along the road leading to the elucidation of the theory of dissolution 
in the light of Dalton’s teaching, and with the help of modem views 
respecting dissociation and the dynamic equilibrium of molecules, 
which I may be allowed to term “ association.” 


LXXIX .—Isomeric Change in the Phenol Series . (Second Notice.) 

By Arthur R. Ling. 

In extending the experiments recorded in my previous communica¬ 
tion on il The Action of Bromine on the Dibromonitrophenols ” (this 
vol., p. 147), to some other nitro-halogen-derivatives of phenol, I 
have obtained results which are, I think, sufficiently interesting for 
publication. 

II. The Action of Bromine on the JDichloronitroplieno Is. 

1. Dichlororthonitrophenol .—This compound was prepared in two 
ways, viz., by chlorinating orthonitrophenol, and by nitrating crude 
dichlorophenol, the product in each case being purified by means of 
the potassium salt, which crystallises from water in anhydrous flat red 
needles or plates. The following result of a potassium determination 
shows that the substance was pure:— 

0*3148 gram dried at 100° gave 0*1130 gram K 2 S0 4 . 

Theory. 

C fl H s Cl a N0 8 K, Found. 

K. .. 15*87 per cent. 15*75 per cent. 

On treatment with dilute hydrochloric acid, this salt yielded diclilor- 
orthonitrophenol, crystallising from alcohol in light yollow platos 
melting at 123°, the recorded melting point. 10 grams of dichlorortho- 
nitrophenol was placed in a bottle together with one molecular pro¬ 
portion of bromine (8 grams), and about 40 c.c. of water; the stopper 
being fastened down with copper wire, the bottle was heated in a 
bath of boiling water for several hours. The bromine was entirely 
absorbed, and oxides of nitrogen escaped on releasing the stopper 
The product was washed with water, dried and boiled with alcohol 
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which dissolved the greater portion. The residue was found to con¬ 
sist of a substance which dissolved but sparingly m alcohol, was 
insoluble in potassium carbonate solution, and did not contain 
nitrogen. In a second experiment similarly conducted, after a pre¬ 
liminary exhaustion with alcohol, the residue was dried and treated 
with benzene, in which it was found to be easily soluble, and to be 
deposited from the hot solution in glistening yellow plates, much 
resembling bromanil in appearance. A further qualitative examina¬ 
tion showed that it contained both chlorine and bromine. 

The portion dissolved by alcohol in the two foregoing experiments 
consisted of unaltered dichloronitro-compound. It seemed desirable, 
however, to obtain a larger quantity of the chlorobromo-derivative 
before investigating any other products of the reaction. 

Since the reaction between dichlororthonitrophenol and bromine 
appeared somewhat analogous to that between dibromorthonitrophenol 
and bromine, xt was probable that the unknown compound was a 
tetra-substitution-derivative of quinone, and if such were the case, it 
might be, assuming the parachlorine-atom in dichlororthonitro¬ 
phenol, after its first displacement, to be rendered active by the nitric 
acid resulting from the displacement of the NCVgroup, a dichloro- 
dibromoquinone, two of which are known; or, if otherwise it might 
be chlorotribromoquinone, a hitherto unknown compound. Analysis 
has shown it to be the latter. 

Ohhrobmbromoquinone. —In order to prepare this compound in 
larger quantity, several quantities of 5 grams of dichlororthonitro¬ 
phenol were heated as before described with bromine in the propor¬ 
tion OeHsOlJNOs r 4Br 2 and water. The reaction takes place so 
readily that chlorotribromoq uinone may he prepared by merely heat¬ 
ing the dichloronitro-compound on the wator-bath with bromine and 
water, in a flask connected with a reflux condenser. After the usual 
preliminary purification, the compound was crystallisod from ben^ 
zone. A certain portion was recrystallised from glacial acetic acid. 

The numbors obtained on analysis were as follows:— 

I. 0 1983 gram dried at 100° gave 0-1405 gram OO a . 

II. 0*2067 „ „ 0-3860 „ AgCl(AgBr) s . 

III. 0-3392 „ „ 0-6328 „ AgCl(AgBr)*. 



Theory. 

0 6 ClBr 3 0 2 . 


18*97 per cent. 
} 72-59 „ 


r 

19-31 


Found. 

~n. 52 

— — per cent. 

72*85 72-78 


* So many halogen determinations have been made of this compound and its 
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The equation showing the formation of chlorotrihromoquinone from 
dichlororthonitrophenol and hroxnine is therefore— 

OeH^Ol^irOO-OH + 4Br, + 2H a O = C 6 ClBr 3 0;+ 5HBr + 

HOI + HETO*. 

OMorotnbromogumol .—5 grams chlorotrihromoquinone was intro¬ 
duced into a flask together with a solution of stannous chloride; the 
flask was connected with a reflux condenser, and the solution boiled 
on a sand-bath for about 20 minutes. The substance had then lost 
its yellow colour. It was thrown on to a filter, washed with water, 
and crystallised from benzene, from which it separated in colourless 
needles. After recrystallisation, the melting point was found to 
be 234°. 

A specimen dried at 100° gave the following result on anal} sis :— 

0*2920 gram gave 0*5411 AgCl(AgBr) s . 



Theory. 

C 6 ClBr 3 (OH) 2 . Pound. 

. 72*21 per cent. 72*26 per cent. 


Diacetyhlibrotribromoqicinol. —To prepare this compound, 2 grams 
chlorotribxomoquinol was boiled with acetic anhydride for about two 
hours in a flask attached to a reflux condenser. It crystallises from 
benzene in colourless microscopic prisms, melting at 262°. 

0*1950 gram dried at 100° gave 0*2953 gram AgCl(AgBr) 3 . 


Theory. 

C 10 H 4 CUBr 8 O 4 . Pound. 

jk |. 59*18 per cent. 59*08 per cent. 

Qlilorobromanitio Acid .—When chlorotribromoquinono is treated 
with potash according to Stenhouso’s method, tho potassium salt of 
chlorobromanilic acid (dihydroxychlorobromoquinono) is obtained. 
On adding an acid to an aqueous solution of tho salt, the hydroxy- 
derivative is obtained. Chlorobromanilic acid was first described by 
Krause (Bar., 12, 47), who prepared its potassium salt by the action of 
potash on metadichlorometadibromoquinone. 

It is not at all easy to decompose chlorotiibromoquinono with 
potash at the ordinary temperature; for example, 5 grams was not 
entirely decomposed in a week, although the flask containing the 
mixture was shaken vigorously at intervals during each day. If, 


derivatives, and the numbers so closely approximate those demanded by theory, 
that I did not separate the chlorine and bromine. The silver precipitate has, how- 
eveiy m each experiment been qualitatively examined. 
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however, the solution be heated to boiling, the transformation, takes 
place at once, but the yield is very considerably diminished. It has 
been found best to perform this experiment at 70—80°; the reaction 
is then complete in about six hours if & grams of substance bo used. 
In no case is anything like the theoretical yield obtained; the largest 
quantity of the pure chlorobromanilic acid obtained from 5 grams of 
ehlorotribromoquinone was under 1 gram. 

A specimen recrystallised from water, and dried at 100°, was 
analysed with the following result:— 

0*1962 gram gave 0*2541 gram AgCl(AgBr) 3 . 


Cl 

Br 


} 


Theory. 

CaOlBrHaO*. Found. 

45*56 per cent. 45*21 per cent. 


Potassium Chlorobromamlate .—Some of the chlorobromanilic acid 
was converted into tho potassium salt by means of potassium car¬ 
bonate. The resnlting salt recrystallised from water and dried be¬ 
tween filter-paper was then analysed. 

I. 0*2259 gram lost 0*0227 gram at 100—120°. 

II. 0*3537 gram gave 0*1849 gram K 3 SO 4 . 


Theory. 

CeOlBrEA^OFfl. 


H 30 . 9*84 per cent. 

K . 21*34 


Found. 

£ * 1?. 


10*04 — per cent. 

— 21*45 


0*2007 gram anhydrous salt gave 0 1063 gram K 2 SO 4 . 


Theory. 

C 3 ClBrK 2 0 4 . Found. 

K.. 23 67 per cent. 23*71 per cent. 


Several experiments were made in order to ascertain whether, when 
dichlororthonitrophenol is boated with water and an insufficient quan¬ 
tity of bromine to entirely convort it into ehlorotribromoquinone, tho 
residual dichloronitro-compound undergoes isomeric transformation or 
any other ebango, the quantities used being 10 grams of dichlororiho- 
nitrophenol to 1 molecular proportion bromine and about 40 c.c. water. 
The heating was continued for several days, and the products, after 
washing, wore boiled with potassium carbonate solution. The quinono- 
derivative was, in each case, decomposed by this treatment. In one 
instance, it appeared as a black carbonaceous mass, and in all the 
others as an amorphous, earth-coloured powder, which dissolved easily 
in benzene, but from which nothing definite could bo obtained. 

The action of alkalis, and more especially of carbonated alkalis, on 
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totra-halogen -derivatives of quinone is, in my opinion, worthy of 
attention. Stenhouse mentions, in describing the preparation of 
cbloranilic acid from chloranil (Jour, Ohevn„ Soc., 1870, 6 ), that, 
although potassium chloranilate was produced by the action of potas¬ 
sium carbonate on chloranil, a much better yield was obtained when 
caustic potash was used. 

The alkaline extract from these experiments was found to consist 
of the potassium-derivative of dichlororthonitrophenol, and hence it 
may be satisfactorily concluded that this compound undergoes no 
change when treated in the manner above mentioned. A specimen of 
the salt was recrystallised and analysed. 

0*1503 gram dried at 100° gave 0*0529 gram K 2 SO 4 . 

Theory 

C 6 H 3 CbN0 3 K Found. 

El. 15*87 per cent. 15 76 per cent. 

A portion treated with dilute hydrochloric acid and crystallised from 
alcohol was found to melt at 123°. 

2 . JDichloroparanitrophenol .—This was prepared by chlorinating para- 
nitrophenol and purified by means of the potassium or barium salt. A 
barium salt has been obtained which agrees in appearance with one 
described in the text-books as crystallising in red needles containing 
4 mols. H 2 0 . The salt obtained, however, apparently only contains 
3| mols. H a O. The following is the result of analysis:— 

0*2838 gram lost 0*0290 gram at 100—120° and gave 0*1077 gram 


BaSO.. 

Theory. 



(C 6 H,01 2 N0 3 ) 3 Ba,3iHp. 

Found. 

H a O .. 


10*21 per cent. 

Ba. • • * 

. 22-31 

22*31 


10 grams of dichloroparanitrophenol was heated in the usual manner 
with bromine and water, the proportions used being 

CaHjCUNO,: 4Br* 

The product was crystallised from glacial acotic acid, and had the 
general form of the tetra-halogen-derivatives of quinono, viz., golden- 
yellow laminse. A specimen dried at 100° was then analysed* 

0*1916 gram gave 0*3787 gram of a mixture of AgOl and AgBr, 
which on complete reduction gave 0*2469 gram metallic stiver = 
0*1662 gram AgOl and 0*2125 gram AgBr. 

Theory. 

C 6 Cl 3 Br 2 0 2 . Found. 


Cl. 21*19 per cent. 21*50 per cent. 

Br. 47*76 „ 47*29 
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The compound was therefore a dichlorodibromoquinone, and as it 
was obtained from dichloroparanitrophenol, it must be the meta- 
dichlorometadibromoquinone described by Krause (Her., 12, 47). 

2 grams metadicblorometadibromoqninone was treated with potash 
in the usual manner. The salt obtained, after purification, was dried 
between filter-paper and analysed. 

0*2464 gram lost 0*0247 gram at 100—120° and gave 01157 gram 
K3SO4. 

Theory. 

0 6 ClBrX 2 0 4 ,20H 2 Pound. 


H*0. 9*84 per cent. 9*97 per cent. 

K. 21*34 „ 21*02 


The salt was therefore potassium chlorobromanilate, which, as before 
stated, has been previously obtained by Krause (loo. cit) from meta- 
dichlorometadibromoquinone. 

It is noteworthy that the decomposition of metadichlorometa- 
dibromoquinone by potash is effected with much greater ease than 
that of chlorotribromoquinone. 

The production of metadichlorometadibromoquinone from dichloro- 
paranitrophenol and bromine is represented by the following equa¬ 
tion 

C 5 H 2 Cl 2 (NO a )-OH + 4Br a + 20H* = 0*0l 3 Br 2 0 2 + 6HBr + HNO*. 

III. Action of Bromine on Parachlororthonitrophenol. 

Parachlororthonitrophonol was prepared both by chlorinating ortho- 
nitrophonol and by nitrating parachlorophenol. It was purified by 
means of its sodium salt, which crystallises from water in red prisms 
of the formula CeH 3 ClNO a Na,H 3 0. On treating this with dilute 
hydrochloric acid, and crystallising the resulting compound from 
alcohol, parachlororthonitrophenol was obtained in large, yellow 
prisms melting at 87°. The recorded melting point is 86—87°. 

A known weight of parachlororthonitrophenol was dissolved in 
glacial acetic acid and treated with one molecular proportion of bromine, 
the solution being kept cool. After separating the product in the usual 
manner, it was dissolved in boiling alcohol, from which it was depo¬ 
sited on cooling in large, sulphur-yellow scales melting sharply at 
125°. A portion converted into the potassium salt, decomposed with 
dilute acid and crystallised from alcohol, was found to melt at the 
same temperature. 

If the above compound were a normal bromination product of para- 
bhlororthonitrophenol, it would be paraohlororthobromorthoniiro- 
phenol, and would give bromanil on _ treatment with bromine and 
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wator at 100°, the parachlorine-atom being displaced by one of the 
oxygen-atoms in tbe quinone, just as it is in the case of orthopara- 
dichlororthonitrophenol (vide ante), 

2 grams of supposed paracblorortliobromorthonitrophenol was 
therefore heated with four molecular proportions of bromine and 
water in the usual way. It was entirely converted into a compound 
insoluble in alcohol and in potassium carbonate solution, containing 
bromine but no chlorine. In the solution filtered from the crude 
substance, however, hydrogon chloride as well as hydrogen bromide 
was detected. It was crystallised from benzene, dried at 100°, and 
analysed. 

02839 gram gave 0*5029 gram AgBr. 

Theory. 

C c Br 4 Oj. Found 

Br. 75*47 per cent. 75*52 per cent. 

The production of bromanil from this nitro-halogen-derivative 
affords conclusive evidence that it is parachloroHhobromorthonitro- 
phenol. 

Potassium ParachlorortJiobromortliomtropJienol. — This compound 
crystallises in beautiful, dark-red, anhydrous needles, sparingly 
soluble in cold water. Analysis :— 

0*1807 gram dried at 100° gave 0-0540 gram K a SO*. 

Theory. 

C fl H 2 ClBrN0 8 K. Found. 

K . 13*42 per cent. 13*39 per cent. 

Barium Parachlorortholromorthonitroplienol .—This is not at all a 
characteristic compound. It is obtained as an orange-yellow precipi¬ 
tate when barium chloride is added to a solution of the potassium salt, 
also by boiling the phenol with wator and barium carbonate. It is 
only slightly solublo in boiling wator, and nearly insoluble in the cold. 
It is deposited from its solution in boiling wator in tufts of orange- 
yellow needles, resombling in appoaranco the barium salt of diehlor- 
orthonitrophenol, which has the composition OeHaOlJSTOjK^HiO. 
ITnliko the crystals of the last-mentioned compound, those noodles 
appear to lose their form on separating thorn from the mother-liquor. 
They, however, then contain 1 mol. H a O. Analysis gave tho follow¬ 
ing numbers:— 

I. 0*1427 gram lost 0*0040 gram at 100—120° and gave 0*0503 
gram BaSOi. 

IT, 0*1647 gram gave 0*0591 gram BaSO*. 
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Theory. 

(CglTjChBrN 0 3 ) gBftjH 2 0 


H a O. 2*70 per cent. 

Ba. 20 82 


Found 


2 80 — per cent. 

20 74 21-06 


The anhydrous salt is much darker in colour than the hydrated. 
Calcium ParacMorortlwbromorthonitrojphenol .—This forms orange- 
red, glistening scales, very slightly solnble in cold water. Dried 
between filter-paper, they gave the following result on analysis :— 

0'2140 gram lost 0 0177 gram at 100—120° and gave 0 0531 


CaSOi. 

Theory. 

(C f H 2 C1 Bi NO 3 ) j0a,2 2 0 

Found. 

EtO.., 


8 31 per cent 

Ca ... 

. 717 „ 

7 28 „ 


At this stage of my experiments, I learnt from Dr. Armstiong that 
a chlorobromonitrophenol had lately been obtained in his laboratory 
by the action of bromine and water at 100° on paraclilorodiortho- 
nitrophenol, m. p. 80*5°. From the manner in which it was produced, 
this compound ought to be identical with the one just described, 
but from the appearance of the potassium-derivative, which was in red 
scales, such did not seem to be the case. It seemed probable, 
therefore, that at the moment of substituting bromine for nitroxyl, 
isomeric change had taken place. The following experiments were 
made in order to investigate this matter. 

10 grams o£ parachlororthonitrophenol, m. p. 87°, was dissolved in 
arctic acid and the solution boiled with one molecular proportion of 
bromine for half an hour in a flask attached to a influx condenser. It 
was then left to cool for some hours, separated in the usual way, and 
crystallised from alcohol, from which it separated in yellow prisms 
melting at 120°, A portion was converted into the potassium salt, 
which was obtainod in rod anhydrous plates, agreeing with Dr. Arm¬ 
strong’s description. A spocimon of this salt dried at 100° was then 
analysod:— 

0-1G39 gram gave 0’0500 gram EiS0 4 . 

Thoory. 

OcHjClBrNOgK. Found. 

K. 13 42 per cent. 13'66 per cent. 

It is thus soon that the compound obtained by bromxnating para- 
ohlororthonitropbenol at a temperature near to 100° is isomeric and 
not identical with that obtained by performing the same experiment 
at the ordinary temperature, and this being the case it became of 
interest to try whether any change took place wheu parachiorortho- 
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bromorihonitrophenol, ra. p. 125°, was heated with a small quantity 
of bromine; for this purpose— 

I. 5 grams of parachlororthobromorthonitrophenol was dissolved in 
the minimum quantity of glacial acetic acid and heated at 100° in a 
bottle with one-tenth of a molecular proportion of bromine. From 
the crystalline form of the potassium salt, and also from the appear¬ 
ance and melting point of the phenol itself, it was concluded that the 
compound was not altered by this treatment. 

II. 5 grains of parachlororthobromorthonitrophenol was dissolved in 
glacial acetic acid and heated for several hours at 100° with one-fifth 
molecular proportion of bromine. 

The product on conversion into the potassium salt was obtained in 
red laminae identical in appearance with that obtainod by brominat- 
ing parachlororthonitrophenol at the higher temperature, and the 
compound obtained on treating the salt with acid and crystallising 
from alcohol melted at 119°. 

III. 5 grams of parachlororthohromorthonitrophenol was dissolved 
in glacial acetic acid and heated as in the last experiment with half a 
molecular proportion of bromine. A considerable amount of decom¬ 
position had taken place in this instance, and some of the product was 
insoluble in potassium carbonate solution. The potassium salt was, 
however, obtained in plates, and the phenol from this melted at 119°. 

This compound was, in all probability, orthochloroparabromortho- 
nitrophenol, and in order to verify this a portion was heated with 
bromine and water, and the resulting quinone-derivative analysed as 
follows:— 

5 grams of the substance was heated with fonr molecular propor¬ 
tions of bromine and water in the usual mannor. The product 
obtained was crystallised from acetic acid. It contained both chlorine 
and bromine. A specimen dried at 100° was analysed. 

0*2349 gram gave 0*4330 gram Ag01(AgBr)j. 


01 . 

Br. 


Theory. 

CfcOlBrA. 

172*59 per cent. 


Eound. 

72*21 per cent. 


The production of chlorotribromoquinone from this compound, and 
of bromanil from parachlororthobromorthonitrophenol, loaves no doubt 
that it was orthochloroparabromorthonitrophenol. 

Potassium Ortlwc%bropwabromoTtlwniirc%^ —This salt has been 
already described in a previous portion of the paper. It may be 
added, however, that in addition to its differing in crystalline form 
from potassium parachlororthobromorthonitrophenol it is much lighter 
in colour than the latter. 
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Barivmi Orthochlorojparabromorthonitro^Ji&nol .—This is obtained as 
an orange-yellow precipitate when barium chloride is added to a solu¬ 
tion of the potassium salt in water; it is very similar in appearance 
to the corresponding derivative of the isomeric compound. 

Calcium Orihochlorojparalyromortlwnitrojplienol .—This salt forms red 
crystals, much darker in colour than the isomer and differing in the 
amount of water of crystallisation it contains. It loses 3 mols. H 2 0 
at 100—120°, but does not lose the whole until heated for a consider¬ 
able time at 250°. 

I. 0*3245 gram lost 0*0601 gram at 100—250° and gave 0*0681 
gram CaSO*. 

II. 0*2301 gram gave 0*0471 OaSO*. 

Found. 

Theory. ( - A \ 

(CgHaCIBrNOs) 2 Ca,7 OH 3 . I. II. 


H a O. 18*83 per cent. 18*52 — per cent. 

Ca. 5*97 „ 6*16 5*99 


Orthochloroparabromorthonitrophenol was prepared, for the sake of 
comparison with that obtained by isomeric transformation, from para- 
bromorthonitrophenol, m. p. 88°, by chlorinating it in acetic acid 
solution. 

The potassium and calcium salts agree in all respects with those 
previously described. - Tbe following results have been obtained on 
analysis:— 


Potassium Salt. 

0*2072 gram dried at 100° gave 0*0605 gram E^SOi. 



Theory. 

OftHsOLBrNOsK. 

Found. 

K. 

.. •. 13*43 per cent. 

13*08 per cent. 


Calcium Salt . 


0*2346 gram 

lost 0*0438 gram at 100—250°, and gave 0*0479 

CaSO«. 

Theory. 



(0 6 Hj01BrN0 3 ) jCa,7HjO. 

Fonnd. 

HjO • • • • 

.... 18*83 per cent. 

18*62 per cent. 

Ca. 

.... 6*97 „ 

5*96 „ 


The melting point of pure orthochloroparabromorthonitrophenol 
is 117°. It has been fonnd, however, that if it be mixed with the 
slightest trace of the isomeride, the melting point is considerably 
xaisod. This will perhaps account for the slightly higher melting 
point of the compound when it is obtained from its isomeride. 
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Although tho foregoing results are, as regards theoretical con¬ 
siderations, somewhat involved, thero are a few points in connection 
with thorn which demand attention. 

It is seen that by the action of bromine and water at 100° on 
dichlororihonitrophenol, that portion of the substance which is not 
converted into a quinone-derivative remains unaltered, and it thus 
differs from dibromorthonitrophenol, which, when similarly treated, 
yields, as I have already shown (this vol., p. 147), among other com¬ 
pounds orthobromoparaorthodiaitrophenol (m. p. 116°), the second 
nitro-group being introduced by means of the nitric acid produced 
from the nitroxyl liberated in the formation oE bromanil. It might, 
therefore, have been expected that a chlorodinitrophenol would have 
been obtained from dichlororthonitrophenol. According to Petersen 
( AmiaJm , 157, 164, and Ber., 6, 370), when dichlororthonitrophenol 
is warmed with concentrated nitric acid, it yields parachlorodiortho- 
nitrophenol (m. p. 80*5°), and it may therefore ho iuferred from this 
that the nitric acid generated in the reaction between dichlorortho¬ 
nitrophenol and bromine is not sufficiently concentrated to displace 
the more firmly attached chlorine-atom. 

It will, however, at first sight appear anomalous that nitric acid 
should displace the chlorine-atom occupying the ortho-position in 
dichlororthonitrophenol, and the bromine-atom occupying the para- 
position in dibromorthonitrophenol. 


OH 

OH 

a /\ no 2 

N0 2 /\ no 3 


U 

cl 

Ol 

Dielilororthoxiitrophonol. 

ParacldorodiorthoritrophonoL 

OH 

OH 



Br * NO s 


Dibromortlionit rophcnol. Or! 1 lobromopamorthodinifcrophonoL 

Dr. Armstrong has shown, however (Jour. Ohem. 8oc. 9 1875, 520) 
that j?<wa&romodiorthonitrophenol is easily transformed by bromine 
into the isomeric ort/ioZ>ro?noparaorthodinitrophenol, and therefore 
the reaction between nitric acid and dibromorthonitrophenol is pro¬ 
bably in the first stage precisely similar to that between nitric acid 
and dichlororthonitrophenol; that is to say, the bromine-atom in 
the ortho-position is displaced by NO*. The parabromodiorthonitro- 
phenol is, however, no sooner formed than it undergoes isomeric 
change from the presence of free bromine, which, at the temperature 
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employed, would be liberated by even a small quantity of nitric acid 
in excess. 

The formation of the quinone-derivatives from these halogen-nitro- 
phenol compounds appears to be in the strictest accordance with 
what might have been expected, thus :—dichlororthouitrophenol and 
bromine yield chlorotribromoquinone; dichloroparanitrophenol and 
bromine yield dichlorodibromoquinone; in like manner parachlor- 
orthobromorthonitrophenol yields tetrabromoquinone, and lastly ortho- 
chloroparabromorthonitrophenol chlorotribromoquinone. 


OH 



Piohlororthonitrophenol. 



Diohloroparanitropheiiol. 


OH 



ParacHororfchobromorthonifcro- 


phenol. 

OH 



OrthochloropaTabroTnorthoiiitro- 

plienoL 


O 



Chlorotribromoquinone. 


O 



Metadioblorometadibromo- 


quinone. 

O 



Tetzrabromoqninone. 


O 



Chlorotribromoquinone, 


It will, I think, be admitted that the above concurrence with 
theoretical views sufficiently justifies my adopting these decomposi¬ 
tions as a means of establishing the constitution of the two isomeric 
chlorobromonitrophenols. 

With reference to the isomeric change of parachlororthobromortho- 
nitrophenol to orthochloroparabromorthonitrophenol, whatever may 
be the nature of the reaction, it appears to take place more easily 
when parachlororthonitrophenol is treated with bromine at 100° (and 
possibly also in Dr. Armstrong’s experiment, to which I have already 
VOL. LI. 3 i 
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referred, when parachlovodiorthonitrophenol is similarly treated), than 
when parachloi-orthobromorthonitrophenol is heatod with a small 
quantity of bromine. 


OH 

Br /\ NO s 

v 


on 

V 


Parachlororthobromorthomtro- OrtbocTiloroparabromortho- 

phenol. M. p. 125°. xntrophenoL M. p. 117°. 


This may be because it occurs simultaneously with the exchange 
of hydrogen for bromine. It is well known that ortho- and para- 
nitrophenols are incapable of exchanging more than two atoms of 
hydrogen for halogen,* and it would therefore be expected that a 
dihalogen-derivative such as parachlororthobromorthonitrophenol 
would be more or less indifferent towards reagents. Since no other 
compound is formed, there can be no doubt whatever that the change 
' is intramolecular. 

I hope to still further continue my experiments in this direction. 

In conclusion, I must again express my thanks to Professor 
Armstrong for his much-valued advice. 


LXXX.— The Effects of Dilution and the Presence of Sodium Salts and 
Carbonic Add on the Titration of Hydroxylamine by Iodine . 

By Tamemasa Haga. 

Although hydroxylamine in solution is readily oxidised by many 
reagents, its estimatiofi. volumetrically is more or loss interfered with 
by the fact that the products of its oxidation may vary. Moycringh 
and others have shown that cupric hydroxide, permanganic acid, and 
other oxidising agents give irregular results. Titration with free 
iodine in non-acid solutions is the only method which has yet been 
proved to be fairly trustworthy. With this method, I have become 
very familiar in connection with researches carried out, not only by 

* Numerous attempts have been made to prepare tri- and tetra-lialogen-deriva- 
tives of ortho- and para-nitropbenols; and as late as last year Kollropp (Annalen, 
884,1) made an unsuccessful experiment to prepare triohloroparanitrophenol by 
the action of potassium chlorate and hydrochloric add on p&r&nitropbenoL 
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myself, but by my former colleagues, Mr. Kawakita and Mr. Shimidzu, 
in conjunction with Dr. Divers, under whom we had studied, and I 
have long been aware that it is accurate only when the conditions 
are comparatively uniform. In order to learn what variations in the 
process, as ordinarily carried out, might cause the irregularities I at 
times observed in the results, I made, last winter, a series of estima¬ 
tions of a known quantity of hydroxyammonium chloride, under 
definitely varied conditions, the results of which furnish the matter 
for this communication. 

The volumetric estimation of hydroxylamine is performed by 
adding a decinormal solution of iodine in potassium iodide to the 
hydroxylamine solution in presence of alkali bicarbonate, so long as 
it is bleached, generally using starch as an indicator. In order to get 
the best results, I find, firstly, that the solution for titration should 
not be excessively dilute, and, secondly, that it should contain 
very little alkali salts, and, accordingly, neither contain, to begin 
with, much acid—for this needs to be neutralised—nor receive 
during titration more sodium bicarbonate than is necessary to take 
up the hydrogen iodide formed. The hydroxyammonium chloride 
used in all my experiments was prepared from mercury fulminate. 

Influence of the Strength of the Solution .—Very concentrated solu¬ 
tions of hydroxyammonium chloride give results which are too low. 
For example, 5 c.c. of a solution of which the true titer was 10 c.c. 
of decinormal iodine solution, required, after evaporation to dryness, 
and addition of a few drops of sodium bicarbonate solution, 9*3 c.c. 
only of iodine; 5 c.c. of another solution with a titer of 9*9 c.c. 
iodine solution, required, after evaporation, only 9*4 c.c.; and 5 c.c. 
of a third solution with a titer of 9*55 c.c. iodine, required, after 
evaporation, only 9*25 c.c., the difference not being due to loss during 
evaporation, but to irregular reaction with the iodine. Moderately 
concentrated solutions give good results, hut when the dilution 
reaches about 1000 to 1 the results become too high, and moro and 
more so with increase of the dilution. With a dilution of 3000 to 1, 
the results of the titration are markedly too' high, as may bo seen 
from the first of tho tables which follow. 

With an iodine solution approximately decinormal, and containing 
0*1256 gram in 10 c.c., a solution of hydroxyammonium chloride 
was used containing 0*0330 gram in 10 c.c., and requiring by calcu¬ 
lation 9*6 c.c. of the iodine solution. Of this, 10 e.c. were taken for 
each experiment. 
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Dilution. 

c.o. of iodine solution required. 

a-) 

(2.) 

(8.) 

(4.) 

Undiluted. 

9-55 

9*65 

9-55 

9-55 

Diluted to 100 c.c. 

10*1 

10*3 

10-0 

10-0 

„ 200 „ . 

10-16 

10-25 

10-2 

10-2 

„ 600 „ . 

10-9 

10-95 

10-7 

10-7 


A single drop of the iodine solution, added to 500 c.c. of water 
containing a little sodium bicarbonate, gave in the absence of 
hydroxylamine a strong colour-reaction with starch; so that dilution 
of the reagent was not the cause of the greater quantity of it 
required by the attenuated hydroxyammonium chloride solutions. 

But by largely diluting the hydroxyammonium chloride some dis¬ 
sociation of the salt appears to take place, for the iodine solution is 
consumed to some extent by the diluted solutions, while it is not at 
all attacked by the stronger ones in the absence of sodium bi¬ 
carbonate. The following results show this. The solutions used 
were the same as before, but no addition of sodium bicarbonate was 
made. 


Dilution. 

o.o. of iodine solution required. 

Undiluted... 

00 

Diluted to 100 c.c........ 

0-4 

„ 200 .. 

0*8 

» 600 . 

1-4 


Probably dependent on this dissociation is the partial decom¬ 
position, on standing for somo hours, of hydroxylamine in very 
dilute solutions of its hydrochloride. Dilution of 10 c.c. of the 
hydroxyammonium chloride solution to 500 c.c., and of another 
10 c.c. to 1000 c.c. was made, and the solutions loft all night and 
then titrated by iodine, with the usual addition of sodium bi¬ 
carbonate. The 500 c.c. required then only 10*1 c.c. of iodine 
solution instead of about the 10*8 c.c. which would have been wanted 
with that dilation if the titration had been proceeded with at once, as 
may be seen from the first of the preceding tabular statements. The 
effect of time on the dilution to 1000 c.c. was still more marked, for 
this required only 8'8 c.o. 

Influence of Sodium Chloride, Sulphate, or Carbonate present in tiu> 
Solutions .—Large excess of sodium bicarbonate gives high results, 
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but I have not made any systematic series of measurements of its 
effects, for the use of unnecessary quantities can always be avoided. In 
many cases which occur during investigations, however, the solution of 
hydroxylamine to be titrated is very acid, and to neutralise this acid 
with the bicarbonate is to charge the solution with sodium chloride 
or sulphate, and carbonic acid. Now either of these salts, when 
present in rather large proportions, affects the titration of the 
hydroxylamine, while the carbonic acid is also active in this way in 
presence of one of these salts, although by itself it appears to be 
without action. Free acid should therefore be nearly all removed— 
hydrochloric acid by evaporation, sulphuric acid by addition of 
baryta—before the sodium bicarbonate is added. The effect of 
sodium chloride was measured in a series of experiments which are 
tabulated below. The solutions employed were— 

Hydroxyammonium chloride .... 6*9772 gram per litre. 

Iodine. 12 6238 „ 

Sodium chloride. 100*0 „ 

The same, chargod with carbonic acid. 

5 c.c. of hydroxyammonium chloride, equivalent to 10*1 c.c. of 
iodine solution, were used in each trial, after dilution to the volume 
shown in the table by addition of either water, salt solution, or salt 
solution carbonated. 


Diluent. 

Vols. of the diluted 5 e.o. hydroxyananonium chloride. 

15 

25 | 

35 

45 

55 

65 

c.c. of iodine solution required. 

Water. 

10 *2 

10*25 

10-4 

(B 

10-55 

10 68 

Salt solution. 

— 

10 *45 

10*7 

HSfl 

11*25 

10-88 

Salt solution carbonated. 

10 4 

10*8 

10-8 

SB 

11 5 

12-10 


Other results, confirming those in the above table, were obtained 
with different solutions. Blank tests showed that the diluents of 
themselves consumed no iodine. 

The influence of carbonic acid becomes more marked, at least with 
lower degrees of dilution of the hydroxylamine solution, when, 
instead of employing sodium chloride solutions, charged with the gas 
by sending a stream of it through them for an honr, solutions are 
prepared in imitation of what happens when an acid solution 
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of hydroxylamine is neutralised, previous to titration, by mixing 
equivalent volumes of hydrochloric acid and sodium carbonate. The 
strength of the solutions employed to show this were— 

Hydroxyammonium chloride. 6*8220 grams per litre. 

Iodine (as in last series). 12*6238 „ 

Sodium carbonate (anhydrous) ...... 96 3075 „ 

Hydrochloric acid. 64*5079 „ 

The acid was equivalent strength to the carbonate. 

5 c.c. of the hydroxyammonium chloride solution, equivalent to 
9*9 c.c. of the iodine solution, were used in each case, and diluted, to 
the extent stated in the table, by addition, after the water when this 
was also used, first of the acid and then of the same volume of the 
carbonate. A little bicarbonate was added as nsual during titration. 


Total vols. of tlie diluted 5 c c. of hydroxyammonium 
chlonde. 


Acid and carbonate, 
c c. of each. 

15 

25 

35 

45 ' 

55 

65 

75 

85 

c.o. of iodine solution required. 

O 

9*95 

10*1 

10*2 

10*3 

10*25 

10*45 

10*5 

10 6 

5 

10 -7 

10-7 

10-6 

— 

11*2 

— 

11 *2 

— 

10 


11 2 

— 

11*4 

— 

11-7 

— 

— 

15 

— 

— 

11*0 

— 

11*2 

— 

11-7 

— 

20 

— 

— 

— 

11*7 

— 

12*0 

— 

— 

25 

— 

— 

— 

— 

11 *35 

— 

ia-o 

— 

30 

i 


—™ 



12-0 

12 *3 

MW 


Blank tests showed that the diluents alone decolorised no iodine. 

A corresponding series of trials wore made with sulphuric acid in 
place of hydrochloric acid. The solutions used were— 

Hydroxyammonium chlorido.. 6*6492 grains per litre. 

Iodine (as before). 12*6238 „ 

Sodium carbonate (as before). 96*3075 „ 

Sulphuric acid. 89*0409 „ 

5 c.c. of the hydroxyammonium chloride, equivalent to 9*65 c.o. of 
iodine solution, were used in oach case, and diluted on the same plan 
as before to the extent shown in the table— 
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Acid and 

Total vols. of the diluted 5 c.c. hydroxyammomum chloride. 

15 

25 

35 

45 

55 

65 

75 

carbonate, 
o.c. of each. 


i c.c. of iodine solution required. 

0 

9*7 

10*0 

9-95 

10-0 

10-0 

10*0 

10*2 

5 

10*3 

10-35 

10*55 

— 

10-45 

— 


10 

— 


— 

10-65 

— 

10 6 

11*0 

15 

— 

— 

10*8 

— 

10 *4 

— 

— 

20 

— 

• - 

— 

11 *0 

— 

10*85 

11 *3 

25 

• 




11 *2 

— 

— 


The experiments here recorded show that high dilution with water 
causes hydroxylamine to give a higher titer with iodine than that 
calculated; that this effect of dilution is increased when sodium salts 
are present in large amount; and that it is still more increased when 
carbonic acid is also present. They also show that with very high 
strength of the solution the titer may be too low. It would seem, 
therefore, that there must be some deviations from the reaction which 
is expressed by the equation— 

2NHsO + 21* = 0 + 4HI + H*0. 

Should the action of iodine not go so far, nitrite would be formed, 
and the low results obtained with very concentrated solutions be 
accounted for. The production of nitrite from hydroxylamine by 
various oxidising agents has bceu noticed by Bertoni, so that its 
formation through the action of iodine would not be improbable. On 
examination, I have found that a distinct formation of nitrite does 
take place, and that, too, not only where concentrated solutions of 
hydroxylamine are acted upon, but in all cases, even in those where 
tho iodine titer is higher than that indicated by the above equation.* 
This fact renders still more probable the assumption that the 
hydroxylamino in decomposing must yield a very little deoxidised 
nitrogen, either in the free state or in union with iodine. Evidence 
of the correctness of this view seems to be afforded by a remarkable 
phenomenon to be observed in titrating hydroxylamine with iodine. 
A very weak solution being mixed with very little sodium bicar- 

* The solution after titration always yields a little free iodine when acidified, 
and this, in absence of any iodate in the potassium iodide used, is one proof of the 
presence of nitrite. The solution also, when freed first from all iodide, and then 
tested with acidified ferrous sulphate, always gives the brown colour caused by a 
nitrite. 
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bonate, insufficient for the complete titration by iodine, the solution 
of the latter is added just beyond the point when it is no longer 
bleached. If now to this solution a little more sodium bicarbonate is 
added, a milkincss soon appears, strikingly resembling that of iodo¬ 
form appearing under similar conditions when in placo of hydroxyl- 
amine a trace of alcohol is present. It disappears on adding more 
iodine, but may be reproduced several times in succession before the 
hydroxylamine is exhausted. The substance causing this turbidity 
may perhaps be in reality an iodamine related to nitrogen as iodoform 
is related to carbon. 

I am much indebted to Dr. Divers for suggestions in carrying out 
this investigation. 
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LXXXI .—The Action of Light on the Hydrides of the Halogens in 
Presence of Oxygen. 

By Arthur Richardson, Ph.D., Lecturer on Chemistry, University 

College, Bristol. 

It has been observed by Leo Baekelandt (Bull. Acad . Belg. [3], 11 , 
194), and by McLeod (Trans., 1886, 49, 686) that hydrochloric acid 
is partially decomposed when exposed to the combined action of 
atmospheric oxygen and sunlight, chlorine being at the same time 
liberated; in order to ascertain the conditions which regulate this 
change I have been led to make some experiments on gaseous hydro¬ 
gen chloride, extending the enquiry to the behaviour of hydrogen 
bromide and iodide, under the following conditions:— 

(1.) When the moist gases are exposed to sunlight, 

(a.) In presence of enough oxygen to oxidise the whole of 
the hydrogen to water. 

(6.) In presence of a large excess of oxygen. 

(2.) W r hen the dry gases are exposed to sunlight under similar 
conditions. 

Bulbs of about 300 c.c. capacity were filled with a mixture of the 
gaseous hydride and oxygen, obtained in the required proportions hy 
first filling the bulbs with oxygen, pumping out a portion equivalent 
to the volume of the hydride required, and allowing the latter to flow 
into the partially exhausted bulb until the pressure was equal to that of 
the atmosphere; the bulbs were then sealed before the blowpipe. 

1. Hydrogen, Chloride . 

This gas was prepared from pure sulphuric acid and sodium chlo¬ 
ride ; the oxygen employed was purified from any chlorine it might 
contain by passing it through a strong solution of sodium hydrate. 
In order to analyso the contents of the bulbs after exposure to light, 
they woro opened under water whereby any chlorine compounds 
present were absorbed; this solution was then made up to known 
volume and divided into two parts; in the first part, all the chlorine 
was converted into chloride, and the total chlorine determined by 
standard solution of silver nitrate; whilst in the second portion the 
chlorine capable of liberating iodine from iodide of potassium was 
estimated by standard sodium thiosulphate, potassium iodide, and 
starch. No attempt was made in these experiments to discriminate 
between free chlorine and hypoohlorous acid, but the results were cal- 
vot». it. 3 u 
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ciliated as free chlorine; later experiments, however, have led me to 
believe that a portion of the chlorine was present as hypochlorons 
acid or some other oxy-acid of chlorine. 

1st Ejgerimwih —Hoist gaseons hydrogen chloride and moist oxygen 
were mixed together in the propox tion of 4 vols. of hydrogen chloride 
to 1 vol. oxygen, the proportions necessary for the complete oxidation 
of the hydrogen; the bnlb containing this mixture was exposed to 
sunlight for 24 days, from June 29th till July 23rd; an analysis of 
the contents of the bnlb gave— 

Total chlorine. 0*16170 gram. 

Free chlorine. 0*00056 „ 

Percentage of free chlorine . • 0*84000 „ 

The bulb was found to contain free oxygen at the end of the 
experiment. 

2nd Eorperiment. —A bulb was filled with moist hydrogen chloride 
and oxygen mixed in tbe proportion of 4 vols. of the chloride to 
8 vols. oxygen, giving a large excess of oxygen over that roquired for 
complete oxidation. This mixture was exposed to sunlight for 
21 days (from June 20th to July 11th). After five days, the gas in 
the bulb was distinctly greenish. On analysis it gave— 

Total chlorine. 0*112 gram. 

Free chlorine . 0 083 „ 

Percentage of free chlorine .. 73*810 „ 

It will be seen that the difference in tbe results obtained in the 
two cases is very marked, and it would appear that when hydrogen 
chloride is mixed with a large excess of oxygen fho reaction goes 
almost entirely in one direction, water and chlorine being formod, 
and that undor those conditions there is little opportunity for the 
chlorine and water to react to form hydrogen chloride and oxygon. 
I hope to further investigate this part of tbe subject, and to determine 
more fully how far chlorine is capable of decomposing water in tho 
presence of varying proportions of oxygon. 

3rd and 4sth Experiments. —Two bulbs were prepared as in tho 
last experiment and exposed to sunshine for 57 days (June 27th to 
August 25th) ; at the end of this time the gas in the bulbs contained 
considerable quantities of free chlorine. I did not, however, snccood 
in estimating the percentage amount of free chlorine present in these 
bulbs, although the result obtained was interesting as pointing to the 
possible presence of hypochlorons acid (or other oxy-acid of chlorine), 
together with the free chlorine. In these iwo experiments, the bulbs 
were opened under weak solution of sodium hydrate, in order to 
ensure complete absoiption of chlorine$ the free chlorine was then 
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estimated in the acidified solution as before.* Now if all the libe¬ 
rated chlorine were present in the bulbs as free chlorine, one half of 
it would be converted into hypochlorite of sodium on absorption with 
sodium hydrate, and consequently the number obtained by titration 
with sodium thiosulphate would require to be doubled; on the other 
hand this would make the total free chlorine too high if part of the 
chlorine was already present as hypochlorous acid before absorption 
with sodium hydrate. In both these bulbs the numbers representing 
the free chlorine calculated as such exceeds the amount of total 
chlorine as determined by standard solution of silver nitrate; analyses 
gave— 

L IL 

Total chlorine. 0-188 gram. 0*177 gram. 

Free chlorine. 0*247 „ 0*299 „ 

From these analyses, it may be supposed that some of the chlorine was 
originally present as hypochlorous acid; the relative amounts of free 
chlorine and hypochlorous acid formed in this reaction will be a 
subject for further experiments. 

5 th Experiment .—The action of dry oxygen on dry hydrogen 
chloride in sunlight was next investigated; the gases were dried over 
phosphorus pentoxide, and two bulbs were filled with the gases mixed 
as in the last experiment (4 vols. hydrogen chloride to 8 vols. oxygen). 
The first bulb was exposed for 27 days (June 20th—to July 17) ; the 
gases were then absorbed in water and tested with potassium iodide 
and starch; no trace of free chlorine could be detected in the solution. 
The second bulb was exposed for a much longer period, 63 days 
(June 20th—August 22nd) ; on analysis of the contents, it was found 
to contain— 


Total chlorine... 0*341 gram. 

Free chlorine absent. 

Hence it would appear that dry hydrogen chloride is perfectly 
stable in presence of dry oxygen in sunlight. Three bulbs were next 
filled with hydrogen chloride and oxygen mixed in the same pro¬ 
portions as before, the hydrogon chloride was however saturated with 
moisture whilst the oxygen was thoroughly dried; this gave a 
gaseous mixture, which was only partially saturated with water 
vapour. The bulbs were exposed for GO days, and their contents then 
tested for free chlorine; in no case was a trace of this substance 
detected; here it will he observed that the mixture of hydrogen 

* In estimating the total chlorine, the oxy-acids of chlorine possibly present were 
decomposed by solution of sulphur dioxide, the excess of which was removed before 
titration with standard solution of silver nitrate. 


3 k 2 
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chloride and oxygen is perfectly stable, ovon in tlio prcsonco of 
aqueous vapour, provided liquid water is absent. 5 * 

2. Hydrogen Bromide. 

The gas was best prepared by allowing bromine to come in contact 
with moist amorphous phosphorus, and passing tho gas evolved 
through a tube containing amorphous phosphorus to remove any 
bromine. 

Considering how prone a solution of hydrogen bromide is to de¬ 
compose with liberation of bromine, it might be supposed that the gas 
would react similarly under the combinod influence of oxygen and 
sunlight, 

1st Experiment —A bulb was filled with a mixture of moist hydro¬ 
gen bromide and moist oxygen in the proportions of 4 vols. of 
hydrogen bromide to 1 vol. oxygen; after exposing this mixture to 
sunlight for forty-six days (July 5—August 20), the gases were 
analysed:— 

Total bromine. 0*500 gram. 

Free bromino. 0*032 „ 

Percentage of free bromino .... 0*640 „ 

2nd Experiment —Next the mixture of moist hydrogen bromide 
and oxygen was so prepared as to give a large excess of oxygen 
(1 vol. of the bromide and 1 vol. oxygen), and a bulb containing ibis 
mixture was exposed for 46 days as before ; analysis gave the follow¬ 
ing results:— 

Total bromine... 0*323 gram. 

Free bromino...., 0*025 „ 

Percentage of froo bromine .... 7*730 „ 

Here again tho influence of mass is to bo noticed in tho caso of iho 
oxygen present, for although there was excess of oxygen in both 
experiments, the large excess in tho last instance promoted tho 
decomposition of the acid. 

3rd Experiment. —Hydrogen bromide and oxygon, dried over phos¬ 
phoric anhydride, were mixed in the proportion of 1 vol. of tho 
bromide to 2 vols. of oxygen, and exposed in a bnlb to sunlight 
for 40 days—July 11—August 20; when tho coutents of the bulb 
were tested with potassium iodide and starch, no trace of free 
bromine could be detected, and hence it would appear that dry 

* The gases in Experiments 2, 3, and 4, deposited some of their moisture on tho 
slightest change of temperature, thus providing the liquid water required to start 
the reaction. 
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hydrogen bromide in presence of oxygen is not decomposed by the 
solar rays. 


3. Hydrogen Iodide . 

A mixture of moist amorphous phosphorus and iodine was heated, 
care being taken to keep the iodine in excess; the gas so evolved 
contained a considerable quantity of iodine, and an attempt was first 
made to remove this substance by passing the gas through mercury, 
the result being, however, that the gas was completely decomposed 
with formation of mercurous and mercuric iodide and liberation of 
hydrogen. The gas was finally obtained in a state of purity by 
passing it throngh two tubes containing phosphorus pentoxide, 
whereby all the free iodine was retained in the first tube, imparting 
a dark-brown colour to the pentoxide, whilst that in the second tube 
remained white. As might be supposed, gaseous hydrogen iodide 
shows a strong tendency to decompose under the influence of oxygen 
and sunlight, though here also the amount of decomposition is to a 
certain extent dependent on the mass of oxygen present. Two bulbs 
were filled with a mixture of the moist iodide and oxygen in the pro¬ 
portions of (a) 4 vols. of the iodide to 1 vol. of oxygen, ( b ) 4 vols. of 
the iodide to 8 vols. of oxygen; after an exposure for 20 days, the 
contents of the bulbs wore analysed:— 


a . b . 

Total iodine. 0721 gram. 0*2850 gram. 

Free iodine. 0*684 „ 0*2738 „ 


Percentage of free sodium 94*310 „ 96*0800 „ 

Thus the decomposition was found to he greatest in the bulb con¬ 
taining a largo excess of oxygen—94*31 per cent, against 96*08 per 
eout. Free oxygen was found to bo present in both bulbs when 
opened and tested. 

Lastly, dry hydrogen iodide was found to be decomposed by dry 
oxygen, whon they wore exposed to light in bulbs containing phos¬ 
phorus pentoxide. 

From these experiments, it would appear that in sunlight— 

(1.) The stability of the moist hydrides of chlorine, bromine, and 
iodino is depondent on the mass of oxygen present in excess of that 
required for their complete decomposition. 

(2.) Dry or partially dry hydrogen chloride and bromide are com¬ 
pletely stable, even when mixed with a large excess of oxygen. 

(3.) Dry hydrogen iodide is decomposed in presence of oxygen. 
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Note on the Action of Light on Hydrogen Bromide md Iodide, in 
presence of moist Bed Phosphorus . 

Some hydrogen bromide was prepared in tho manner above de¬ 
scribed, and then absorbed in water; when the apparatus was exposed 
to bright sunshine phosphuretted hydrogen was observed to pass 
over with the hydrogen bromide, and ignited spontaneously on com¬ 
ing in contact with the air. When hydrogen bromide was prepared 
in the dark, however, no phosphuretted hydrogen was evolved. To 
discover what occurs in this reaction, an experiment was made in 
which a bulb containing hydrogen bromide (free from phosphuretted 
hydrogen) was sealed up together with moist amorphous phos¬ 
phorus, and exposed to sunlight; after 24 hours cubical crystals 
made their appearance on tho sides of the bulb, and grew to a con¬ 
siderable size in the course of a few days; they had all tho appear¬ 
ance of phosphonium bromide, and were decomposed by water with 
liberation of phosphuretted hydrogen; the reaction may be expressed 
by the equation— 

P + 3H 2 0 + HBr = PH 4 Br + H 8 PO $ . 

Hydrogen iodide, when similarly treated, yielded crystals re¬ 
sembling phosphonium iodide. On exposing saturated solutions of 
hydrogen bromide and iodide, together with amorphous phosphorus, to 
sunlight, large quantities of phosphonium bromide and iodide were 
obtained. 


LXXXIL —Note on the Influence of Liquid Water in promoting the 
Interaction of Hydrogen Chloride and Oxygen on Exposure to Light . 

By Henry E. Armstrong, F.B.S. 

The experiments described by Dr. Richardson appear to establish tho 
fact that hydrogen chloride is not oxidisod by ordinary oxygon on 
exposure to sunlight unless water be present; and thus one more is 
added to the now numerous instances showing that interactions which 
are oommonly assumed to occur between two substances more 
frequently than not are possible only in presence of a third substance 
—of a catalyst as I have elsewhere tormed it. 

Dr* Richardson states that no chlorine is liberated if only one of 
the gases be saturated, and that it is necessary to saturate loth gases 
with water j on hearing of his results at the recent British Association 
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meeting, I was much struck and also puzzled by this statement. The 
explanation which he has now given in the foregoing paper that 
liquid water mnst be present, however, appears to me to be satis¬ 
factory, and it is on this point that I venture to offer the following 
remarks in the hope that I am thereby contributing to the appreciation 
of the importance of observations of the character of those which he 
has recorded. 

The interaction in question is a parallel case to that of the oxidation 
of sulphur dioxide so carefully worked out by Professor H. B. Dixon, 
and which I have already discussed in my paper on “Electrolytic 
Conduction, &c.” (Pros. Boy. 800 ., 1886, 288). In gaseous mixtures 
chemical change appears to take place only when a comparatively high 
electromotive force—or its equivalent—is employed, one sufficient to 
produce disruptive discharge being usually required: regarding the 
interaction as a case of electrolysis, a gaseous mixture of HC1, 0 2 and 
OH 3 might therefore be expected to prove insensitive to light. But 
an aqueous solution of hydrogen chloride is one of the best of liquid 
conductors, and it is easy therefore to understand that a relatively 
small electromotive force should suffice to electrolyse a liquid system 
of the same three elements. 

From this it should follow that a moist mixture of HC1 and 0 2 
which is affected at ordinary temperatures would prove to be in¬ 
sensitive to light if the temperature be raised sufficiently to gasify the 
water. It is also probable that a gaseous mixture of chlorine and 
water will be found insensitive to light, provided that the temperature 
be high enough to destroy all molecular aggregates of the two sub¬ 
stances : this proviso appears to me to be necessary as I imagine it is 
possible that in a molecule which includes both chlorine and water 
the direct absorption of light energy may induce a rearrangement 
ending in the formation of hydrogen chloride and oxygen. 

The study of the effect of light on mixtures of Ha, Cl* and water at 
temperatures high enough to gasify the water would be of interest 
from this point of view; probably it will be very difficult to entirely 
hinder the formation of surface layers of liquid and thus prevent 
any action taking place, but Professor Dixon’s observations on the 
influence of the amount of gaseous water on the rate of propagation 
of explosivo waves encourage ns to hope that the required information 
may bo gained in such a case by studying the rate of change at 
various temperatures. 

It may be pointed out that Dr. Richardson’s observation on a 
mixture of dry hydrogen iodide and oxygen is inconclusive owing to 
his having allowed phosphoric oxide to be present with the gases : 
this substance appears almost invariably to contain either phosphorus 
or lower oxides. 
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LXXXIII .—On the Magnetic ’Rotation and Densities of Oldorcd, Chloral 
Hydrate, and Hydrated Aldehyde . 

By W. H. Perkin, Ph.D., F.R.S. 

In a paper ’brought before the Society last year (Chem. Soc. Trans., 
1886, 777), it was shown that the study of the magnetic rotation of 
hydrated products was calculated to throw much light upon their 
nature, aud show whether they are true chemical or atomic com¬ 
pounds, or only molecular products containing water, because, if of 
the first class, the rotation should be less than tho sum of tho rota¬ 
tions of the compounds and water used in their preparation; but if 
of the latter, the rotation should be the same as that of tho com¬ 
pounds and water. It appeared to me that it would bo of interest 
to apply this method to the examination of chloral hydrate, and thus 
get a further insight into the nature of this interesting compound, 
which has been the subject of so much discussion at diff erent times. 

Chloral . 

Before the examination of chloral hydrate itself could be com¬ 
menced, it was necessary to determine the magnetic rotation of 
chloral. The product used was obtained from Kahlbaum. It was 
purified first by agitation with phosphoric anhydride, then docantod 
and afterwards distilled from a little fresh anhydride. 

It came over between 95° and 98°, but after carefully fractioning a 
few times, more than half was obtained boiling between 97*8 and 98*1°. 
corr. (Thorpe found 97*2°.) This was then refractionod into three 
equal quantities, rejecting a little of tho first and last parts, and tho 
densities taken of the firet and third fraction. Tho numbers obtained 
were— 

I. B. p. 97-6°. <£ 1-5293. 

y 

III. B. p. 97-9—98-1°. dP° 1-5292. 

9° 

The product was, therefore, nearly homogeneous. Fraction III 
was selected for examination; its density determination gave-— 

dp 1-5292, 

1-5197, 

1-5060. 
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The following numbers were obtained for its magnetic rotation:— 


t . 

Sp. rotation. 

Mol. rotation. 

16-0° 

1-2206 

6-697 

15-2 

1*2166 

6-675 

15 *3 

1*2194 

6*590 

36*5 

1 *2237 

6*608 ’ 

17-1 

1 *2192 

6 591 

19*0 

1*2165 

6*584 

Average 16*3 

1-2193 

6*591 


Chloral Hydrate . 

The specimen of this product employed was beautifully crys¬ 
tallised. It was powdered, and after it had been kept under a bell-jar 
over sulphuric acid for some time it was melted. It distilled at 
96*6—97*2°, a little at last coming over at 98 6°, 

This substance being solid at the ordinary temperature, its density 
and magnetic rotation had to be determined when it was in a melted 
condition. The special arrangements of apparatus used for these 
purposes I hope to give in a future paper. 

The following numbers were obtained for its relative densities; 
they are averages of two sets of determinations:— 



1*6115, 


d--° 0 1*6274, 
58*4° ’ 

j fifr jj ° i«oi3(5 
1 0 6 * 


The determination of the magnetic rotation gave- 


t 

Sp, rotation. 

Mol. rotation. 

61-0° 

3 *2691 

7-120 

63*2 

1 *2633 

7-106 

56-6 

1 *2621 

7-116 

59*8 

1*2775 

7-231 

56*0 

1*2746 

7-186 

54*9 

1 *2729 

7-167 

54 0 

1*2694 

7-141 

52*8 

1*2713 

7-141 

Average 54*6 

1-2700 

7-161 
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The temperature at which these observations wero made being 
rather high, it was thought desirable to make others at lower tempe¬ 
ratures : the only way to do this was to employ solutions o£ chloral 
hydrate. An aqueous solution was the first examined. It was made 
as strong as possible, the proportions corresponding to three molecules 
of water to one molecule of chloral hydrate. This deposits crystals 
on standing for a few hours, but as these rodissolve on the application 
of heat and the solution then remains clear for several hours, plenty 
of time is obtained to make the necessary observations. Chloral 
hydrate dissolves in water with fall of temperature, as is well known. 

The relative density determinations gave— 


dj 1-49032, 
dg° 1-48033, 
dg! 1-47318, 
d§g!-4678, 


<zgIl-4G32, 
dgl 1-4590, 
dgl 1-4548, 
4? 1 - 4580 . 


The magnetic rotations were determined at the ordinary and at a 
high temperature. 



Sp. rotation. 

Mol. rotation. 

15-2° 

1-2196 


15*2 

1*2134 

9-998 

15*6 

1-2206 

10*058 

15*6 

1*2110 

10 004 

15*8 

1-2176 

10-086 

15 ‘8 

3 *2173 

10*083 

15*8 

3 2104 

10-026 

10*5 

1 -2138 

9*973 

10*5 

1 2136 

9-971 

Average 14 -4 

1 '2102' 

10*016 

50-5° 

1*2013 

10-043 

BC-0 

1 2008 

9-992 

66-6 

1*1998 

10-037 

Average 56*3 

1-2006 

10 *034 


These numbers give the following values for chloral hydrate:— 
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Chloral hydrate and 3 mols. 

At 14-4°. 

At 66-3°. 

of water . 

10-016 

10-024 

Less 3 mols. water. 

3 000 

3*000 

Chloral hydrate. 

7-016 

7-024 


As these results are somewhat lower than those obtained from the 
fused chloral hydrate, experiments were made with a more inactive 
solvent than water. The solvent selected was isoamyl oxide, as it is 
difficultly volatile, boiling at 178°, and theiofore a solution made with 
it is not likely to alter in composition, and also because it dissolves 
chloral hydrate freely. 

The densities of isoamyl oxide were taken for a large range of tem¬ 
perature, so that they might be compared with those of the solutions 
of chloral in the solvent: they gave— 

<2~£ 0-78891, 0-7659, 

45 0-7806, 0-7585, 

45 0-7743, 0-7520. 

In the first experiment, the solution was accidentally made in the 
proportion of 1 mol, of chloral hydrate to 0*8797 mol. of isoamyl 
oxide instead of one molecule of each; this, however, was not very 
material. Chloral hydrate dissolves in isoamyl oxide with fall of tem- 
rature. 

The density of the solution was— 


df 6 1-1329, 

45 1-0920, 

1-1206, 

45 i,o83 °» 

45 1 ‘ 1113 > 

45 l'°789. 

4®I M012, 



Its magnetic rotation gave four series of numbers exactly the 
same, so that only one need be given:— 

t, Sp, rotation. MoL rotation. 

16° 1*1152 16*853 

The next series of experiments was made with a solution in the 






812 PERKIN: THE MAGNETIC ROTATION AND DENSITIES 

proportion of 2 mols. of chloral hydrate and 1 mol. of isoamyl 
oxide; this was a supersaturated solution, but when warmed, the 
crystals dissolved and were not deposited again on cooling for 
several hours. 

The density determination gave the following numbers averaged 
from two sets of determinations. 

45 1-2466, 45 1-21680, 

15 45 

1-2366, ajjj£ 1-2062, 

dg 1-2272, d^MSOO. 

The determination of the magnetic rotation gave— 


t. 

Sp, rotation. 

Mol. rotation. 

20° 

1-1543 

25 -870 

26 

1 *1498 

25 *271 

26 

1*1327 

25 *330 

26 

1*1531 

25 *343 

26 

1*1525 

25*328 


These two sets of experiments gave the following numbers for 
chloral hydrate:— 

Rotation of solution 1 mol. of chloral hydrate in 


0*8797 isoamyl oxide... 16*853 

Less rotation of 0*8797 mol. isoamyl oxide.... 9*825 

Chloral hydrate... 7*028 

Rotation of solution of 2 raols. chloral 

hydrate in 1 mol. isoamyl oxide . „ 25*328 

Less 1 mol. isoamyl oxide. 11*108 


2 mols. chloral hydrate. 14*100 2 = 7*080 

We have therefore the following numbers for chloral hydrate:— 

In aqueous sola- In iso&myl oxide 

tion, solution. 

Fused, t - A -\ /-*-^ 

7*151 7*016 7*024 7*028 7*088 

Average omitting the first = 7*037. 
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It is seen -that the fused product has given numbers higher by 
0T14 than the average (viz , 7*037) of the four determined from the 
solutions ; this is considerably more than is likely to arise from error 
of experiment, and is undoubtedly due to a certain amount of disso¬ 
ciation in the chloral hydrate, as will be seen further on, therefore 
the numbers from the solution are the most trustworthy. In one case, 
the aqueous solution was examined at a high temperature, and gave 
numbers nearly the same as those obtained with the same solution at 
low temperature, but no doubt the excess of water present would 
prevent dissociation. 

If the rotation of chloral be now taken, and subtracted from that 
of chloral hydrate, it will show whether the water used in the prepa¬ 
ration of the latter retains its ordinary value, and therefore exists still 
as water, or whether it is smaller, and no longer exists as water:— 


Chloral hydrate. 7*037 

Chloral . 6*590 

Difference. 0 447 


From this it is evident that chloral hydrate does not contain water 
as a constituent, otherwise the difference would have been 1*000. 

If chloral hydrate then be tricliloretliyUdene glycol , as the foregoing 
indicates, does its rotation correspond to that of such a compound ? To 
find this, however, we require to know the magnetic rotation of alde¬ 
hyde and ethylidene glycol, which of course are related to each other 
as chloral is to trichlorethylidene glycol. The rotation of aldehyde 13 
known, but as ethylidene glycol is too unstable to exist in the pure 
state at ordinary temperatures, its rotation of course has not been 
practically determined. Compounds of this glycol, however, aio 
known, and the magnetic rotations of these have been determined, 
they are acetal and methylacctal, and in my paper published in 1884 
(Trans., 1884, 571), the value of ethylidene glycol was deduced as 
noarly as ilio data at my disposal permitted. From the rotation of 
acetal, I obtained 2*974, aud from that of methylacetal 2*817 for this 
substance. Moreover, the rotation of ordinary glycol has likewise 
been determined, it is 2*943; and it has been shown that ethylidene 
compounds give lower rotations than do ethylene, therefore the lower 
number 2*817 was considered the most likely to be correct. This is 
supported by another consideration. The difference between the 
rotation of ethylene chloride and ethylidene chloride is as follows :— 


Ethylene chloride.. 5*485 

Ethylidene ohloride. 5*335 

Difference .... *. 0*150 
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Now if this difference be subtracted from that of ordinary glycol 
tbe result should be very near to that of ethylidene glycol. 

Glycol.... 2*943 

Less...... 0*150 

2*793 

This is remarkably close to that deduced from the rotation of 
methylacetal, so that the mean of these will probably be very near 
the truth: it is 2*805. 

If the value of aldehyde be subtracted from this, we ought to 
obtain a difference very close to that which should exist between 
chloral and trichlorethylidene glycol. 

Ethylidene glycol (calculated) ... 2*805 


Aldehyde. 2*385 

Difference. 0*420 


This is very close to the difference found between chloral and 
chloral hydrate, therefore the latter substance must bo trichlor¬ 
ethylidene glycol. The experiments which have been made upon 
chloral hydrate by Naumann, Wiirtz, Moitessier, Engel, and others, 
and more recently by Ramsay and Young, show that when vola¬ 
tilised its vapour always undergoes dissociation. In the crystalline 
condition, however, it is a stable product. It was, therefore, of 
interest to see whether the substance when in the liquid state 
remained definite in character. 

As already remarked, the magnetic rotation of fused chloral hydrate 
at 54*6° gave high numbers, indicating that dissociation did take 
place to Borne extent at this temperature, which is about 42° below its 
boiling point. To further examine into this matter, it was thought 
that an examination of the curves obtained by plotting the densities 
for different temperatures, both of the fused product and its solu¬ 
tions, might throw some additional light on tlio subjoct. It was for 
this reason that so many density determinations at different tempera¬ 
tures were made of the products referred to in the previous part of 
this paper. The curves relating to chloral and isoamyl oxide are also 
given for the sake of comparison with those of the less stable pro¬ 
ducts. It is necessary to remember that the densities used are rela¬ 
tive to water at the same temperatures, and are not the true densities. 
The curves are given at the end of this communication. 

The densities of chloral at different temperatures* give an ordinary 

* The higher relative densities of this compound were calculated from the ex¬ 
pansion given by T. E. Thorpe (Trans,, 1880,192). 
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kind of curve, suck as is always obtained from relative densities of 
stable compounds. In the case of chloral hydrate in aqueous 
solution, a similar result is obtained, showing that chloral hydrate 
does not dissociate, or at any rate to only a very slight extent, in the 
presence of water even at temperatures up to 70° (see Plate I). 
The magnetic rotation at 56° also does not indicate dissociation, or 
only very little, the minute difference between the rotation at the 
low and high temperature being within the errors of observation, still 
they are in the direction required by dissociation, so that it would 
not be safe to say that no amount of change takes place. Isoamyl 
oxide gives an ordinary kind of curve, but on examining that given 
by the densities of a solution of chloral hydrate in isoamyl oxide in 
the proportion of two molecules of the former to one of the latter, 
it will be seen that it takes a new direction, and bends to the left 
instead of to the right; moreover, it is long for the range of tempe¬ 
rature. And, lastly, with fused chloral hydrate the part of the curve 
obtained between 50° and 70° shows that it belongs to one which 
bends still more to the right, probably taking a direction somewhat 
similar to that formed by the dotted line; it is also considerably 
longer for the same range of temperature (see Plate II). That 
the curve obtained in the case of solution of chloral hydrate in 
isoamyl oxide should not be so long or so much bent to the right is 
obvious, because the chloral hydrate is diluted with isoamyl oxide, 
and this gives a curve in the opposite direction. In the case of the 
solution in the proportion of 1 mol. of chloral hydrate to 0*8797 mol. 
isoamyl oxide, which, of course, is a more dilute solution than the 
above, the influence of the isoamyl oxide prevents the curve from 
changing to the left hand until a temperature of between 50° and 60° 
is reached; it is, therefore, not given. 

It is difficult to determine the exact temperature at which chloral 
hydrate when in solution in isoamyl oxide commences to dissociate; it 
certainly occurs between 30° and 40° and probably is lower, in fact 
thero is a difference in the magnetic rotation of the two solutions in 
isoamyl oxido which tends to show this; thns, the one examined at 
26° gavo a nmuber for chloral hydrate 0*052 higher than that 
examined at 16°; this is not much, but is greator than would be 
expected from errors of observation. 

The dissociation of chloral hydrate when in solution so much below 
its melting point is an interesting fact, because it goes to show that 
the physical forces connected with crystalline structure have a con¬ 
siderable influence in some cases on the stability of a substance. 

As very little is said about the results of hydrating aldehyde by 
admixture of water, I was induced to make a few experiments in 
that direction. Gmelin states that aldehyde mixes in all proportions 
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with water, the mixture being attended with liso of temperature, and 
a mixture of three parts of water to one of aldehyde boils at 37°. 
Ramsay and Tonng (Phil, Trans , Part I, 1886, 117) say that 
aldehyde when mixed with water evolves heat, and undergoes 
contraction; and this behaviour would point to the formation of the 
dihydric alcohol, CH 3 CH(OH) 2 . 

The aldehyde employed in the following experiments was prepared 
from paraldehyde; the average of three senes of density determina¬ 
tions gave— 

d 0-81312, 

+ 4 

<£ 0-80561, 

4 

<£ 0-80058, 

4 

0-79520, 

4 

•I no 

0-78826, 

As the temperatures commence below 4°, the true densities are given. 

These are close to those given in my previous papor (Trans., 1884, 
475). 

Experiments were first made on a mixture of aldehyde and water 
in equimolecular proportions (C*H 4 0 : BLO), On making this some 
interesting peculiarities were noticed. If the temperature of tho 
liquids and the atmosphere be low, say not higlior than 8° or 9°, at 
the moment of mixing, the temperature drops, it thou commences to 
rise somewhat quickly, and continues to rise more and moro slowly 
for a long time. An experiment with 22 grams of aldehyde and 9 of 
water, mixed at the temperature of the air in a largo tost-tnbo 
protected with coi ton-wool, foil from 746° to 5 9° = 1*56°; tho 
temperature then began to rise. 


After 1 minute it was 8 8° 


99 

2 minutes 

99 

110 

11 

4 

11 

99 

14-7 

9 

8 

>» 

99 

17-5 

» 

12 

11 

99 

18-15 

» 

16 


19 

184 

91 

20 

91 

19 

18-53 

99 24 „ 

It then began to fall very slowly* 

91 

18 58 


If the temperature of the air and products be higher, say 16°, and 
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the quantities not too small, the rise of temperature is more rapid, 
and ebullition sets in. 

If an additional quantity of water be added to this monohydrated 
aldehyde, after it is at rest, corresponding to a second molecule 
(OaHiO : 2H a O), it causes an immediate rise of temperature, which 
roaches its maximum in about four minutes; the rise, however, is 
about 4° only. If this product is then allowed to stand until cool, the 
addition of water in the proportion of a third molecule (C 2 H 6 0 : 3H*0), 
causes the same thing to take place again, but in a still less degree. 
If this be repeated again, heat is still evolved, but only a little. These 
experiments were not made with the intention of giving accurate 
measurements; if done with all precautions, of course, much larger 
results would be obtained. 

The mixture made in equimolecular (C3H4O : H a O) proportions 
was next examined. 

On attempting to determine the density of this product, the results 
at first were most perplexing from the fact that they were not con¬ 
cordant ; it was then discovered that this mixture when subjected to 
a change of temperature does not become constant in volume at the 
now temperature iu loss than two hours and a half to three hours or 
even more, so that it was eventually found necessary to keep the 
product in the density-tube at the required temperature for this 
period before adjusting the volume. The following results will 
illustrate this. 

Density determinations at 0°; temperature of product before com¬ 
mencing the experiment, 3°. 

After cooling for £ of an honr density = 0*9817 
„ 2£ hours „ = 0*98466 

„ 17 „ „ = 0*9861 


Determinations at 6°; temperature of product before commencing 
the experiment, 3°. 

After warming to 6° for an hour density = 0*9660 
„ „ £ of an hour „ = 0*9656 

„ „ 2^ hours „ = 0*9607 

„ „ 7£ „ „ = 0*9606 

„ „ 8£ „ „ =0-9(303 

Determinations at 13°; temperature of product before commence¬ 
ment of the experiment considerably bw&r , but not registered. 


After warming to 13° for 


£ of an hour density = 0*9370 
2J hours „ = 0*9331 


1? 


99 
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In the first series, the densities were taken at a lower temperature 
than that of the product used, and it will bo noticed that thoy 
increase with lapse of time, showing gradual combination. Tn the 
second series, the densities were taken at a higher temperature than 
the product used, and here we find a gradual diminution of density 
with lapse of time due to gradual dissociation. 

The densities of this mixture may be taken as— 

£- a 0-9861, 

4 

0-9603, 

d l S 0-9330. 

4 

These numbers show that an extremely largo expansion takes place 
with change of temperature; this will best be seen by comparing the 
curve they give with that given by the densities of aldehyde (soe 
Plate III). Were this mixture composed of water and aldehyde 
uncombined, its expansions should be considerably less than that of 
aldehyde; hut there is no doubt that the reduction of volume by 
cooling is owing to chemical combination chiefly as well as contrac¬ 
tion from change of temperature, and, on the other hand, that the 
expansion is duo chiefly to dissociation as well as to expansion from 
change of temperature. These curves being for tho true densities 
arc not strictly comparable with those on the other diagrams. 

Monohydratcd aldehyde does not solidify when cooled in snow and 
hydrochloric acid; with tho thermometer bulb in tho liquid, it boils 
vigorously at 29—30°. 

The magnetic rotations of this product wore determined, and 
gave— 


& 

Bp. relation. 

Mel. rotation. 

1C-2° 


3*320 

16*0 


3-338 

15*8 


8*320 

15 4 

0 *8940 

8*323 

15 2 

0-802!) 

3*317 

Average 15*7 

0*8937 

3*324 


If the value of aldehyde he subtracted from this, viz., 2*885, we 
get 0*928 as the difference. As this is less than 1*0 (the value ol 
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water)) wo may conclude that chemical combination had takon place 
to some extent in the mixturo, as shown already by the density deter¬ 
minations. No doubt had the magnetic rotation been determined at 
a much lower temperature, the difteron.ee would have been still 
smaller, because a larger quantity of the water and aldehyde would 
have combined to form ethylideno glycol; if all combinod, the differ¬ 
ence would bo about 0*420, as the product would then be the pure 
glycol. However it was not thought worth the labour to make more 
determinations as it is very difficult to get the product in a state 
of equilibrium, and the densities give all the information necessary, 
though perhaps from the magnetic rotation one might find the per¬ 
centage of ethylidene glycol formed. It is known iliat glycols aro 
viscid liquids, and it is interesting to notice that when monohydrated 
aldehyde is shaken up a froth forms which does not broak at once, 
the mixtnro differing in this respect both from aldehyde and from 
water. 

Attention has been drawn to the fact that when aldehyde and 
water aro mixed, the first result is the reduction of temperature, the 
rise of temperature then setting in. This interesting matter is 
brought out moro strongly if absolute alcohol bo mixed with aldehyde 
in equimoloeular proportions and the right conditions employed. If 
the temperature of tho air and products be high as in summer time, 
no effect is noticed except rapid rise of temperature and then 
energetic ebullition, but if tho experiment be made in cold wonther, 
at temperatures not more than 8° or 10° at the most, the mixing of the 
products causes an immediate fall of 7 or more degrees, the rise then 
sots in and before long the mixture boils. 

Thoro can be no doubt to my mind that the first result in both 
cases is physical and duo to the molecular arrangement between the 
two liquids, tho rise being duo to chemical union; it is interesting to 
got those two changes in tho same fluid. 

On mixing pure dry other with aldehyde alone, a fall of tempera¬ 
ture occurs, as no chemical compound is formed. 

It appeal’s then that aldehyde chemically unites with waior, form¬ 
ing ethylideno glycol, tho proportions present in the mixture varying 
with tho temperature. 


8 b 2 
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LXXXIV".— The Synthetical Formation of Closed Carbon - chains. 
Part I (continued). The Action of Ethylene Bromide on flip Sodimi- 
derivatives of Ethylic Acetoacetate , Benzoijlacetate^ and Acetone - 
dicarboccylate. 

By P. 0. Preer, Ph.D., and W. H. Perktn, Jun., PL.T). 


In two papers brought before the notice of the Society by one of ns 
a short time ago (this voL, pp. 1 and 702), the remai'kable difference 
in the behaviour of the sodium-derivatives of ethylic malonato on the 
one hand and those of ethylic acetoacetate, benzoylaceiate, and 
acetonedicarboxylate on the other hand, towards trimethyleno bromide 
was discussed. 

It was shown that in the caso of ethylic malonate, a tetramcthylono- 
derivative, that is, ethylic tetramethylenedicarboxylate, 

(COOC,H fi ) 2 C-CH a 

CH.-OH, ’ 


was formed, whereas in the case of ethylic soda col oacetate, for 
example, no tetrarnethylenc-dorivative was produced, but a reaction 
took place which is represented by the following equation:— 


2 cSocS> CHNa + BrOH J -OH J -OH J Br = 


CH/C- 


-0 


lj.oa.oir,> 02 - + oSSSfcX® + 


cm-,ao> 


cooajwciia’Cii, 


with fonnation of ethylic moihyidohydrohexemocarboxyluto. 

In a paper published somo tinio since, Lho results of a series of 
experiments on the action of ethylono bromide on iho sodium com¬ 
pounds of ethylic acotoacetato and bcnssoylocctato were communicated, 
and tho substances formed in tho reaction wero assumed to be tri- 
methyl one-derivatives. Thus, for example, tho reaction botwoon 
ethylic sodacetoacotate and ethylene bromide was represented as 
taking place according to tho following equation:— 

a OOO&&> OHH * + B'OT.'CH.Br = 0 gg^>0<^ + 

000C.H> 0H * + 

Prom the results of the oxpetimonts on tho action of trimothylom 
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bromide on ethylic sodacetoacotato, it was, however, much morj 
likoly that the above decomposition would be more correctly repre¬ 
sented thus:— 


2 COOcS> CHNa + BrOHs’OHuBr = 


OHi-O-O. 

+ 


0000 * 1 , 
oK> 0H * + 


in which case tho product would be ethylic methyldehydropentone- 
carboxylate, and not a derivative of trimethylene as shown in tho 
first equation. This possibility made it necessary to again study this 
reaction, in the hope of being able to decide whether these compounds 
really were pontone-derivatives or trimothylene-derivatives. 

In experimenting in this direction, a largo number of reactions Lave 
been studied, most of which can be equally well explained on tho 
assumption of either tho trimothylone or the pontone formula, ami 
the only ono which has thrown any decisive light on the question is 
that which hikes place when the acid, which has already boon described 
(Iog. cit ., p. 881) as acctyltrimothylcnecarboxylic acid, is distilled. 
This motion was mentioned in tho previous paper (p. 834), and it is 
there stated that the acid on distillation is split up into carbonic 
anhydride, and a colourless oil boiling at 113° (acetyltrimebhyleue). 

As in those experiments only very small quantities of tho acid 
wore worked with, and it now appeared that the further study of this 
substance might throw considerable light on the question of tho con¬ 
stitution of tho original acid, this decomposition has been restudiod, 
using much larger quantities of tho acid. Tho result has shown that 
tho oil producod in this roaction is a mixture of two substances, the 
ono which is ])i*osent in by far the larger quantity being the oil 
boiling at 113°, which was previously noticed, the other, which we 
have only found in vory small quantities, being an oil of ethereal 
odour boiling at about 90°. The first of those is aeotylfcrimeihylono, 
tho second mothyldohydropontono or tho anhydride of aootopropyl 
alcohol The constitutional lbrmulw of those two isomorio substances 
is therefore— 


OHsOO'O 



Acetyltrimethylone 
(b. p. 118*). 



Mcthy lde] iv dropent ono 
(b. p. 90° (?)). 


The remarkable difference between those two compounds is seen in 
their behaviour towards water at ordiuary temperatures. Aoctyl- 
trimethylono dissolves but remains unchanged, whereas methyldo* 
hydropentono is converted into acotopropyl alcohol. 
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CH 3 -O-0. OH/OO 

II /0H 2 4- H 2 0 = I • 

ch-ch/ cn/OHa-oir/OH 

Methyklohydropontono. Acetopropyl alcohol. 

The further examination of the properties of acetyltrimethylone 
has shown that it is a methyl ketone, and is a saturated compound; the 
only formula therefore which can be assigned to it (at all evontB 
according to the system of nomenclature now in use) is the one 
given above. 

From these results, it follows that the product of tho action of 
ethylene bromide on ethylic sodacetoacetate is a mixture of two 
substances—ethylic aceiyltrimcthylenecarboxylate and ethylic metliyl- 
dehydropentonecarboxylate, which have respectively the following 
formula):—* 

CH 3 *CO v £!H 2 CHj-C-O. 

\c( I and II >CH 8 . 

COO Calls x CHa G0 OC s H,-0*CH/ 

As the second substance is present in such very small quantities* 
we propose, for simplicity sake, to treat tho product of this reaction 
in the following paper, as consisting only of ethylic acetyltrimethylonc- 
carboxylate. 

We have unfortunately not yet been able to isolate ethylic mothyl- 
dehydropontonecai boxy late in a state of purity, but we hope, in 
experimenting further on this subject, to find some moans of sepa¬ 
rating the very small quantity of this substance which is formed in 
the reaction from tho largo quantities of ethylic acotyltrimothylono- 
caiboxylato and unchanged ethylic acotoacetato. 

The constitution of ethylic acotyltrimcthyloneoarboxylato, as de¬ 
duced from the above experiments, is very remarkably supported by 
tlio study of its magnetic rotation, and also that of its decomposition 
products, which has been institulod by my father. 

Tho only constitutional formula possible for ethylic acoiyliri- 
metliyleuecarboxyUte, other than that given abovo, is that of ethylic 

vmylacetoacotato, C 00 U°H >CII ' CIr:Clt) - 

Now this differs from ethylic allylacetoacotate in having one CII 2 
less than the latter, it there! ore follows that the magnetic rotation of 
ethylic vinylaeetoacetate should he that of ethylic allylacetoacotate 
(10’383) — tho value of a Ctli-gioup (1023), that is, 9*360. Now tho 
magnetic rotation of the purest sample of ethylic acetyltrimotliyleno- 

* Under some conditions, which we have as yothocn unable to determine, it does 
not appear to be formed at ell, a fact whioh is borne out by the study of the 
numbers obtained ns the magnetic rotation of different samples. 
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oarboxylato yot examined was found to be 8*198, which shows at once 
that it cannot be otliylic vinylacetoacetate. 

Against the conclusions deduced above from the results of the 
chemical examination of the products of the distillation of acetyltri- 
inethylcnecarboxylic acid, it may be urged that during this reaction 
some intormolecnlar change has taken place; that this is not the case, 
however, the following considerations will show. The magnetic 
rotation of ace tylfcrim ethylene is 5*215. Now if acetyllrimethylene 
is really the basis of the original product of the action of ethylene 
bromide on etliylic sodacetoacetate, it follows that the magnetic 
rotation of this substance should differ from that of ethylic aeetyl- 
trimethylonecarboxylate by the value of (COOCJEI 5 —H). 

The value of this group, as has previously beeu mentioned (this 
vol., p. 708), is easily deducod by subtracting the magnetic rotation 
of acetone from that of ethylic acetoacetate, and is thus found to be 
2*087. 

If wo now add this to tho magnetic rotation of acetyltrimethylenc, 
we get as the calculated magnetic rotation of ethylic acctyltri- 
methylonecavboxyl ate 8 232, a number which agrees sufficiently with 
that actually found (8 108), so that at present both the chemical 
reactions and the physical measurements are in favour of tho 
assumption that those compounds are trimethylenc-derivatives. 

Several other reactions of aceiyltrimethylenecarboxylie acid and 
its ethereal salt have boon studied, among which the more important 
are tho following:— 

Acotyltrimothylenocarboxylic acid, when boiled with, water, is 
slowly converted into carbonic anhydride and acetopropyl alcohol, 
thus 


CH a *CO v y CH a 

r xji + na ° “ CHj ‘ 00 ’ clI/OH2 ‘° HrOH + 00 * 


cooir 




Aeotopropyl alcohol. 


Kthylio acotyltrimothylenecarboxylafce dissolves easily iu -a con¬ 
centrated aqueous solution of hydrogen bromide, being thereby 
converted into othylic w-bromcthylaoetoacotate:— 


ClfrCO^ vOHg 
OOOCm/ ^CH a 


+ 


HBr = 


CHs'CO, 

^OH-OH/OH.Br, 

OOOCsB/ 

Kthylio (o -bi*omethylacetoacotate. 


a reaction which is a counterpart of the formation of bromethyl- 
malonio acid by the action of hydrogen bromide on trimethylene- 
dicarboxylie acid. 

These reactions aro undoubtedly difficult to explain on the 
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assumption that these substances are trimethylonc-derivativos, as in 
that case we are bound to assume that by the action of hydrogen 
bromide, or, more curiously still, by simply boiling with water, the 
trimethylene-ring is split. At tlio same time, it must bo remembered 
that the properties of such a ring as tho trimethylono-ring aro at 
present totally unknown, and therefore that no definite argument can 
be drawn from these peculiarities. 

While carrying out this research, experiments were also made on 
the action of ethylene bromide on the disodin m-derivative of ethylic 
acetonedicarboxylate, originally in the hope of obtaining penta- 
methylene-derivatives, thus:— 


COOCsHfl-CHNa 

^ CH 8 Br 


COOC 3 H 6 *OHNa 


COOC a H 6 -CH>CH a 

+ I S CO I + 2NaBr. 

CH 2 Br 


COOC 3 H 8 -OH'CII 5 


L 

,-Ahh 


It was, however, soon discovered that in this case also trnnothylonp- 
derivatives were formed, the reaction apparently taking plaoo in tlio 
following way:— 


COOC*Hs’CHNa 

>CO + BrOHj-CHjBr = 

COOCsHo'CHNa 

C000*H 6 -CHNa 

>CO + NaBr. 

OOOCA-OH-CH^OH.Br 


COOCaH^CHVCO^ cjsfa.cn^OH^r = 


cooc 3 h ( -ch 3 *oo v y crr 3 

>C< I + Nallr, 

oooo 3 h/ xiir, 


the product of the reaction being othylio acotyllrimothylouedioarb* 
oxylate. 

The proof of this fact is that on boiling tho acid produced by the 
hydrolysis of this ethereal salt with water, it is decomposed into 
carbonic anhydride and acetopropyl alcohol, a reaction which is 
expressed by the following equation:— 

XKMJff. 

“b HuO — \ 4* 2CO a , 

x CH 3 -CH a ‘OBVOH 

a reaction resembling in every respect the formation of acetopropyl 
alcohol and X mol. of carbonic anhydride, from acetyltrimethyleno- 
eorboxylic add, by the action of boiling water. 


COOH-CBkCO. XJH a 

>c<| 

OOOHT n CH 3 



OB’ CLOSED OARBON-OHATNS. 


825 


It is obvious that there are still several points of interest in this 
research which require more satisfactory explanation, and it is hoped 
that furthor experiments which are being carried on will throw some 
light on these difficulties. 


Ethylic Acetyltrimethylenecarboxylate, 


CHa-CO CH ft 
cooc 2 h/ Ndh*' 


In commencing this research, it was necessary in the first place to 
preparo pure ethylic acetyltrimethylenocarboxylate. 

For this purpose, a largo quantity of the crude product of the 
action of ethylene bromide on ethylic sodacetoacotatc (prepared as 
described in a previous paper, Trans., 1885, 829), using, however, 
300 grams of ethylic acotoaoetate in each experiment, was carefully 
fractionod, and the fraction 180—210° first separated. This portion 
was then submitted to most caroful fractioning with a long colonna. 
After repeating this operation about 20 times, an oil was obtained 
boiling constantly at 195—196°, which gave the following numbers 
on analysis:— 

I. 0*2031 gram substance gave 0*1465 gram H 9 0 and 0*4565 
gram GO*. 

11. 0*1631 gram substance gave 0*1189 gram H a O and 0*3682 
gram C0 2 . 

Found. 

Theory. ,-*-^ 

o a n 12 o 8 - L II. 

0. 61*54 p. c. 61*30 61*54 p. c. 

H. 7*69 „ 8*01 8*04 „ 

O. 30*77 „ 80*69 30*42 „ 


Tho determination of the magnetic rotation gave tlio following 
numbers:— 

= 105174, 

= 1-01810, 
d *= 1-04390. 
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Magnetic notations. 


A 

Sp. rotation. 

Mol. rotation. 

19 *7° 

1*0215 

8*471 

19 *7 

1 '01.75 

8-417 

19 *4 

1 0221 

8 * L51 

19*4 

1 *0189 1 

8*425 

19*4 

1 *0201 

8*433 

18 -0 

1*0219 

8*439 

18 *0 

1 *0105 

8*395 

17*0 

1*0233 

8*448 

17 6 

1*0203 

8*423 

Average 18*7 

1-01505 

8*434 


On still further fractioning this preparation, a product was 
obtained -which boiled at 195—195*5°, and which gave the following 
numbers:— 

Sp ' 8 *' c7~ = 1-05152, 

*§; = 1-0189. 


Magnetic Rotations . 


A 

Sp. rotation. 

Mol. rotation. 

15-5° 

1-0080 

8*310 

xe-5 

1-0120 

8*3IG 

Average 10*0 

1 -0100 

8*328 


As these numbers wore still not so good as might bo desired, a 
specimen of othylic acotyltrimethylonocarboxylato wub prepared from 
tho silver salt of acotyltrimothylenecarboxylic acid by treatment with 
ethyl iodide. In order to do this, 60 grams of carefully purified 
aeetyltrimothylenccarboxylic acid wero dissolved in about five times 
its weight of water, carefully neutralised with dilute ammonia, and 
then mixed with a slight excess of a solution of nitrate of silver 
This caused the precipitation of a very small quantity of silver salt, 
which was filtered off and discarded. 

The dear solution was now evaporated in an open porcelain dish 
over a free flame as rapidly as possible to about one4hird of its bulk, 
quickly filtered from a small quantity of a black precipitate which 
always forms, and allowed to stand in a oool place for 12 hours. At tho 
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end o£ this time, it was found that a considerable quantity of silver 
salt had crystallised out on tho bottom of the dish, in the hard grey isli- 
whito nodular masses which are so charactoiistic of this acid. These 
wero collected, well washed with water, and allowed to dry on a 
porous plato ovor sulphuric acid in a vacuum. On further evapora¬ 
tion of the mother-liquor, another crop of crystals was obtained, and 
this operation was continued until no more salt separated. 

The dry silver salt thus prepared was then powdered and digested 
with an excess of ethyl iodide and some pure ethor for four hours, at 
tho end of which time the decomposition was complete. The ethereal 
solution was now filtered from the precipitated iodide of silver, the 
latter well washed with pure other, and the ethereal solution evapo- 
latcd. 

In this way, a colourless oil was obtained, which on fractioning 
boiled constantly at 195*6—196*6°. 

Analysis. 

0*1793 gram substance gave 0*1304 gram H a 0 and 0*4067 gram 
C0 2 . 

Theory. 

CytijjOv Found. 


C. 61*54 per cent. 61*76 per cent. 

H. 7*69 „ 8*02 

0. 30*77 „ 30*22 


The sp. gr. and magnetic rotation of this preparation gave tho 
following results:— 

dtjf* = 1-04703, 
dJZ - 1-03930. 

At) 


McuynoHc Hotaiions . 


t 

Sp rotation. 

Mol. rotation. 

14 -0° 

mam 

8-238. 

14‘25 


8-202 

16‘5 

KBi 

8-241 

Avorago 14‘76 

0*9960 

8*245 


This product was then again carefully fractioned and re-examined 
with the following results 


djj « 1*04753. 
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Magnetic Rotations* 


t. 

Sp. rotation. 

Mol rotation. 

15° 

0*9873 

8-171 

15 

0-99 IS 

8-229 

15 

0-9908 

8-198 

Average 15 

0*9D06 

8*198 


The value 8198, which is believed to most nearly represent the 
true magnetic rotation of othylic acetyltrimethylenecarboxylato, differs 
very widely from the number previously published for that substance, 
namely, 9*817 (Trans., be. cii., p. 831). The preparation from which 
this latter value was deduced was specially prepared for the determi¬ 
nation of its physical properties by treating a largo quantity of the 
crude product of the action of ethylene bromide on ethylic accto- 
acetate, boiling at 180—220°, with potash until about three-fourths had 
been hydrolysed. The remaining oil was then fractioned and found 
to boil between 197° and 210°. By repeated refractioning a portion was 
separated boiling between 204° and 206°, which on examination gave 
the numbers already published. As it was possible that some mistake 
had been made, the product was re-examinod with the following 
results:— 


Magnetic Rotation. 


t 

Sp. rotation. 

Mol. rotation. 

12 6° 

1-1096 

9*865 

12-6 

1 *1596 

9*780 

12-8 

1*1643 

9*820 

32-8 

1*1623 

9 802 

Avorago 12*6 

1*1636 

9-817 


The number 9’817 is the same as that obtained in tho original 
measurements. 

On refractioning the product, it was found to boil, with the excep¬ 
tion of one or two drops at the end, between 204° and 20(5*. It is at 
nresent impossible to understand what this substance was, as even if 
it had consisted entirely of ethylic methyldehydropentoneoarboxylate, 
the rotation would not have been so high. 
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Action of Water on Acetyltrimethyleneccirbounjlic AM . 

Acetyltrimetbylenecarboxylie acid when boiled with water is slowly 
split up into acetopropyl alcohol and carbonic anhydride as mentioned 
in the introduction. 

In preparing acetyltrimetb ylonecarboxylie acid, it is not necessary 
to start from the pure ethereal salt or to conduct the hydrolysis at 
ordinary temperatures. Considerable quantities of this acid have 
been obtained in the following way. The fraction 180—210° of the 
crude product of the action of etbylene bromide on ethylic aceto- 
acetate is mixed with twice the calculated quantity of potash, 
dissolved in methyl alcohol (or pure ethyl alcohol), and boiled for 
five hours on a water-bath. The alcohol is then distilled off, tho 
product dissolved in water, and evaporated in an open basin on a 
water-bath till the last traces of alcohol have been expelled. When 
cool, dilute sulphuric acid is added in excess, and the acid extracted 
about 10 times with pure ether. The ethereal solution, after drying 
over calcic chloride and evaporating, deposits tho acetyltrimethylene- 
carboxylic acid as a slightly brownish-coloured oil, which is pure 
enough for ordinary purposes. If required in a pure state, it is treated 
as described previously (loc. cit 882). 

To prepare acetopropyl alcohol, tho crude acid is dissolved in five 
times its weight of water, and boiled with reflux condenser until the 
evolution of carbonic anhydride has ceased, which is usually the case 
in about 14 hours. If the resulting clear solution, after cooling, is 
saturated with anhydrous potas&ic carbonate, the acetopropyl alcohol 
separates on tho surface of tho liquid as a brownish-coloured oily 
layer, which should bo extracted at least 20 times with pure ether. 
The ethereal solution is then dried over carbonate of potash, filtered, 
and distilled, when the crude alcohol remains behind as a slightly 
brownish-coloured syrup. 

This crudo product cannot he purified by distillation undor ordinary 
pressures, as it is to a considerable extent decomposed into water and 
its anhydride. When rapidly heated nnder a pressure of 100 mm., 
however, it distils over between 140° and 150° almost without decom¬ 
position. After two distillations, a product was obtained boiling 
constantly at 144—145°, which gave the following numbers on 
analysis:— 
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The determinations of its sp. gr. and magnetic rotation gave the 
following numbers:— 


d \l a ~ 1 ' 00514 ’ 

=^o 0197 - 

4S = 0-99896. 

25 

Magnetic Rotation*. 


t 

Sp rotation 

Mol rotation. 

25i° 


5 552 

25 


5 543 

25 


5 560 

25 

0 9735 

5 522 

Average 25 

0 9774 

5*544 


On comparing this value, 5*544, with that previously obtainod 
(Trans., 1887, 719) for acetobutyl alcohol, 

CH 3 -CO-CH/CH a -CH/CH a -OH = 6 502, 

it will be seen that the difference for the CHr-gronp = 0’958, a value 
closely corresponding with the true value = 1 023; this clearly shows 
that the constitution of aoetopropyl alcohol must bo similar to that of 
acetobutyl alcohol, which is the next member higher in tho series 
The reason why tho numbers do not ngreo exactly is that at was 
found impossible to obtain acetopropyl alcohol freo fi*om its anhy¬ 
dride. 

’Experiments aro in progress with tho objoct of further proving tho 
constitution of acotopropyl alcohol to he that assignod to if above* 

Acetopropyl alcohol is a thick, colourless syrup which mixes with 
water in all proportions. When slowly heated, it is completely de¬ 
composed into its anhydride and water, so that tho distillate from 
such an operation is found to consist of two layers, which, howovor, 
in a few hours completely amalgamate again with regeneration of 
acetopropyl alcohol. 

Aoetopropyl alcohol does not appear to have any action on an 
ammoniacal solution of silver at the ordinary temperature; ou warm¬ 
ing the mixture in a water-bath, however, reduction rapidly sets in. 
It does not reduce Fehling’s solution in the cold, and only very slowly 
on boiling. 
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Tf the aqueous solution of acetopropyl alcohol is mixed with a 
solution of phonylliydrazine hydrochloride in sodio acetate, the 
phenylhydrazino compound is precipitated as a yellowish oil which 
was not further examined as it did not crystallise. When boiled with 
an excess of concentrated nitric acid, acetopropyl alcohol is violently 
attacked with formation of red fumes. If, however, five drops of the 
alcohol be mixed with two drops of concentrated nitric acid and 
gently warmed, an intense pinkish-brown solntion is obtained, which 
is changed to yellow on the addition of alkali. When treated with 
iodine and potash, acetopropyl alcohol yields iodoform. 

Decomposition of Acetylirimethylmecarboxylic Acid by Heat. 

In studying this decomposition, 15 grams of carefully purified acid 
contained in a small retort connected with a wcll-cooled condenser 
was heated gradually to about 200° in a metal bath. At about 120°, 
rapid decomposition set in, carbonic anhydride was evolved, and a 
small quantity of a colourless oil together with a little water passed 
over. On raising the temperature to 200 6 , the principal product of 
the reaction distilled, leaving a considerable residue in the retort, 
which has not boen examined, but probably consists of complicated 
condensation products. From 75 grams of acid treated in this way, 
35 grams of crude distillate were obtained. This was carefully 
fractionod in a Wiirtz flask with a long neck, when about 14 grams of 
an oil mixed with a little water distilled over between 65® and 95°. 
The thermometer then rose rapidly to 135°, a further quantity of 
15 grams coming over bolow this temperature. Above 135°, there 
was a small residue consisting of high boiling condensation products 
mixod with a little acetopropyl alcohol. * 

Tho fraction 65—95°, affcov drying over anhydrous potassie carbo¬ 
nate, was rofractionod, when it was found that the boiling point had 
undergone a most remarkable alteration, for now only 4 grams passed 
over between 85° and 96°, the remainder boiling almost constantly 
between 112° and 114°. 

Tho fraction 85—95° consists for Ihe most part of the anhydride 
of acotopropyl alcohol, in a more or loss pure state, and in ordor to 
prove this, the oil was mixod with twice its woight of water, and 
allowed to stand at the ordinary temperature; at the end of two days 
it was found that tho oily layer had almost entirely disappeared, it 
having in fact beon converted into acetopropyl alcohol. This was 
isolated by saturating the liquid, which had previously been carefully 
freod from oily drops, with potassio carbonate, and extracting several 
limes with other. On distilling the ethereal solution, after drying 
it over potassie carbonate, a small quantity of a colourless syrup was 
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obtained, which on standing for a short time over sulphuric acid 
gave the following numbers on analysis:— 

0*1405 gram substance gave 0*1241 gram ll a 0 and 0*3068 gram 
CO*. 

Tlieorv. 

CH 3 -CO*OHrCn 2 -OH 2 -OH. Found. 


0. 58*82 per cent. 50*55 per cent. 

H. 9*81 „ 9*72 

O. 31*37 „ 30-73 


These numbers agree sufficiently well to show that acetopropyl 
alcohol had been formed, and a further examination of the behaviour 
of this oil with phenylhydrazine hydrochloride and oxidising agontb 
left no doubt as to its identity. 

The portion of the original oil boiling at 95—135° was now rc- 
fractioncd; the principal fraction obtained boiled at 110—120°, and 
weighed 8 grams. This was mixed with the other sample of oil 
boiling at 112—114°, and the two submitted to three or four careful 
distillations. In this way, an oil was obtained boiling constantly at 
113—114°, which is identical with that of the aceiyltrimothylone 
described by ono of us in a previous paper ( [loc . ciV., 835). It was 
not again analysed. 

This substance was also subjected to a physical examination by my 
father with the following results:— 

SP-gr- *“> 090*71, 

LO 

<§£ = 0-90083, 

OKO 

<„ = 0*89706. 


Magnetic Halations. 


t. 

Sp. rotation. 

Mol, rotation. 

as-7° 

1 *0055 

6-225 

22 0 

1*0138 

5*201 

22 0 

1*0088 

&-2B5 

22 0 

1 0115 

5 *249 

22*0 

1 0133 

6-251 * 

22*0 

1*0300 

6-211 

Average 22*3 

1*0105 

i 

5*245 


A,cetyltrimetbylene possesses in every respect the characteristics 
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of a ketone. It dissolves slowly in sodic bisulphite, forming an 
easily soluble bisulphite compound which, on the addition of alkalis, 
is decomposed with separation of the original substance. When mixed 
■with phenylhydrazine, a violent reaction sets in, water separates, and 
an oily phenylhydrazine compound is formed which has not been 
further examined. 

In order to prove that acetyltrimethylene differs very widely from 
the anhydride of acetopropyl alcohol, 5 grams of the former sub¬ 
stance were mixed with 20 grams of water and allowed to stand for 
six weeks, the whole being shaken up every day. A considerable 
quantity of the oil dissolved in the water, and it was thought at 
first that some decomposition had taken place. The whole was there¬ 
fore extracted with very pure ether, dried over potassic carbonate, 
and the ether very carefully distilled off. On fractioning the residue, 
almost the whole quantity passed over between 110° and 120°, only a 
very small residue remaining which could not be driven over without 
super heating. Acetyltrimethylene is therefore not the anhydride of a 
ketone alcohol. 

On heating with water for 10 hours at 100—120°, acetyltrimethylene 
appears to be converted into acetopropyl alcohol, hut as this is still 
doubtful no weight can be laid on the result, and the experiment must 
bo repoated. 

Action of Hydrogen Bromide on Ethylic Acetyltrimethylenecarboxylate. 

PTT 

Ethylic W’Bromethylacetoacetate'QQQQj^^ClI'GHi'ClIzBY. 

Ethylic acotyltrimethylonecarboxylate combines readily with 
hydrogen bromide, with evolution of hoat and formation of ethylic 
«-bromethy I ace toaceta te, as shown in the introduction, tho reaction 
being parallol to the formation of ethylic w-bromethyl malonate from 
othylic trimethylenodicarboxylato. 

In order to prepare ethylic w-bromothylacetoacetate, pure ethylic 
acotyltrimethylonecarboxylate is dissolved in three times its volume 
of concentrated hydrogen bromide solution (sp. gr. 1’85), tho mixture 
being kept well cooled. After being allowed to stand for about 
10 minutes at the ordinary temperature, it is poured into ice-water. 
This causes the separation of a heavy oil which is extracted from the 
aqueous solution by means of ether. After washing with water, and 
drying over calcic chloride, the ether is distilled off, when nearly 
pure ethylic aj-bromethylacetoacetate remains behind in the form of a 
heavy oil, of slightly y olio wish colour. In order to obtain it in a 
state fit for analysis, it was allowed to stand for some days over 
sticks of caustic potash in a vacuum. 

VOL. lx. 8 M 
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A bromine determination gave the following result, which approxi¬ 
mately agroos with the formula CaH w Br0 3 . 

Theory, Found. 

Br.*.. 33‘47 per cent, i$2'89 per cent. 

Ethylic fti-hromethylaoetoacetate is a heavy oil, with an odour 
closely resembling that of camphor. When exposed to the air for 
any length of time, it becomes discoloured, small quantities of hydro¬ 
gen bromide being at the same time evolved. It cannot bo distilled. 
When treated with zinc-dust and acetic acid, an oil is obtainod which 
on distillation boils constantly at 195° and appears to bo ethylic 
ethylacotoacetate. It was not analysed. 

Ethylic u-bromethylacetoacefcate is complotoly decomposed when 
heated with alcoholic potash, uninviting tarry products being formed 
which could not bo purified. Hydrolysis with dilute hydrochloric 
acid was found however to give interesting results, the bromide 
splitting up in this way into carbonio anhydride, hydrogen bromide, 
and acetopropyl alcohol, thus:— 

COOC a C H e >0H * CHj,0HJSr + 2Hj0 = 

OHi’COs^ oh*CH»'OHj*OH + 0*Hj*0H + HBr + C0 4 . 


Acetopropyl Alcohol , CH^CO'CHi'CH^CHa-OH. 

If a mixture of 20 grains of ethylic w-bromethylacotoacotate, 5 grams 
of concentrated hydrogen cldorido solution, and 20 grams of waior 
aro boiled for about two hours in a flask fitted with a reflux eon* 
denser, the oil gradually disappears, forming a greenish solution, 
which now contains acetopropyl alcohol. 

In order to isolate this, the solution is saturated with anhydrous 
potassic carbonate, when the acetopropyl alcohol rises to the top as a 
dark-coloured layer, which is repeatedly extracted with other. After 
drying over potassium carbonate and distilling off the otlior, tlio 
erndo product remains behind as a dark-brown oil. This method of 
preparation was the first used to obtain acetopropyl alcohol, and on 
trying to purify tho crude product for analysis, as in tho case of 
acetobutyl alcohol, by fractioning under tho ordinary pressure, and 
afterwards under reduced pressure (300 mm.), it was found that the 
decomposition which set in was considerable, and it was not till later 
that we succeeded in purifying acetopropyl alcohol, by fractioning 
under 100 mm. pressure as described on page 829. 
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Tho method firs! used for preparing acotopropyl alcohol for analysis 
was tho following:— 

Tlio crude alcoliol was mixed witli about five times its weight of 
water, filtered, and tlio solution extractod onco or twice with pure 
ether, which dissolved out] all the impurities, while tho greater part 
of tho acotopropyl alcohol remained behind. 

In order to isolato this, it is necessary to saturate the solution with 
anhydrous pota&sie carbonate, and to extract at least 10 times with 
pure other. After drying over poiassic carbonate and distilling off 
the other, nearly pure acetopropyl alcohol remains behind in tho 
flask as an almost colourless oil. By repeating this process, a product 
was obtained, which on analysis gavo the following numbers:— 

0 1909 gram substance gavo 0 1G70 gram II 2 0 and 0*4172 gram 

CO* 

Theory. 

Call !<,(>■• Found. 


0 ........ 58*82 per cent. 59*57 per cent. 

H . 9*81 „ 9*83 „ 

0 . 81*37 „ 80*60 „ 


A similar process of purification was also first applied to tho acoto¬ 
propyl alcohol obtained from acetyltrimothylenocarboxylic acid by 
boiling it with water, as described on p. 829. 

Tho analytical results obtained in this case wore tho following:— 

I. 0*1963 gram substance gavo 0*1714 gram 11*0 and 0*4240 gram 

00 4 . 

11. 0*073G gram substance gave 0*0643 gram 11*0 and 0*1590 gram 

CO*. 

Theory. 

0 ... 4 .... 58 82 per cent. 

II. 0*81 

O. 31*37 „ 

Acotopropyl alcohol obtained from ofhylic «-bromothylac(?toncotato 
shows all tho reactions of that obtained from acotyitrimothylcno- 
carboxylic acid by boiling with water. 

Unfortuuatoly, wo neglected determining the boiling point of tho 
former, ho as to prove tho identity of tho two products; but as tho 
preparation of acotopropyl alcohol from acotylirimothylonoearboxylic 
acid is so much more satisfactory, wo have not had occasion to repeat 
tho experiment with othylio w-bromo thylacctoacotato. 


Found. 

69-04 68-92 pop cotit. 

{>•70 9‘71 „ 

31-20 31-37 


3 m 2 
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7 -Pentylene Gthjcol, OH/OH(OH) •CH*-CH 2 -Cn*‘OH. 

Acotobutyl alcohol, when treated ■with sodium amalgam, is easily 
reduced to the corresponding fl-hoxylene glycol, as Lipp has shown 
(Bar., 18, 3282). It therefore seemed probable that acotopropyl 
alcohol, when subjected to similar treatment, would be converted into 
7 -pentylene glycol, a substance which would bo of great value for the 
further synthesis of ring derivatives. 

If acetopropyl alcohol (10 grams) be diluted with about 5 parts of 
water, and the theoretical quantity of sodium amalgam (3 per cent. Na) 
be slowly added to this solution, reduction sots in immediately without 
evolution of gas, the liquid becoming quite warm. A small quantity 
of resinous matter, which usually separates during the reduction, is 
removed by filtration, tho colourless filtrate saturated with an excess 
of anhydrous carbonate of potash, and then repeatedly extracted with 
ether. After drying over potassium carbonate and distilling off the 
ether, 7 -pentylene glycol remains behind in a noarly pure stafco. On 
rapid fractional distillation, tho greater part distils over between 
210—220° as a colourless oil. This operation must be rapidly accom¬ 
plished, otherwise a considerable quantity of the glycol is decomposed 
into water and its anhydride; owing to this fact, it was very difficult 
to obtain a specimen of 7 -pentylene glycol sufficiently pure for 
analysis. 

The best analytical numbers were obtained from a portion which 
was very rapidly distilled, and then as nearly as possible freed from 
anhydride and water by passing a stream of dry hydrogen through the 
liquid for some hours. The following results were then obtained;— 

0-1167 gram substance gave 0*1179 gram H a O and 0*2485 gram 
CO*. 


Theory. 

CtfM* Found. 


C . 57*09 por cont. 58*07 per cent. 

H . 11*54 „ 11*21 „ 

0 . 30*77 „ 30*72 „ 


At some future date, should wo be again in possossion of this glycol, 
it is intended to purify it by rapid distillation in a vacuum. 

7 -Pentylene glycol is a thick colourless inodorous syrup, which 
mixes with water in all proportions. If it be boated in a small retort 
for some time to its boiling point, water and a very volatile oil 
distil over, the glycol being in course of time apparently completely 
decomposed. 

The decomposition into anhydride and water is much more readily 
accomplished by means of sulphuric acid (compare Lipp, jBer., 18, 
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3282). If 7 -penfylone glycol is heated with 50 per coni, sulphuric 
acid on a water hath for some time, the anhydride distils over as a 
very volatile oil of othoreal smell. This when purified was found to 
boil at 78—83°. 

An analysis gave the following result:— 

0*1001 gram substance gave 0*1040 gram BaO and 0*2547 gram OO.. 

Theory. 

C 5 IX 10 O. Found. 


C . 69*77 per cent. 69*42 per cent. 

11 . 11*62 „ 11*55 „ 

O . 18*61 „ 19*03 


This anhydride is formed from 7 -peniylono glycol by the abstraction 
of the elements of water, thuB:— 

cn J -oH(OH)-oK/on J -OH J -on = on.<oH(o&)>°- 

Action of Water on BrjixoyUrmethjlettecarboxylic AM. 

After the results obtained in studying the action of water on 
acolyltrimothylenocarboxylic acid, when, as was shown in a previous 
chapter, decomposition into carbonic anhydride and acotylpropyl 
alcohol takes place, it was thought that it would ho interesting to 
experiment on the behaviour of bonzoyltrimothylonecai’boxylic acid 
wader similar conditions. 

In order to do this, it was necossary in fho first place to obtain the 
acid in as finely divided a condition as possible. This was dono by 
dissolving it (1 gram was used) in diluto ammonia (vide this vol., 
p, 733), and then carefully roprocipifating with diluto sulphuric acid. 
The fine powder thus obtained was woll washed and boated iu a sealed 
tubo with 40 c.o. of water at 100—110° for four or fivo hours, daring 
which time (but more especially at first) the tube was frequently 
taken out and woll agitated to ensure the acid dissolving in the 
water. On opening the tube, a small amount of carbonic axihydrido 
osoapod, and the contents were found to consist of an almost colourless 
liquid, in which a few small drops of a slightly brownish oil were 
swimming about. In order to got rid of those, tho liquid was filtered 
several times through wot filter-paper, and tho porfootly eloar filtrate, 
after mixing with a little pota&sie earbonato, was then extracted 
five times with perfectly pure ether. The ethereal solution, after 
drying over potassie carbonate and filtering, was evaporated, first on 
a water-bath to a small bulk, and lastly on a watch-glass. In this 
way, a colourless oil of aromatic odour was obtained, which, howover, 
was now almost insoluble oven in boiling water. After standing in a 
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•TOcaum over sulphuric add for four days, an analysis was made with 
the following result:— 

01211 gram substance gave 0'0771 gram HjO and 0’3620 gram 

00 *. 

Theory. 

O l0 n w O. Found, 


C . 8219 por cent. 81'52 por cent. 

H. 6*85 „ 7*06 

0 . 10*95 „ 11*42 „ 


This substance is therefore not benzoylpropyl alcohol, O 10 H ia Oi, as 
was expected, but its anhydride. 

In this decomposition, it is evident that the first roaction which 
takes place is the following:— 

CeH 6 *C0 v CH* CeH^CO 

>0<| +H*0= I 

COOIT X3H* OH/CH/OHyOH + HA 

Benzoyltiimethylenocarboxylic Bemoylpropyl alcohol, 

acid. 

a solution of benzoylpropyl alcohol resulting. 

That a ketone alcohol is present is easily shown by adding to the 
clear aqneous solution a solution of phenylhydrazine acetate, when au 
oily phenylhydrazine compound is at once precipitated. On extract¬ 
ing the solution of this ketone alcohol with other, drying over potassio 
carbonate, and distilling off the other, this unstable substance is 
apparently at once split up into its anhydride and water, thus 


CeHft’CO 


i 


Ha*CH a *CH 3 *0H 



The instability of these aromatic ketone alcohols is very re¬ 
markable. 

In a previous paper (this vol., p, 718), it was shown that aoetobutyl 
alcohol, when rapidly heated, can be distilled with hardly any ap¬ 
preciable decomposition, whereas the corresponding aromatic alcohol, 
benzoylbutyl alcohol, ( ibid p. 733) on simply standing over sulphuric 
acid in a vacuum for some days, is converted into its anhydride and 
water. The present case is however still more romarkable. Aoeto- 
propyl alcohol, although not so stable as aoetobutyl alcohol, can still 
he distilled without appreciable decomposition undor a pressure of 
100 mm., whereas benzoylpropyl alcohol only appears to exist in 
solution, and on isolation is at once converted into its anhydride. 

It is intended to further examine these interesting alcohols in order 
to be certain of these points, using larger quantities of material. One 
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interesting point will be to determine wboiher the anhydride o£ 
bonzoylpropyl alcohol is or is not identical with bonzoylirxmotbylono 
(Trans*, 47, 840). 

It seems almost probable that if these anhydride rings are so 
easily formed in the aromatic series, that the derivatives obtained 
from ethylic bonzyolacot;ate and ethylene bromide are pentone- and 
not trimothylone-derivatives, in which case the acid described as 
benzoyltrimethylenocarboxylic acid would be beuzoyldchydropontone- 
OoH 6 -0—0 

carboxylic add, II >OH a . 

cooh-och/ 

Further experiments must decide this point* 

Action of Fhenylhydrazine on %J thy lie AcetyUrimethylmecarboxylate , 

In order to prove the presence of a carbonyl-group in ethylic 
acetyltrimethylonocarboxylato, several experiments on the action of 
phonylhydrazino on this substance were made. If the puro ethereal 
salt is mixed with phonylhydrazino and warmed on a water-bath, a 
violent reaction sots in with separation of water and formation of 
a thick yellowish syrup, which even on long standing does not crys¬ 
tallise. On modifying the method slightly in the following way, 
bettor results were afterwards obtained. 5 grams of puro ethylic 
aootyltrimothylenocarboxylftto was mixod with a little less than the 
theoretical quantity of phonylhydrazino (3*3 grama), the mixture 
heated on a water-bath until all action had eofisod, and thou sub¬ 
mitted to distillation with steam in order to drive over any unchanged 
eihoroal salt. If ibis product is allowed to stand for sumo weeks 
under water, crystals begin to radiate from various points on the 
bottom of the flask, and at last the oily mass completely solidifies, tho 
whole presenting an appearance somewhat resembling that of cinnamic 
acid which bus been fused and then allowed to cool slowly. 

Tho phcmylhydmriuo compound thus obtained was broken away 
from the glass, dried over sulphuric acid in a vacuum, and thou treated 
with various solvents, in iho hope of purifying it by roorystallisation. 
Tho substance is very easily soluble in nearly all the usual solvents, 
and all attempts to obtain anything crystalline from those various 
solutions wore unfortunately fruitless. An analysis of tho crude 
substance was thoroforc made with tho following result:— 

0*2460 gram substance gave 26*0 c,c. NT, t = 19% Bar. as 760 mxn. 

Th&osy. 

Oi4ir w N a O a . Found. 

UST... 11*88 per cent, 12*38 per cent. 

Although thoso numbers of course arc only approximate, still they 
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would appoar to show that othylio acolyltrimctliylenpcarlwxylato 
reacts with phonylhydraziuo in the same way as all HuWaucos con¬ 
taining the carbonyl-group, and that the abovo substance is formed 
according to tho oquation— 

0H»*0O*0‘0OOCjJI» + CA-NH-NH, 

CH,—0H a 

= 0H 4 -0(N,H-0.H,)"-C-0000 j H # + H 4 0. 

chAh* 

This would thea be aa additional proof that othylio acotyltrimotbylono- 
carboxylato is really an acetyltrimothyleno-derivative, and does not 
contain aa oxygon carbon-chain, as it would if its constitution wore 
represented by the formula— 

cn 3 -c—ex 

II >CH» 

COOOiHfl-O-OHa^ 

From the study of the action oE phenylhydrazino on othylio methyl* 
dehydrohexonecarboxylate, it is very improbable that a ponton0 ring 
would react with phenylhydrazino. 


Oxidation of Ethylic Aoeiylh'imethjleneoarboxylate . 

During tho coarse of those experiments, it appeared interesting to 
experiment on the action of oxidising agents on acetyltrimothylene- 
carboxylic acid or its ethereal salt, as it soomod possible that in this 
way trimofchyloneidicarboxylic acid (1,1) might bo produced, thus:— 

CHa-CO-C-COOH COOII-C-COOU + 00* + 11,0 

os£bH* + 20 * ~ ofi£bfl» 

In the oxporimonts to bo described, othylio acotyltrimothylonocarb- 
oxylate was usually employed* 

1- Oxidation with Ohromio AM .—The pure othoroal salt was treated 
with an excess of chromic acid and dilute sulphuric acid, Tho oxida* 
tion sets in rapidly and was hastened at tho last by gently warming 
the mixture. The product was then separated from chromium in tho 
usual way, by precipitating with caustic soda, the alkaline filtrate 
boiled to hydrolyse any ethereal salt that might be present, acidified 
and several times extracted with ether. On distilling o& tho other, 
a slight residue was obtained which, however, did not contain any 
trimethylenedicarboxylio acid. Those experiments were then repeated 
with only sufficient chromic acid to oxidise the methyl-group in the 
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cthylicacQtyltrimethylenecnrboxylatc to tho carboxyl-group, but it was 
found that in this ease pari of tbo ethereal salt had been completely 
destroyed, leaving the greater part quite unchanged, 

2. Oxidation with Potamc Permanganate .—In these experiments 
tho ethereal salt was first strongly agitated with dilute sodium car¬ 
bonate solution, until a fine emulsion was formed, and then tho calcu¬ 
lated quantity of pormanganato of potassium solution was slowly run 
in. The colour of tho permanganate disappears instantly at first, but 
more slowly towards the end of tho operation. After filtering from 
the procipitatod manganese oxide, a little caustic soda was added, the 
solution boilod for somo time, ovaporated, acidified and repeatedly 
extracted with ether. On distilling off the ethor, an uninviting brown 
substance remained behind, from which nothing but acetic acid could 
bo extracted. There was no trimothylonodioarboxylie acid present. 

3. Oxidation with Iodine in Alkaline Solution .—As it was thought 
possible that weaker oxidising agents than chromic acid and per¬ 
manganate might yield bettor results, several experiments were made 
with iodine in alkaline solution. As in tho previous experiment, an 
emulsion of tho othoreal salt with dilute sodio carbonate solution was 
first prepared, and then troated with a little less than the calculated 
quantity of iodino. As soon as all tho iodine had boon added, any 
excess of ethereal salt was romovod by extracting with other, the 
aqueous solution was then acidified, and again several times extracted 
with ether. On distilling off tho other, a very small residue was 
obtainod which evidently did not contain any trim ethyl exicdicarboxy lie 
acid. Tho principal products of tlio reaction wore iodoform and con¬ 
siderable quantities of oxalic acid, 

These oxidation experiments were ropoaiod several times, not only 
with the ethereal salt but also with tho free acid, but in no case could 
trimothy lonotlicarboxy 1 ic acid bo obtained. 

Action of Phoqplmrms PwtacMiride on Mlhjlio Acatyllrimcthylene- 

carboxyl ale. 

In this experiment, 50 grams of tho crude otheronl salt, boiling at 
190—200°, wore dissolved in twice tlio volumo of chloroform, and to 
this 67 grams of phosphorus pentachlorido wore slowly added. Tho 
action was voiy violent, so that it was found necessary to cool tho 
mixture with ice-water after each addition of tho pentachlorido, 
otherwise resinous substances are apt to bo formed. After standing 
24 hours to ensure the completion of the reaction, tho mass was 
gradually poured inco ice and water, and then as soon as all the 
oxychloride and excess of pentachlorido of phosphorus had been 
decomposed, the oil was extracted with ethor. The othoreal solution 
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was well washed, first with water and thou with dilute carbonate of 
soda, dried over calcic chloride, liltorod, and tho other distilled oil; 
the yellowish oil which remained bohind was purified by fractioning 
under diminished pressure (150 mm.). After repeated fractioning, 
an oil was obtained boiling constantly at 171—173° (150 mm.); this 
was analysed with the following result:— 


Theory. 

OgHijOgOlg. Found. 

Cl. 33-65 per cent. 28*90 per cent. 

On each fractioning, it was noticed that traces of gaseous hydro¬ 
gen chloride were always given off; the experiments wore thorofore 
repeated, and the resulting oil now fractioned under a pressure of 
only 35 mm. The portion boiling at 135—140° gave the following 
analytical numbers:— 

I. 0*2180 gram substance gave 0*1194 gram H a O and 0*3629 gram 

C0 2 ; 0*4405 gram substance gave 0*5430 gram AgOl. 

II. 0*2174 gram substance gave 0*1132 gram H^O and 0*3598 gram 

COa; 0*2188 gram substance gave 0*2885 gram AgCL 

III. 0*3200 gram substance gave 0*4178 gram AgOl. 


Found. 



Theory. 

0 8 H u 0 a 01a. 

r~ 

II. 

11?. 

0 ... 

.. 45-40 p. c. 

45-40 

45-15 

—- 

H ... 

... 5-68 „ 

6-08 

5-78 

— 

01... 

... 33-65 „ 

30-57 

32-71 

32*39 


Evon under a pressure of only 35 mm., it is not possible !o distil 
this oil without traces of hydrogou chlorido being given off, and JbhiH 
accounts for the chlorine determinations in tho above analyses not 
agreeing so well as might bo dosirod. 

This chlorinated ooinpouud is a colourless oil, of poworfnl odour, 
which on standing soon becomes yellowish. When pure, it distils 
with only slight decomposition at ordinary temperatures. 

There are two possible formulas for this substance— 


I. 


H. 


CHa*CCk ^CUa 
COOC a H/X3Ha 


oooaHr > °' OH, ' OH ‘ OI > 


of which the second is certainly the most plausible. 

The most probable explanation of the action of pentaohlorido of 
phosphorus on ethylic aoetyltrimethyleneoarboxylate is that a sub¬ 
stance having the constitution represented by Formula I is first 
formed according to the equation— 







OF CLOSED CARBON-CHAINS. 


843 


chyco. / on a 
oooo,h/ x ce, 


on.-cck .on, 

+ poi, = >o< | + POOl,. 

0000,11, x on„ 


Tliis substance is then furthor acted on by hydrogen chloride, which 
is always present; the trimothylono-ring is split, and a chango takes 
place which may be represented by the following equation:— 


CHs-OCl^ _ /OH, 
OOOOjH/^OH* 


+ HC1 = 


CHYOC1, 

COOCaH, 


>0H-CH/CH,01. 


This intermediary compound then loses 1 mol. HC1 probably 
during the reaction, but certainly on distillation, when a substance 
results which would have the constitution represented by Foimnla XI; 
thus:— 

coocS;> OH ' aH '' OH ' cl = COOo“l!>°-° H ‘'™' a + “01- 

The hydrogen clilorido thus produced could then react with a further 
quantity of tlio original chlorinated compound, and thus a continuous 
reaction would be sot up. 

The examination of the bohaviour of this substance, for which we 
would suggest iho name othylio clxlorcthylehlorocrotonato, towards 
reducing agents has tended to confirm tho above sjxoeulations. When 
a boiling alcoholic solution of othylxo chlorothylchlorocrotonato is 
troated with an oxcoss of zinc-dust and concentrated hydrochloric 
acid, reduction and partial hydrolysis sots in. If the product is 
diluted with water, an oil is deposited, which may bo separated from 
tho aqueous layer by extraction with ether. This oil, on examination, 
was found to consist of an acid and a noutral substance. In order to 
soparato those, tho ethereal solution was shaken up with a slight 
oxcoss of so tlio carbonate, tho alkaline layer soparatod, acidified with 
c[iluto sulphuric acid, and then allowed to stand in a cool place. 
After a short time a small quantity of a colourless substance crys- 
tallisod out, which was filtered from the mother-liquor, washed with 
a litilo water, and dried ovor sulphuric acid in a vacuum. The 
amount of this substance, which was found to contain chlorino, was 
only 0 3 gram. 

A determination of the ohtorino gave the following results— 

0*1930 gram substance gave 0*1801 gram AgCl. 

Thoory. 

OHs-COl: 0(0 a JI,)*00011. Found. 

01. 23*90 per cent. 23*00 por cent. 

Thoso numbers agree approximately with tho formula of chlor- 
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ethylcro tonic acid, a substance which has boon obiainod by Domar^ay 
by treating othylic eihylacetoneotnio with poutaehlorido of phos¬ 
phorus. Doinar^ay found the inching point of his substance to bo 
74—75°. The crystals obtained by us molted at almost tho same 
temperature, so that it is extremely probablo that tho two products 
are identical. The formation of ehlorothylcrotonie acid from othylic 
chlorothylchloroerotonaie can be easily explained by tho following 
equation:— 

COOCjS> C ‘ CH! ‘ CHa01 + = 0 OOOH>°' OH * ,OIIj + °* n ’ C1 - 


It is unfortunate that tho amount of substance at our disposal was 
not sufficient to admit of a complete analysis, and thus prove tho 
formula conclusively. We, however, intend to repeat those expe¬ 
riments at some future date with larger quantities of matori&l. The 
neutral oil formed by the reduction of othylic chlorotliyIchlorocro- 
tonate, which was separated from the chlorothylorotonio acid as 
described above, has also not yet been further examined. 

Experiments wore next tided on the action of sodium amalgam on 
othylic chloreihylchlorocrotonate. For this purpo&o, the pure othoreal 
salt was dissolved in 80 per cent, alcohol and treated with a largo 
excess of 3 per cent, sodium amalgam, the reaction at tho last boing 
accelerated by gently wanning on a water-bath. On diluting the 
mass with water, only a very small quantity of oil was precipitated, 
showing that, as was expected, hydrolysis of tho reduced product had 
also taken place. The neutral oil was removed by slinking with a 
little ether, the alkaline liquid acidified with sulphuric acid, and 
several times extracted with pure ether. The ethereal solution, after 
drying and evaporating, deposited a considerable quantity of a putrid 
smelling oil, which, on fractioning, all distilled between 186° and205°. 

On rofroetioning this, an oil was obtained boiling between 195° 
and 200°, which gavo tho following numbers on analysis:— 


0-1812 gram substance gave 0-1721 gram 11*0 and 0*4106 gram 

OO*. 


Theory. 

(OjU^aOIi-UOOn. Found. 


0. 62-07 por coat. 

H. 10*3 i „ 

O. 27-69 


61-75 por cent. 


10-56 

27-70 


a? 

» 


This substance appears therefore to he diethylacetic acid. This 
acid has already boon prepared in several ways, and its boiling point 
has been determined as 190° (755 m, Fittig), and 195—197° 
(Schnapp), temperatures which correspond sufficiently closely with 
that obtained for onr product. 
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The formation of diethylacetic acid from othylic chlorotliylchloro- 
crotonato takes place according to the equation— 

0 C OoSh.> 0<0 ^ 0 ^ 01 + 2Uj + H *° = C 0O0H> OH ' CH/CHl + 

0*U,-0H + 2HC1. 

Wlion treated with hydriodic acid, othylic chlorethylehlorocrotonate 
undergoes a similar reduction. 3 grams of the puic ethereal salt, 
10 c.e. of fuming hydriodic acid, and 1 gram of amorphous phos¬ 
phorus wero heated in a sealed tube for four hours at 200°. The 
product from throe such tubes was neutralised with sodie carbonate, 
freed from ethyl iodide by distillation in steam, and the residue 
extracted with other, to remove any unchanged oil. The alkaline 
solution was then acidified, and sovoral times extracted with ether. 
The ethereal solution, after drying and evaporating, deposited a 
colourless oil, which on fractioning distilled between 180° and 200°, and 
on repeating tho operation, by far the greater part came over between 
19l)° and 195°, and possessed all the properties of dLothylacotic acid. 

Action of Ethylene Bromide on E (hylic Acefoneiticarboxylate* 

Ethylic AceiyUrimcth i/lenrdicarboxylate , 

OOOCoHs-OH/OO-O-OOOaHfi 

oi—OH, 

In studying this decomposition, a mixture of 40 grams of othylic 
aeetonodicarboxylate and 38 grams of ethylene bromide was slowly 
added to a woll-ooolod solution of 9 grams of sodium in 100 grams of 
absolute alcohol, and tho whole allowed to boil gontly on a watcr- 
batli for 10 hours. During tho reaction, a considerable quantity of a 
white precipitate settled out, which on examination was found to 
contain not only bromide of sodium, but also a considerable quan¬ 
tity of carbonate, Tn order to isolate tho principal product of tho 
reaction, tho excess of alcohol was distilled <>(T, the residue mixed with 
water, and tho resulting oil extracted several timos with ether, Tho 
ethereal solution after well washing, drying over calcic chlorido, and 
distilling, deposited about 30 grams of a yellowish oil, which was then 
submitted to distillation, at first under tho ordinary pressure, till tho 
thermometer hod risen to 180°, when tho distillation was continuod 
under reduced pressure (150 mm.). 

Below 100°, a considerable quantity of a colourless oil distilled over, 
which on examination was found to consist for the most part of othylic 
acot cocci ft io, produced by tho partial hydrolysis of some of the othylic 
aci>tonodiearboxylate, iogothor with a little ethylene bromide. 
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Tho oil distilled under reduced pressure (150 mm.) boiled for the 
most part boLwoon 130° and 240°, and this on rofractioning split up 
into two principal fractions, 130—200° and 200—240°. Tho second 
of those, which contains the primary product of tho action of othylono 
bromido on ethylic acotoncdicarboxylato, was several times very care¬ 
fully JEractioned under tho same pressure (150 mm.), when tho pure 
substance was at last obtained as a very thick, almost colourless oil, 
boiling at 223—224° (150 mm). Analyses showed this to be ethylic 
a cety Urimebhyl ened icarb oxylate. 


I. 0*1686 gram substance gave 0*1120 gram H 8 0 and 0*3590 gram 
CO a . 

II. 0*1962 gram substance gave 0*128G gram H 2 0 and 0*4180 gram 
CO* 


Found. 


Theory. 


^n-a- 16 ^ 6 * ** 

C. 57*89 p. c. 58*07 

H. 7*02 „ 7*38 

O. 35*09 „ 34*55 


if. 

58*13 p. o. 
7*28 „ 
34*59 „ 


Ethylic acctyltrimethylencdicarboxylate when freshly distilled is 
an almost colourless syrup, of a peculiar odour, somewhat resembling 
that of pyruvic acid. It is a very unstable substanco, a fact which 
probably accounts for the smallness of tho yield obtainod in tho above 
reaction (about 10 por cent, of the thoorotical). It combines with 
phenylhydrascine, and in alcoholic solution gives a violet coloration 
with ferrio chloride. 

Tho fraction 130—200° (150 mm.), which is always formed in con¬ 
siderable quantity in the abovo reaction, was noxt carefully fractional! 
under tho ordinary pressure. After two or throe distillations, by far tho 
greater pari, passed over botwoon 18.5° and 200°, and on examination 
provod to bo ethylic acotyltrimothyloruicarboxylato. Ji was not 
directly analysed, but oonvertod by hydrolysis into tho corresponding 
acid, and this into its silver salt (as described on p. 848). The 
Rilver salt, after twice rocrystallising from wator, was obtained in tho 
characteristic form already described (he, cit., p. 833). An analysis 
gave tho following numbers, showing it to be argentic acetyliri- 
methylenecarboxylate. 

0*2433 gram substance gave 0*1112 gram Ag. 

Theory. 

CHa—OH* 

Found, 

Ag. 45-97 per cent, 45-70 per cent 


)Yc< 


OHs-CO-O.COOAg 
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Efliylio acetyltrimotkylonocarboxylate is produced from otliylic 
naifyltrimotliylonodioarboxylntc, by partial hydrolysis and subsequent 
splitting off of oarbonic anhydrido, thns:— 

COOH-CHi’CO. .OH* 

><l = 

OOOOiHj' XJH, 

CHj-OO. .OH* 

> 0 / ( + 00 *. 

cooc*h, n ch* 

Aceiylirlmelliylenedicaiboxylic Aeul, COOH , OH/CO , C*COOH. 

Cfiftlll* 

In preparing acetyltrimothylenodicarboxylic acid from its ethereal 
salt, considerable difficulty was experienced owing to iho instability 
of the acid, and it was only after several experiments had been made, 
that small quantities of this subsbanco wore obtained in a fairly pare 
condition. 

The following method was at length found to give the best 
results:—Pnro othylic acetyltrimethylonedicarboxylato was mixed 
with a strong solution ot twice the calculated quantity of pure potash 
in methyl alcohol, and the resulting yellow solution allowed to stand 
at the ordinary temperature for about 12 days. The product was 
thou diluted with water, acidified with dilute sulphuric acid, and 
several times oxtraetod with ether. The yellowish-oolonred ethereal 
solution after well washing with water, drying ovor calcic chloride 
and distilling, deposited a dark-yellowish oil, which almost entirely 
solidified on standing for some clays over sulphuric acid in a vacuum. 

This crude substance was next roughly separated front mother- 
liquor by spreading it out on a porous plate, and allowing it io romain 
for several days; it was thou broken up and washed with small 
quantities of chloroform, until all the impure mother-liquor lmd boon 
dissolved out, leaving a white crystalline solid. This is nearly puro 
acotyUriniothylonodioarboxylic acid. 

Analysis* 

1. 0*1790 gram substance gave 0*079i gram H*0 and 0*3188 gram 

CO*. 

XI. 0*lf>40 gram substance gave 0*0070 gram H*0 and 0*2723 gram 

CO*. 


OOOO^GII/CO CH* 
COOC*H/ X CH* ~ 
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Found. 

Theory. •—— A ^ 

0 7 H»0 6 . I. IT. 


C. 48*83 p. o. 48*tl 48*22 p. c. 

H. 4*r>S „ 4*89 4*83 „ 

0 . 40*52 „ 40*70 40*95 „ 


AcetylfcrimctlxyloTieclicarboxylio acid molts at about 175° with 
decomposition into carbonic anhydride and an oil of otheroal odour, 
probably acotyltriraotbylone. It is easily soluble in most of the 
usual solvents, with the exception of water and chloroform, in which 
it dissolves sparingly at the ordinary temperature. 

The silver salt of this acid was prepared by dissolving the acid in a 
slight excess of ammonia, allowing tho solution to stand over 
sulphuric acid iu a vacuum until neutral, and then precipitating with 
nitrate of silver. It is a white amorphous mass, sparingly soluble in 
water. For analysis, it was collected on a filter, well washed with 
water, and dried over sulphuric acid in a vacuum. A combustion of 
this salt gave the following results:— 

0*2157 gram substance gave 0*0354 gram H a O; 0*1707 gram CO a ; 

Ag was lost. 

Theory. 

C 7 H 6 0 6 A.g a . Found. 


C. 22*70 per cent. 22*34 per cent. 

H. 1*62 „ 1*82 „ 

Ag . 58*38 „ — 


When heated in a combustion tube, tho silver salt decomposes all 
at once as soon as the temperature reaches a certain point, with 
evolution of a considerable quantity of gas, and deposition of a 
voluminous mass of fine threads of silver, which ding to the top of 
tho tube, and thus prevented tho estimation of tho silver in tho above 
analysis. Owing to lack of material, wo wore unfortunately not able 
to repeat this determination. 

In order to show more clearly tho rotation of acotyltrimothylono** 
dicarboxylic acid to the monocarboxylic acid, tho action of water on 
the formor was also studied, and it was found that this acid, on boil** 
ing with water, was split up into acetopropyl alcohol and 2 mols, of 
carbonic anhydride, in the same way that acetylferimothytenemono* 
carboxylic acid, under similar treatment, yields acetopropyl alcohol 
and i mol. of carbonic anhydride. 

The experiment was carried out as follows:—2 {paras of the 
pure acid were dissolved in a small quantity of hot wator, and the 
solution thus obtained boiled with a reflux condenser until tho evolu¬ 
tion of carbonic anhydride had ceased. Excess of potassie carbonate 
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was then added, and the resulting milky liquid extractod about 
20 times with small quantities of other. The ethereal solution was 
thou dried over potassio carbonate, tiltorod and evaporated, when a 
considerable quantity of a thick colourless oil was obtained, which 
showed all the properties of acctopropyl alcohol. After allowing it to 
stand for a short timo over sulphuric acid in a vacuum, it was 
analysed with tlio following result:— 

0*1128 gram substance gave 0*102? gram 1I 4 0 and 0*2115 gram 

CG* 

Theory. 

CIIa-CO-ClT; CIfj*OIT 3 'OIC. Found. 


0. 58*82 per cent. 58*39 per cent. 

31. 9*81 „ 10'IG „ 

0 . 3137 „ 31*45 


This result clearly shows that the substancos described abovo, as 
produced by the action of ethylene bromide on othylic acetone- 
dicarboxylato, are really derivatives of aootyltrimothyleuccarboxylic 
acid. 

This research was carriod out partly at Prof. v. Baoyer’s laboratory 
in Munich, and partly at Prof. Dixon’s private laboratory at Owens 
College, Manchester. 


LXXXV’.-—T/js Synthetical Formation of Closed Carbon-chains. 
Part 1 (contiuuod). Trimolhylenedicarboxylio Add. 


By W. 11. Piirkin, Jun., Pli.I). 


In the previous paper on trimethylenc-dorivativos (Trans., 47, 818), 
among other substances an acid was described under the name of tri- 
moUiylenodioarboxylic acid, which for several reasons was supposed 


to Have the constitution 


0 Ik .COOll 

iji/xioon 


, and to bo a true tiimethylone- 


(lorivativo. 

As was shown in this paper, it was not necessary that this acid 
should have this formula; it is perfectly possible to assumo that in 
this redaction an unsaturated compound had boon formed, such as that 
represented by the formula— 


m. 


OOOH^OH’OH i CE% vinylmalonio acid). 

Li. 8 v 
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One of tho grounds given as being greatly in favour oF tho tri- 
mothylono formula was that the ethereal salt of this acid when treated 
■with benzyl chlorido and sodium ethylate did not give the ethereal 
salt of benzyl vinylmalonic acid— 

C00H>°^> 0H:On * 

which it should have done had it been simply a mono-substituted ethyl 
malonate. 

Fittig and Marburg (Bar., 18, 3414) have sineo doubted the 
value of this proof, because in carrying out tho experiment I 
mixed the ethylic trimcthylonodicai'boxylate first with tho bonzyl 
chloride, and then added the sodium ethylate, which of course admits 
of the possibility of the sodium othylato acting on tho bonzyl chlo¬ 
ride at once, before any sodium compound of tho othylic trimolhylono- 
diearboxylate had been formed. 

In order to clear up this point, I have ropcated this oxporimont in 
the following way:—14 grams of othylic trimotliylonodicarl>oxy lato 
was first carefully added to a cold solution of 1*8 grams of sodium 
dissolved in 20 grams of absoluto alcohol, and afior tho mixture had 
stood for abont two minutes it was treated with 9*5 grams of bonzyl 
chloride and heated to boiling on a wator-bath for about an hour, at 
the ond of which time the product showed neutral reaction. Water 
was then added, the precipitated oil extracted twico or thrico with 
ether, the ethereal solution washed with water, dried over calcic chlo¬ 
ride, and the ether distilled off. 

The residue on fractioning distilled ovor almost ontiroly botwoon 
175 p and 220°, leaving only a very small residue behind. Thoro had 
evidently been no othylic bonzyl vinylmalonato formed, as a substance 
of that constitution would have a much higher boiling point. On 
submitting this fraction to hydrolysis, it split up into trlmothyUmo- 
dicarboxylic acicl and benzyl otliyl other, 0,H*<5i[/0dy I* tho 
amount of tho latter which was prosont being almost that which 
should have been formed had all tho benzyl chloride reacted simply 
with tho sodic ethylate. It is therefore clear that othylic tri- 
methylenedicarboxylato, as before stated, does not form a sodium 
compound when treatod with sodium othylato. Fittig and Marburg 
also state that I, in my provious publication, laid groat stress on tlxo 
fact that vinaconic acid (trimethylenodxcarboxylic acid) did not com¬ 
bine with bromine as supporting the view that the acid was a tri¬ 
methylene-derivative. This, however, is not so. Fround (Manats* 
heftet 1882, 625) has shown in his experiments on trimolhylon© that 
this gas is acted on by bromine, though very slowly, trimothylone 
bromide being formed— 
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CH a 

Clf£fcir, + Br ‘ = OUBHJttrOffiBr. 

Ti always appeared to me remarkable, in considering this result, 
that trimothylenedicarboxylic acid if it really wore a trimetliylene- 
dorivativo should not combine with bromine at all. In order to test 
Ibis, I dissolved some oC tho acid in chloroform, added an oxcoss of 
bromine, and let the mixture stand 14 days in tho dark. At the end 
of this iirao, no apparent change had taken jdace, and on allowing tho 
mixture to evaporate in an open dish a white crystalline acid was 
obtained, which proved to be unaltered triinethylonodicarboxylic 
acid. The same results were also obtained by lioodor (Annakn, 227, 
18), and Fittig, in his theoretical paper on tho constitution of vina- 
conio acid (ibid., 227, 20), comes to tho conclusion that this acid is 
either not at all, or at all events only very slightly, acted on by bro¬ 
mine at ordinary temperatures. 

Fittig and Marburg at a later date ( £h»r., 18, 3113) repeated tho 
experiment in sunlight, and found tliat under those conditions a 
change did slowly take place, a brominatod acid of tho formula 
COOII)^ being formed, a result which shows now clearly tho 
porfoct analogy existing between tho reactions of trimothyleno itself 
and those of its dicarboxylic acid. 

The further examination of this dibromo-acid must prove con¬ 
clusively whether trimethylonedicarboxylic acid really is a tri- 
methylonc-dorivativo or not. If this is so, tho dibromo-aoid must 
have one of tho two following formula):— 

I. ir. 

3-011,1*1’ OOOTI. ,^CII*Bv 
COOU^^eiUir- 

Whereas if it bo vinylmalonio acid, tho dibromo-acid nmst have 
tho formula— 

(GO 01 l)/C 11*01 Ui r*0I I, B»\ 

Homo vory interesting experiments, which tend strongly to support 
the trimethylone formula for tho acid in question, have lately boon 
instituted by Franchiuiont (/itoo. Tnto. Uhim 1885, 398 and 399). 
This chemist has, during tho course of his oxporimonfcs on tho action 
of pure nitric acid on organic compounds in tho fatty series, made 
the discovery that mouo-substitutod malonic acids when treated with 
puro nitric acid are completely and rapidly decomposed with evolu¬ 
tion of 2 mols. of carbonic anhydride, whereas the di-substitutocl 
malonic acids undor similar treatment remain perfectly unaltered* 

Franchimont was kind enough to include trimothyleno- and totrn- 


coon^ n ^cn 

COOII^Slir 
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mo thy leno-rti on vhoxy li c acid in his investigation, and as a result ho 
found that these two acids behaved exactly as di-snbstitufed malonio 
acids, l^ven after standing for 10 days with the nitric acid, not a 
singlo bubble of carbonic auhydrido was evolved in cither ease, and 
on extracting wiih other ho was able to recover almost the entire 
quantity of the acids unchanged. 

Turning from tho ohomical to tho physical proportios of fri- 
methylenodicarboxylic acid, it is interesting to seo that here also all 
the exporiments which havo been mado on tho rofi*aotivo index and 
magnetic rotation of the ethylie salt of this acid fully hear out tho 
view that it is really a trimethyleno-dcrivativo and not vinyllnalonic 
acid. 

Dr. Gladstone was kind enough to dotormino tho rofraotivo index 
of ethylie trimethylonodicarboxylate, and lias given mo tho following 
account of his experiments; tho measurements were mado at a 
temperature of 7°:— 


Specific gravity , 
Refraction for A 


Specific refraction for A .... 

„ disporsion „ „ .... 
Refractive equivalent A .... 


= 1*0708 
a 1*4351 
a 1*4399 
a 1*4554 
= 0*4003 
- 0*0190 
« 75*57 


The conclusion which Dr. Gladstone draws from these experiments 
is that ethylie trimethylonedioarboxylato is a saturated compound, 
Tho calculated rofractivo equivalent of a substance of tho formula 
CJIuOd is 75*6, a numbor which agrees closely wiih that found. 

Again, tho dispersion of a saturated substance of this formula 
should be about 0*0190, which was actually found. If, on tho other 
hand, this othoroal salt had contained a double band, tho disporsion 
would havo boon from 0*0240 to 0*0250. 

The experiments on tho magnetic rotation of othylio trimothyleno- 
dicarboxyiato, which wore conducted by my father, show also very 
clearly that this substance must bo a saturated body. The following 
are the results of his experiments:— 


Specific gravity: 


= 1 - 06465 , • 

= 1'06C57. 
2o 







SYNTHETICAL FORMATION OF CLOSED CAJRBON-CItAINS. 853 


t 

Sp. rotation. 

Mol. rotation. 

11 -o° 

0-9164 

9-191 

If-5 

0-0139 

9*380 

18 -0 

0-9136 

9 *181 

18 '5 

0-93H9 

9 138 

14 -4 

0-9116 

jj ; _ H ; ” i 

14*4 

0-9113 


14-4 

0-9406 


14 ‘8 

0 9136 


Avorage 16*1 

0-943* 

9-166 


Tho calculated molecular rotation of a saturated substance of tho 
formula— 


OOOO, EL y CH a 

> 0 <| , 

coocji*^ Njil 


would bo 8*842, whoroas tho calculated magnetic rotation of othylic 
vinylmalonato is 10 258. Tlio numbers found show, therefore, cloarly 
that tho substance is not otbylio vinylmalonato. 

From tho results of all those experiments, it is cxtromoly probable 
that trhnolhylouedioorboxylic acid (1, 1) really has tho formula— 


COOH OJHi 
COOS' NW 


I hope at some later date to be able to prepare vinylmalouic acid, 
in order that it may be possibio by direct comparison to decide 
between these two formula). 


3 o 


70b. I<1* 
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Tna object of the present investigation, as originally proposod, was 
to make a direct comparison between the atomic weight of the 
element hydrogen and the atomic weights of several of tho metallic 
elements. 

It is manifest that in sncli a comparison tho sources of error are 
smaller than in most of the methods used in atomic weight determina¬ 
tions, and also, as is pointed out by Clarke in his “Constants of 
Nature,” the results cannot be influenced by errors in tho atomic 
weights of other elements. So many difficulties, howevor, presented 
themselves before a comet method of working was realised, that 
only one element—zinc—has as yet l>oen compared. It is intended 
at some future time to compare several other elements in tho 
same way, and also to use tho process about to bo described in 
the comparison of tho equivalent of oxygon with that of hydrogen. 
Tho comparison of these two elements is, of coarse, the basis of 
tho whole of tho atomic weight dotemiuations, and as OstwtoJd 
( Lehrbuoh, X, 41—44) shows, it is most important that tho exact 
relative weights of these two gasos should be redetermined. Olarke 
in discussing the results already obtained for zinc shows that 
Erdmann's work is the most reliable, and this is tho only one of 
the earlier results that need here be noticed. 
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As Ostwald ( Lehrbuch , 1, 113) givos the earlier results and tho 
references to tho original papers, tho details are not given here* 

The following are tho results obtained by various experimenters 
in oach oaao given after reduction to the two recognised standards:— 

O « 15*96331 



Bate. Name. 

O *36. 

11- 10000 

1. 

1843. Erdmann . .. 

65-07* 

64-9045 

2. 

ji » .. 

65-04* 

— 

3. 

1883, Marignac.... 

65-330* 

65-180 

4 

19 99 . 

65-290* 

65-140 

5. 

1883. Baubigny. 

65*334 8 

65-184 

6. 

1884. Van der Plaats . 

65-330 

65-180 H 

7. 

Ostwald accepts ............ 

65-380* 

65-230 

a 

Clark accepts. 

65-053 

65-9045* 

9. 

Determination now made .... 

—- 

65-4787" 


Most of these values depend on oxygon. A * is attached to those 
numbers whore this is the case. For Bauhigny’s result 0 = 10, but 
two values are given depending on whether sulphur as 32 , 0 I 74 or 
32*00. 

Tho work of Van dor Plaats might bo compared with the present 
results, as it was a direct comparison with hydrogen, but his figures 
are given without any description of tho process by which thoy were 
obtained. His rosult 05*18 corresponds well with that now obtained 
in tho preliminary experiments, namely, 05*24410, It is usual to aecopt 
tho valuos obtained by Rognaull for the specific gravities of hydrogen 
and oxygon, and this has boon done in tho present instance. 

The idea that lias boon now worked out is that an accurately known 
weight of metal, purified with the greatest euro, is to be dissolved in 
an acid in an apparatus so contrived that all tlus hydrogen liberated 
can bo collected, its volume very accurately measured, and honed its 
weight found. 

By the oompaiison then of tho weight of tho metal with the weight 
of the hydrogen tho exact equivalent of the main! can. be obtained, 
and, assuming the valency of the metal, its atomic weight follows. 

lixplanafion of Apparatus and Diagram , 

The gonoral arrangement of tho apparatus for evolving, collecting, 
and measuring tho hydrogen is shown by the diagram (p. 804). 
The air-pumps and gauges are not shown. 

A is a glass globe of about 1200 c.o. eapaoily. Its stem B has a 
millimeii*e se&lo cut on it, by moans of which tho volume of tho gas in 
A and B down to any point can bo read. The length of B is about 
400 mm., of which 350 mm. are divided. 


3 o 2 
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The stem B is connected with the bont tube FGH, into which water 
can be admitted from the bulb K, so that not only can tlio gas in A 
and B be confined by tho water, but by altering the position of M 
vertically a varying head of water can bo brought io boar on tho gas 
in AB. 

Bulb D contains the dilute acid which is to bo admitted into 
bulb 0. 

Bulb 0 contains tho metal, and in it tbo hydrogen is evolved on the 
admission of the acid from D. 

The gas as it is liberated rises from 0 into B and A. 

A glass cylinder K surrounds A. 

The jackets of glass tubing L and NT surround tubo B and part of 
tube G-H. Tho vessel K and jackets L, 1ST aro all connected, so that 
water can fiow freely from ono into tho other. 

The water enters from the tap 0, fills K, runs through Tj, thonoe 
by tube M into 1ST and out by P. 

This flow of water enables the apparatus to bo kept at a fairly 
constant temperature when required. 

The glass bulb Q is to contain any small accidental excess of water 
in the tubo FG. 

T is a thermometer suspended in the water in K. 

Ti is a similar thermometer suspendod inside tho jacket N. 

S is a glass mirror, the face of which is engraved with a scale of 
millimetres, and enables the levels of the water in tubes BF and Git 
to be read. 

The apparatus is constructed chiefly of glass. 

Tho junctions are made with thick rubber tubing and rubber corks, 
which are all wired and paraffined, and on trial wore found not to 
leak. 

The rubber tubing connocting D with 0, and E with GH,has £-inoh 
bore and thick sides. The small tubes loading to tho Sprengol and 
air-pump are of lead of |-inoh boro. 

Oalibration of the A^aratm. 

In order to ascortaiu tho content of tho globo A and its stem B, 
and also the value in c.c. of tho millimetre divisions engraved on B, tho 
globes A and B wore weighed first when dry, and again twice when 
filled with water up to two different division marks on tho stem, tho 
temperature being taken at the same time. Tho capacity in c.o. at 
0° 0. was thence calculated. 

The tables given in Watts 9 Dictionary for the expansion of water 
were used. A similar process gavo also the approximate content of 
AB down to the point marked * (see diagram), together with the 
content of 0 and its tubes leading into B. 
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Tins was used in calculating tlie volarae of the air loft in the 
apparatus after exhausting most of the air. 

Those measurements for calibration were all made twice. 

Purification of the Zinc, 

The zinc worked with was at starting that sold as free from arsenic 
and other common impurities. This was dissolved in dilute sulphuric 
acid free from load. The zinc sulphate was crystallised several times, 
and finally the solution of the sulphate in water was electrolysed. It 
was supposed that the metal thus deposited on a platinum wire electrode 
would he pure. It was, however, found that its composition was not 
oven constant, and that some unknown impurity, probably arsenic 
and zinc oxide, existed in it. Samples of the zinc thus prepared 
wore used in the first 21 experiments, and gave very varying 
results. 

In order to prepare anothor samplo free from impurity, about 
45 grams of this oloctrolytically deposited zinc, which was certainly 
purer than any other procurable, was first dissolved in dilute hydro¬ 
chloric acid, the zinc was then precipitated as hydrate with 
ammonia, and the precipitate redissolved in excess of ammonia. A 
precipitate of zinc sulphide free from other metals was thrown down 
by hydrogen sulphide. The zinc sulphide thus obtained had a slight 
reddish-brown tinge in the layer first deposited. The upper layer 
was pure white, and was separated from the coloured portion which, 
was not used. 

This zinc sulphide was again put through the above process, 
and then the pure sulphide after being well washed was dissolved in 
pure dilnto sulphuric acid and crystallised several times. A solution 
of this sulphate in water was then electrolysod. 

The zinc as thrown down on a platinum wiro electrode was 
difficult to dry, as it was deposited in branching crystals. It was, 
therefore, melted in a hard glass tube exhausted of air, and when 
fluid was run so as to form a thin bar of clean metal which could 
easily bo broken up for weighing. 

For two experiments (both of which failed from the excessive 
difficulty of getting the acid to act on the very pure metal) a portion 
of this metal was volatilised in an exhausted tube of hard glass. 
The sublimed metal appeared to be so pure that it was nearly unaetod 
on by sulphuric or hydrochloric acid. 

• Weight of Zinc—how Obtained . 

The weights used wore made by Westphal, and were of the ordinary 
pattern and arrangement. Above 0*1 gram, they wore of brass 
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platinised; their density was found as 8*41. The smaller weights 
were platinum foil; their density was assumed = 21*5. The riders 
were aluminium. 

The 50-gram weight was {through the kindness of Mr. Olianey) 
first standardised in the Standards Office in London by being com¬ 
pared with a 50-gram weight of known value. Tho other weights 
above 0*1 gram were then weighed against this 50-gram weight, and 
their valnes both in air and in a vacuum obtained by tlve usual 
prooess. The platinum weights and tho riders woro assumed to be 
nominally correct in air. 

The balance was carefully adjusted and the difference of the 
lengths of the arms and the weights of the pans ascortainod and 
neutralised as far as possible. The method of weighing adopted was 
that used in the Standards Office in comparing weights. Tho balance 
error was thus eb'minatod. In each experiment, the value of a 
milligram weight was found in terms of tho divisions of the 
balance scale. The following calculation then gavo tbe true weight 
of the metal:— 

(1.) The values of tho weights above 0*1 gram woi*e already 
known. 


Value of 1 Pt gram 
in a vacuum. 

f nominal value 1 

The value of the platinum weight =< in air in > X 909*94888 

l mgrms. . . jj 


Then 


1000 


Sum of all the weights used in air. f = Weight of the air dis- 
Les$ do. do. do. in a< placed by tho weights 
vacuum..., used* 


H Weight of air displaced by 
a kilogram weight of the 
same dousiiv as the metfi 
being weighed. 

s=! Weight of air displaced by the motal being weighed. 


Qfote.) A kilogram weight of density (same as assumod for sine) 
= 7*12 displaces 170*84 mgrms. of air. 


(S.) Then 

Weight of air displaced by metal a Excess weight of air die* 
Less weight of air displacod by > plaood by motal being 

weights...J weighed. 

(4.) The value of the weights used"! 

in a vacuum.1 = True value of weight of 

frees excess weight of air dis- f metal in a vaonw* 
placed by metalJ 
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(Note.) If tho density of the metal being ’weighed is greater than 
that of the weights used, then, in (4), the word “ loss ” will become 
u plus.** 

It was ascertained that the errors caused by neglecting the correc¬ 
tions for latitude and height above sea-1 evcl, also for temperature and 
moisture in tho air, woro so small as to be well within the unavoidable 
limits of error occurring in other parts of the operations. These 
corrections were therefore omitted. 

Barometer . 

The barometer used was of the usual open syphon pattern, tho portit n 
of the tube where the reading was taken was made of a large boro 
(and of thin glass) so as to eliminate almost wholly the error duo to 
capillarity. Tho mercury was boiled m tho baromotor-tube above 
the air-trap after being filled. 

Several instruments woro triod until one was found practicnHy free 
from error. A glass jacket was placed round the longer limb of tho 
baromotor-tube to allow of a continuous current of water from a tap 
being run through it during the whole time that readings were boing 
taken. This was to prevent any alteration of the temperature of tho 
room affecting the height of the mercury. 

A glass mirror having a millimetre scale engraved on it was used 
for roading the levels of the mercury. 

To afford a chock on the readings, two wero in each case taken 
quickly, one aftor the other, on different parts of tho scale. There 
was an arrangement by which the baromoter-tnbo could be shifted up 
and down in front of the scale for tho above purposo. 

Tho two readings wero not accepted until the difference between 
them was within 01 mm. 


Thermometers* 

Three thermometors were used at once whon taking readings. 
They were all made by Nogrotli and Zambia, and read to 01° 0. 
One was hung inside tho jacket of the barometer, one (T) suspendod 
in tho water in vessel K (soo diagram), and tho third was hung 
inside the jacket to the tube JtL 

All three instruments wore tested both agaipst a standard and also 
by finding tho error of thoir zero points when placed in molting ice. 

Expansion of Apparatus, 

Tho content of the apparatus having been ascertained at 0°, the 
content at the temperature of any reading was calculated and a cor¬ 
rection made to the apparent volume of the gas for each reading. 
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The coefficient of tho cubical expansion of glass was taken as 
0-0000255 per 1° C. 


Exhaustion of Air . 

Two pumps wore used in oxhausiing the air from tho apparatus. 
The larger portion of ihe air was quickly extracted by a Carr6 pump* 
and then a five-fall Sprongel removed tho remainder; a very high 
vacuum was never needed. In tho globe A, about 2 mm. of xuoroury 
was the highest vacuum used. 

It was eventually found best to exhaust tho air whilst keeping the 
apparatus at as nearly as possible the same temperature as that at 
which the readings would subsequently be taken. This waB (lone by 
keeping the tap water flowing. Heating tho apparatus with hot 
water whilst it was being oxhausted gave a higher vacuum, but then 
it was not certain that part of tho hydrogen would not» bo lost subse¬ 
quently, owing to its supplying tho place of tho air driven off from tho 
glass by the heat. 

In the first few experiments the apparatus was filled with distilled 
water and the hydrogen was made to displace it. It was found, 
however, that some of the hydrogen was absorbed by tho water, anil 
apparently the percentage was not quite constant. Thus the subse¬ 
quent experiments came to bo made after exhausting tho air. 

Description of an Experiment 

The following is as Concise a description of one experiment as can 
be given. It would be impossible to montion every detail. 

Bulb D having been three-fourths filled with the dilute acid (about 
one of acid to three of distilled water) and bulb Id with distilled water, 
were well corked with rubber corks. Through each cork two glass 
tubes passed, one short to connect with the rubber tubing, the other 
Jong enough to roach tho bottom of the bulb. Tho latter was drawn 
to a point and soalcd at its outor extremity. 

Both bulbs were tlion boilod over a water-bath, boing at the same 
time exhausted of air. When the air had all been boiled off, tho 
clips on tho rubber tubes were closed and tho bulbs inverted. 

The barometer was then read approximately and a rough calcula¬ 
tion made for the weight of metal to be nsed by assuming such a 
temperature and pressure that the gas to ho evolved should, at 
atmospheric pressure, fill the globe A and reach half way down the 
stem B. The metal was then weighed as before described to obtain 
the exact weight. The metal after weighing was placed in a small 
glass tube having a short stem of glass rod. Some pieces of pla¬ 
tinum. foil were placed along with the metal. Tins tube was then 



EQUIVALENT OF ZINC 'WITH THAT OF HYDROGEN. 


m 


inserted from bolow into the ompty bulb 0, which was then tightly 
corkod and thus connected with bulb JD by means of the long rubber 
tube (soo diagram). 

The large globe A with its stem B and ihe tubing F, G, Bf, and 
the small bulb Q, wore then connected with the air-pumps by tho 
leaden tube above H. 

The water was sot running through the jackets and tho air-pumps 
kept working until the gauge showed a sufficient vacuum. The clip 
to bulb Q was then closed. 

The cLip to bulb E was then slightly openod until sufficient water 
had run in from E to fill the tubing H, G, F, B up to about tho levels 
marked *. 

Tho watox*-levols in H, G, F, B having been allowed to adjust 
themselves, and tho water in tho jackets being still kept running, and 
the Sprongol pump working, tho exact levels of tlio water in each 
limb of the tube H, G, F, B was road on tho scale S, and at tho 
same timo tho thermometers T, T x were road. From those readings 
and from the previously-ascertained contoui of tho apparatus, tho 
pressure o£ the air still remaining in it was obtained for use in the 
subsequent calculations. Tho clip abovo H was then closed, thus 
shutting off tho air-pump. Tho metal, tho exact weight of which was 
known, was thus enclosed in a vessel exhausted of air and capable of 
containing all the hydrogen that might be libm*atod in bulb 0, tho 
water in B, F, G, IX acting as a stopper to prevent tho gas escaping 
from A, B. 

The sealed points of the tubes in D and E wore then broken. This 
admitted tho air above the liquid in tho bulbs, and providod a pressure 
to bo utilised in forcing tho liquids from J) and K into the apparatus 
against the back pressure from tho hydrogen. Air was thus prevented 
from mixing with tho liquids in the bulbs D, K, and as the rate of diffu¬ 
sion of air iu a liquid is very slow, practically no air was ever carried 
by tho liquids into the apparatus. Tho clips to l) and N wore then 
simultaneously opened. The acid from 1) was admitted into 0 as 
quickly as possible so as to fill about throo-qnartors of 0. Tho 
acid acted instantly on tho metal iu 0 and hydrogon was rapidly 
liberated. 

The olip to bulb E was oponed more gradually to admit tho water 
into tho tubes H, G, F, B, so as just to compensate for tho gradually 
increasing pressure of tho hydrogen escaping from 0 into B, A. Tho 
level of the water in BF was thus kept at the point marked *, tho 
water iu GH at tho same timo slowly rising until at length the tube 
GH was completely filled with water. 

After that, the apparatus was loft to itself until all tho metal in 0 
was dissolved and all the hydrogon had been given off. 
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Tb© clip to bulb D was then opened and liquid allowed to run into 
0 so as to 611 it and its connecting tubes, and thus force all tbo 
hydrogen up into A, B. Oar© was taken not to allow tho arid from 
0 to flow over into 13, as tho vapour-pressure oE tho water in A, B 
might thereby havo boon altered. 

The top clip above 0 was thou dosed, tbo dip to EQ oponod, and tho 
water flowing into GUPB forced up tho hydrogen in FB and confined it 
in A, B above all the junctions or any possible means of escape. Tho 
time taken to dissolvo the zinc varied from two hours to two days. 
In some cases hydrochloric acid, in others sulphuric acid was used. 

A small portion of the hydrogen became absorbed by tho liquid in 
bulb 0. In order to collect this, C was connected to the pumps by 
the leaden tube as shown at the side of C. 0 was then surrounded 
by a water-bath and boiled, and the air from the connecting tubes 
having been exhausted, the side clip to 0 was opened. All the 
absorbed hydrogen was thus drawn oil from 0, and collected by tbo 
Sprengel in a small graduated tube. The volumo of this gas was 
measured, and after reduction was added to the gas found in AB* 

The small portion of the liquid which boiled over from 0 during 
the above process was caught in a separate bulb, kopt cooled. 
About 4 c.o, of hydrogen was usually collected in this way from 
350 c.o. of liquid in C. This givos about per cent, absorption of 
hydrogon in the dilute acid and solution of ziuo salt* 


Process of taking the Readings for Volume . 

When abont to take tbe readings for finding the volumo of the gas 
in A, B, communication was first mad© with tho atmospheric pressure 
above the clip at H* The clip at H was thon slowly opened. The 
water in HG fell in the tube and pushed up tbo water iu FU, thus 
driving up tho gas in I3A uutil equilibrium was established. Tho tap 
water was thon set quickly running in the jackets and vessel K* 
Bulb B was so arranged that it could bo slid up and down and fixed 
at any dosired height. Bulb H was theu so adjusted that tho water 
and gas level in B was as low down as possible within tho limits of 
the scale on B. Tho water-level in GH at tho same time adjusted 
itself usually about tbe level of 3ST- The apparatus was theu left 
standing for about an hour (the water all the time running through 
the jackets). This was to allow time for th© gas and apparatus to 
take up a steady temperature and for the pressure to adjust itself* 

The barometer was next carefully read as before described. 
Thermometers T, T x were theu read as quickly as possible- The 
water-level in B was read at one© for volume, on the scale out on B. 
The water-levels in B and GJff were also at once read fey head Of 
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water on the scale S. The thermometers T, Ti wore again quickly 
road. This completed one reading. Usually seven readings wore 
thus taken in each experiment. 

The temperature was found to remain practically constant during 
tlio time of taking a set of seven readings, owing to the running 
water. Both thermometers agreed closely in their roadings. The 
above process was ropoated for each reading. 

The barometer was read approximately betwoen each reading to 
prorent any serious and sudden change of pressure being overlooked. 
At the end of a set of readings the barometer was again road as care¬ 
fully as at the commencement. A correction could then be applied 
to each reading for any slight change that might have occurred. It 
was found to give bettor results if the roadings wore commenced 
from the lower end of the tube B. The first reading taken at the 
lowest possible level, after waiting tho hour, always gave a high value. 
This lowest reading ought always to be discarded. It appeared as if 
the vapour-pressure did not adjust itself at this lowest point within 
the hour of waiting, but that the slight compression of tho gas from 
being forced up for the next and following readings enabled tho 
vapour-pressure to adjust itself to its normal condition at onco. 

Tho water-levels wero extremely sensitive to tho slightest oxternal 
alteration of pressure from any cause, such as a sudden gust of wind, 
tho slamming of a door, &c. 

Prom tho above process, tho data obtainod wore, barometer reading, 
temperature, apparent volume of hydrogen, head of water. Pre¬ 
viously the known values wore weight of metal, pressure of air in 
tho apparatus after exhaustion, the volume of hydrogen absorbed in 
bulb 0. Prom these conditions, the calculations for the atomic 
weight could be made. 


Calculation of 

Tho calculations wore made in the ordinary manner. All tho 
readings for volume and pressure wore reduced to normal conditions. 
Tho assumptions made wore— 

Valency of sine = 2. 

Weight of a litre of hydrogen = 0*0896 gram. 

Speeifio gravity of mercury = 18*596. 

Absoluto temperature = thermometer reading + 273. 

A gas expands -pfe of its volume for each 1° C. of absolute tempera¬ 
ture. 

The vapour-pressure of water was taken from Rognault’s tables. 

The usual correction for temperature was made to tho barometer 
readings. 
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The general formula used may l>o thus written 

Atomic weight = equivalent x valency— 

^ 2 x weight of zinc X absolute temperature X 760 
^ vol. of gas x 0*0896 x 276 x pressure 

(a.) The volume of the gas was corrected Cor expansion of ap¬ 
paratus, and then the true volume of the gas extracted from 0 was 
added. 

(&.) The “ pressure ” was found by correcting the barometer reading 
thus:— 

—* Temperature correction for alteration of volume of the mercury 
and expansion of glass scale. 

— Yapour-pressuro of water at temperature of reading. 

— Pressure of residual air af tor exhausting, reduced to 0° 0. 

+ Head of water at time of reading reduced to its equivalent in 
mercury. 

This calculation was worked out for each reading, and the mean 
taken as the result of the experiment. 

Statement of Results, 

Altogether, 29 experiments were made. Out of this number, four 
had to be rejected entirely. 

The nine first were not fully corrected, as it was only afterwards 
that all the corrections necessary wore understood. These nino wore 
therefore rejected. The next 11 wore considered only as preliminary, 
as though all corrections wore applied yet some of them woro moans 
from subsequent experiments. The next five experiments won* 
carriod out without any known source of error, and those results mo 
fairly concordant. 

The mean result of the 11 preliminary experiments is 65*2460. 

The five results considered correct arc— 

65*5000 

65*4766 

65*4450 

65*5522 

65*4141 

Moan.... 65*4787 ± 0*016165 

The details from which these fivo values were calculated are given 
in the following tabular statement:— 
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Thermo- 


No. of 
rootling. 


Weight in a 
vacuum o£ 
metal zinc. 

Reduced 
volume of 
hydrogen. 

Reduced 

pressure. 

meter 

reading, 

mean 

Results. 






0°0. 




grams. 

o.c. 

mm. 




1 



121 (J *86 

729-18 

10*54 

65*5195 


2 




1219 *01 

727-78 

10-54 

•4960 


3 




1233-73 

725-78 

10*51 

•6105 

1 - 

4 

. 

3-2995812 

« 

1225 -02 

724 08 

10-54 

•5094 


5 




1233-05 

719-72 

10*53 

w 


6 




1230 *54 

721-10 


Kii 


„ 7 

_ 



JL228-02 

722-05 

10-48 







Mean... 

65-5060 


r i 

•s 



fl20l -02 

754-52 

10-72 

65 *4611 


2 




1205 -15 

752-25 

10-74 

•4739 


3 




1200 -88 

751 -14 

10-73 

•4711 

2 J 

4 

• 

3-3001971 

* 

1209 -7(1 

749-37 

10-78 

*4729 


6 




1212 -09 

747-81 

10-73 

•4789 


6 




1213*40 

747-02 

10-73 

•4817 


L *i 

> 


(JL217‘02 

744-70 

10-73 

*1903 






Mean... 

65*4706 


r 1 

*> 



ri203-09 

736-50 

9-48 

65*4595 


2 




1200-10 

733-76 

9-40 

•4176 


3 




1218-85 

720-03 

9-47 

*4584 

3 ■ 

4 

. 

3-3001110 

* 

1210*02 

727-89 

9-47 

•4436 


3 




1212-74 

729-97 

9-47 

•4335 


6 




1216*10 

781-42 

9*46 

•4108 


l* 




1.1207-72 

783-00 

9*40 

•4317 






Moan... 

65*4450 


r i 




ri218-50 

747-90 

6 *'12 

65 *5599 , 


2 




1210*43 

749-38 

6*42 

-6450 


3 




1214*50 

760-58 

6-42 

•5394 

4 

4 

6 

■ 

3-4111150 

- 

1212-73 

1200-58 

761*71 

758-30 

6-42 

0*41 

•5412 

•5030 


3 




1205-70 

755-85 

6*30 

•5552 


7 




1202-12 

758-27 

0*42 

*5421 


Is 

- 



11200*21 

766*86 

6*40 

•5724 






Moan. *. 

65 *5522 


f 1 

1 



1222 -26 

738*31 

8*51 

65*4326 


2 




1220-07 

780*96 

8*67 

*4172 


n 

■ 



1210-81 

742*26 

8*57 

*4161 

6 " 

H 

1 

■ 3-8754049 

- 

1213 -71 
1210-92 

743-87 

745-67 

8*56 

8*58 

•4120 

*4091 


la 




1208-67 

747*12 

8*50 

•4045 


7 




1206-16 

748-54 

8*55 

■4090 


Is 

J 



1,1203 -73 

749-94 

8*53 

•4127 






Mean... 

66-4141 
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It seems possible, therefore, that the true atomic weight of zinc is 
65 50. 

The readings in each sot of tlio last two experiments workod out so 
far concordanfcly that thoy show the apparatus is well adapted for the 
accurate measurement of the volumo of a gas* 

If, therefore, the metal can be thoroughly purified and accurately 
weighed, the process described affords a very accuraio moaiib of 
determining the atomic weight of several of the elements. 

University College , Bristol , 

May , 1887. 


LXXXVJI .—Note on the Atomic Weight of Qold. 

By T. E. Thokpe, F.R.S., and A. P. Laubid, Esq., B.A. 

In' a communication which we had the honour of laying befox*o tlio 
Society last session, and wliich is published in the Transactions, 1887, 
p. 565, we gave the results of a series of estimations of tho atomic 
weight of gold, based on the determination of tho relation between 
gold and potassium bromide, gold and silver, and gold and silver 
bromide. The method employod by us consisted in heating potassium 
bromo-aurate to a temporature sufficiently high to convert tho wilt 
into a mixture of gold and potassium bromide, and then determining 
the proportion of gold to potassium bromido in the decomposed salt. 
Eight determinations made in this way gavo tho final value Au ** 
196*876 (II s* 1). Tho amount of silver required to convert tho 
potassium bromido of the decomposed salt into silver bromido was 
then ascertained, and a second value for Au obtained from tho relation 
of Au to Ag. Nino experiments gave, as a iiual value, Au as 196*887. 
The silver bromide formed was next woighod, and a third value for 
Au obtained by comparing tho weights of Ag, Hr, and Au. Bight 
experiments made in this manner gavo Au « 196*842. Tlio moan of 
the threo scries is 196*852, which number wc accordingly adopted os 
the most probable value for the atomic weight of gold. 

Whilst our observations were in progress, Ur. Govhard Kriiss 
published a paper on the same subject in tho Bmchte for 
February, 1887. Kriiss also employod potassium bromo-aurate, but, 
as we pointed out in our paper, the validity of his method of treating 
the salt depended upon the assumption that it could bo made abac* 
lately anhydrous by heating without losing bromine, and that it was 
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so slightly hygroscopic that it could he weighed without risk of 
absorbing moisture. Wo had convinced ourselves that neither of 
thoso conditions could bo secured, and we had, therefore, so arranged 
our plan of work as to obviate the necessity of oither drying the 
bromo-aurate, or of knowing its weight. We also pointed out in 
discussing Horr'Kruss’ experiments that his results wore necessarily 
affected by these circumstances, and lienco that his final value Au = 
196*04 was probably too low. 

In a papor recently published in the Berichte , 20, 2365, Herr 
Kriiss admits tho presence of uncombinod gold in his bromo-aurate, 
but states that free gold invariably occurs in tho double salt, and that 
it cannot be removed even by ropoated crystallisation. According to 
Herr Kriiss, the amount of the free motal would appear to bo per¬ 
fectly constant, since after three or four or oven eight rocrystallisa- 
tions the total amount of gold, that is froo and combined, contained 
in the double salt was invariably the same. Nevertheless, on treating 
the double salt with water, minute quantities of uncombinod gold 
remained undissolvod. 

There is no doubt whatever that under certain circumstances freo 
gold may be readily obtained on dissolving the bromo-aurate in 
water. Tho solution has only to remain exposed to the air for a short 
time when, simply by the falling into it of atmospheric dust, minute 
quantities of gold will gradually make their appearance on tho 
surface of the liquid, and in the form of the <^ I , litiorchon, ,, which 
Herr Kriiss describes. Organic mattor present in tho distilled water 
will act in a similar manner, filtration through paper is imme¬ 
diately attended with tho separation of small quantities of the metal. 
The action of organic matter upon solutions of gold is, however, so 
generally known that, wo should imagine, it would bo hardly lost 
sight of in a research of this character. 

Now, because Hon* Kriiss was not able to proparo a puro sample of 
tho double salt, ho makes the assumption that we also were equally 
unable to do so. Our potassium bromo-anrato must, ho says, havo 
necessarily contained froo gold, and to the extent of 0*0499 por cent. 
This particular number ho obtains by dissolving a quantity of ono of 
his own preparations in water, and weighing the amount of undis¬ 
solved gold. He assumes that tho amount of tho reduced gold is the 
samo in all samples of the bromo-aurate, no mattor how different 
might have boon tho conditions of tlieir preparation. He then 
proceeds to apply this amount as a correction to our results, whereby 
they are brought into very fair accord with his own. It ought, how¬ 
ever, to be stated that Herr Kriiss had previously treated his own 
observations in the*same way, and had thus brought the results of his 
analysis of tho bromo-aumte into a closer accordance with the 
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numbers he had obtainod by the analyses of the neutral chloride, and 
which wore apparently unaffected by any possible reducing action of 
organic mattor. 

As a matter of fact, there is no very great difficulty in preparing 
the double bromide free from any sensible quantity of uncombined 
gold, provided that proper and obvious precautions are taken. We 
believe that we took such precautions. We can at least affirm that 
we frequently dissolved quantities of from 8 to 19 grams of our 
preparations in water without the slightest trace of free gold being 
seen. Even had we been ignorant of the possiblo reducing action of 
atmospheric dust, the manner of onr work would tend to minimise 
its effect. We cannot pretend, of course, that dust was wholly 
excluded. But it is quite certain that in none of our preparations 
was there an amount of free gold sufficient to account for the differ¬ 
ence of 0*21 between onr own and Kruss’s final values. So far as the 
present evidence goes, therefore, wo altogether dissont from Herr 
Kriiss’s conclusion that the lower value 196*04 is to bo preferred as 
the more correct expression for the atomic weight of gold. 

Indeed, there is some reason to believe that evon our own number 
may turn out to be slightly bolow the truth. At the last meeting of 
the British Association, Professor Mallet, of the University of 
Virginia, communioated a preliminary account of a research which 
he has in progress on this question. Complete details of his methods 
have not yet been published, but he announces that tho results 
already obtainod indicate,that the atomic weight of gold is certainly 
not lower than 196*8. 


LXXXVUT .—Certain Products from Tea7c, Preliminary Notice. 

By R. Romanis, D*Sc., F.C.S., Rangoon College. 

It is commonly statod in works on Indian forestry that teak yields an 
oil by distillation which is used as a varnish. Last year a specimen 
of this varnish was required for a collection of forest products, but it 
was found that the natives of the country know nothing of it, and 
there can be little doubt that the statement referred to originated in a 
confusion between the teak tree and the kanyin, a species of JDiptero- 
carpus which yields guijun oil and a fine timber. 

I was desired to ascertain if the oil could not be extracted in any 
other way. On examination, I found that alcohol extracts about 
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6 per cent, of a soft resin from teak but no oil or varnish. This rosin 
is a mixture of several substances. When extracted from freshly cut 
teak, it is entirely soluble in chloroform, but the resin from wood that 
has been long exposed to the air is only partly soluble; this change 
is due to oxidation. A specimen of the rosin which had been long 
exposed to the air gave the following results on combustion 


0. 00*91 

H. 6*81 

0 .... . 32*28 

Whilst the substance insoluble in chloroform gave— 

0 . 60*20 

H. 6*98 

0. 32*82 


The substance soluble in chloroform gave results which varied with 
the time it had been prepared and the temperature at which it was 


dried. 

I. TI. TTf. 

0. 75*20 74*91 73*48 

H. 9*25 7*17 9*38 

O. 15*55 17*92 17*14 


It was found that the resin melts below 100°, and gives off volatile 
products, principally a substance that sublimes in dendritic forms and 
crystallises from alcohol in spirals or in stellate groups of prismatic 
crystals. It is also found as an efflorescence in solt feathery crystals 
on the surface of the resin when this is kept for a few months. 

When the resin is distilled, the distillate is a felted mass of 
crystals having a swoot smell like that of myrrh or incense, whilst a 
black shining coko is loft in the retort 5 the eryHtallino substance may 
bo purified from adhering oil by recuystallisation from hob alcohol, 
but it seems to retain the last traces with groat obstinacy. When 
teak is exposed to destructive distillation the following products are 


obtained:— 

Heavy tar.. 10*0 p.c. 

Watery distillate... 80*0 „ 

Light oil . 3*4 „ 

Charcoal. 35*0 „ 

Uncondensed. 15*0 „ 


' 100*0 

Tho tar contains the crystalline substance in considerable quantity; 
it may be extracted by adding an excess of oaustio soda, when much 
von. Li. 3 r 
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heat is evolved and the substance is precipitated as a curdy mass 
which soon becomes crystalline. It is purified from the soda solution 
by washing and crystallisation from hot alcohol. The analysis points 
to the formula C 9 HaO as the lowest possible. Burnt with oxide of 
copper in a stream, of oxygon it gave the following results. I give the 
whole series:— 


I. IT. IH. IT. V. TI. VII. TUI. 

C. 81*18 81*58 81*52 81*67 80*20 81*22 80*47 80*82 

H. 9*70 7*33 7*28 6*05 6*47 6*28 6*12 6*54 


The first three must obviously be rejected, as the oxide of copper 
had not got into working order. No. IV was I believe the purest 
preparation. The hydrogen is naturally high, as the work was 
performed in an atmosphere saturated with moisture at 30° C. 
C 9 H 8 0 requires C 81*8, H 6*06. This substance is partially decomposed 
on heating, hence its vapour-density could not ho determined by 
V. Meyer's method, which gave results ranging from 86 to 50, 
Among the products of decomposition was an oil with the odour of 
beeswax. 

The crystals dissolve in sulphuric acid with a yellow colour, and 
are precipitated on dilution. Nitric acid acts in a similar way, but on 
heating it with a mixture of the two acids, and diluting with water, 
a yellow nitro-derivative was precipitated. On washing the precipitate 
with hot alcohol, a crimson substance with a golden surface colour was 
extracted. 

The yellow nitro-derivative dissolves when heated with strong 
sulphuric acid, forming a red solution from which water precipitates 
purplo flocks, soluble iu alkali with a bright blue colour. 

The yellow compound gavo ou analysis— 


L IT. TIL 

0 . 57*71 57*69 58*27 

11 . 4*70 4*0 4*12 


The crimson substance— 

O 
li 

The purple substance— 


0. 42*0 

H. 4*56 


I had only very small quantities at my disposal and I have not been 
able to repeat the analysis. On making a second preparation of the 
nitro-derivative the action was Btopped after half an hour instead of 


57*35 

5*13 
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allowing it to go on one and half hoars; in this case, as at first, a 
product was obtained which gave 65 40 per cent. 0 and 5 91 II. 

From these reactions it may be inferred that the new compound 
is a quinone, CiaHieOa, and that the products obtained by the action oi 
nitric acid wore in the first case a dinitro- and in the second a mixture 
in equal parts of the di- and mono-nitroquinono, and the colourod 
products are analogous to those obtained from antbraquinone under 
similar conditions. When treated with sodium amalgam in alcoholic 
solution, the liquid in contact with tho amalgam fiist turns crimson, 
but as it mixes with tho solution it becomes green and then yollow, 
and the original substance is reproduced. Sodium amalgam acting 
on the crystals under the surface of other turns them into a green 
mass, which on exposure to the air rapidly decomposes into caustic 
soda and the original compound. 

The quinol corresponding with this compound, which may bo 
named tectone, is therefore very unstable. Tlieie are other colourod 
derivatives which havo not yet been examined, but ] have sot up 
apparatus for the destructive distillation of teak on a larger scale, anil 
hope soon to bo able to communicate the insults to the Society. 
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-reaction of absorbed oxygon on, at 

various tempera! uros, 252. 

Casern, absorption-spectrum of, 69, 

Cellulose formed by JBaeterium arylimm, 

643. 

Chloral, density and magnetic rotation 
Of, 808. 


Chloral hydrate, density and magnetic 
rotation ol, 809 

Chlorine, bromine, and iodine, improved 
lorm of apparatus for tho separation 
of, 090. 

- liberation of From hydrogen 

chlorido by the action of light m 
presence of oxygen, 802. 

Chrom-organic acids, 383. 

Cliromoxalates, 383. 

Ohrysoidino, description and measure¬ 
ment of the spectrum of, 178. 

Oitrazinamido, 106. 

Cilrazimc acid, 407. 

Copper sulphate, influence of tempora- 
lure on tho heat of dissolution of, 
321. 

Croccino scarht, description and mea¬ 
surement of the spectrum of, 395. 

Cumcno-azo-jS-naphtholdisul phonic acid, 
description and mrasuremont of the 
spectrum of, 187. 

Cuprous barium t liiosulphnt o, 39. 

-potassium thiosulphate, hydrated 

and anhydrous, 38, 

Cjanurio chlorido, best method for pre¬ 
paring, 269. 


D. 

Dohydmcetie acid, 481 

--bromo-, 490. 

-oximo of, 493. 

Dohydracotonehenzil, 420. 

Dextrose from phlorizin, 636. 

Dincetylt <4 ramothylonodicarboxylic 
acid, 26. 

Diastase, absorption spectrum of, 60. 
Dmzoaniidobouzene, fn-dhiitvo-, 107. 

—- p-dinitro-, 102. 
Diazoamido-eoinpoumls, 3 02. 

and their constitution, 184, 

448. 

dinitro-, decomposition by 
cold hydrochloric acid, 486, 
Diazobouzeue chlorides, decom]HiHition 
of, by hydrochloric acid, 106, 
Diazobonzylamidobonzono, w-dinitro-, 
138. 

—— jD-dinit ro-, 132. 

Diazoot hylamidobonzono, w-dinitro-, 
108. 

Diazotised metanitraniline, action of, on 
p-nitmnilmo, 102. 

Dibonzyl ether, 700, 

Dibenzylglycosine, 655. 

Dicoumarin, preparation of, 62. 
Didyinium sulphate, 682. 
Dihydrocoumaric acid and its salts, 68. 
Dihydroeoumarin, 70. 
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Diisonropylacotoxime, and its behaviour 
witn acetyl chloride, 684, 685. 

Dikctones, preparation and hydrolysis 
of hydrocyaiiides of, 29. 

TMmethj lonlij dmcctoncbonsril, 432. 

Diphcnanthrylonwzotido, 101. 

Diphenjlglyoxahne, 657. 

T)ipropyl aeetoxime, 689. 

action of acetic chloride on, 
689. 

T)isHoeintion and evaporation, 756. 

Dissolution of salts, beat of, influence 
of temperature on, 290. 

-theory of, 779. 

Ditelrumethylcne ketone, 236. 

Dithioearbnmido dibromido, 378. 

— dieblorido, action of hydrogen 
sulphide and of cyanides on, 380. 

-di-trichloroniothylsulphmato, 6G6. 

Ditolanenrotido, 101. 

Dr oxer a mtfakrn, colouring matter 
of, 371. 

Dyes and coloured substances, a tiudy 
of, 152. 


E. 


Electricity, note on tlio silent discharge 
of, 022. 

JCryihrol, action of Bacterium aceti on, 
041. 

EtlionvlhiaTnidonapHlialone and its 
derivatives, 001. 

Ethereal salts and alcohols, action of 
metallic alkylates on mixtures of, 
(>27. 

Ethyl ueetoncefato, action of ethylene 
bromide on tho sodiiun-deri\atfve o(, 
820. 

action of trhnothylone bro¬ 
mide on tho sodium-derivative of, 
702. 

ncetonodiearhoxykto, action of 
elhyleue biomide on the sodium-do- 
rival he of, 82t), 845. 

—— —— action of trim ethylene lm>- 
mide on tho di-aodium-dorivutivo of, 
702, 739. 

-aootylcilrato, 404. 

— acotyjtriujotliyleijooavhoxylatc. 


—' - action of phonylhydrazino 
on, 837. 

* action of phosphoric clilorido 
on, 84 J. 

- oxidation of, 840. 
aoetyltrimethyUmcdicarboxylato, 
846. 

alcohol and other, alt oration of 
volume on mixing, 768, 774. 


Ethyl alcohol and other, thermal pro¬ 
perties of a mixture of, 755. 

- —- tho compounds of, mith 

n atcr, 778. 

— benzoyl acetate, action of ethylene 
bromide on tho sodium-derivative of, 
820. 


action of trimethylene bro¬ 
mide on tho sodium-derivative of, 
702, 720. 

-w-hroinethylaectoacetate. 833. 

-hut ane-ftiyft>rt-<etmcarbo\v late, 19. 

-ch 1 oret hyloldorocrot onnte, 813. 

- cinnamntc, conversion of into 

methyl cinuamate, 628. 

- eyanacGtoacotato, formation of, 

287. 

-dincotomeemate, 309. 

-dineetotarirate, 808. 

-dichlomcrioacelatc, action of po¬ 
tassium cyanide mi, 289. 

disodiopont nnct ('I ruearhoxy la t e, 

243. 


funmratc, conversion of, into 
methyl funuirafo, 027. 

- hydrie me(hyldehydrolu»xonedi- 

carboxylnte, 711. 

- mothyldehydrohexonecarboxylnt e, 


-action of bromine on, 725. 

met hyldohydrohexonod icarboxyl- 
nte, 739. 

p-nitrohonzoylaeetate, action of 
triniethylone bromide on tho sodium- 
derivative of, 702, 731.. 

—— p-nitropl»eny hi cl lydrohexouocarb- 
oxylalo, 785. 

— ori lmyanadate, 752. 

— pentnmethyleuedicarbovylftte, 214. 

— pcrjtnne-wy« ? tp(racarbexylate, 211, 

— phci iyl< lohydrobexoneenrbox y lat e, 


- pot nssioeyannool oncet at e, 287. 

- pyrovnnndato, 761. 

racemate, magnetic rotation of, 
304, 

-Hodiomalonat e, act ion of triphenyl- 

met hyl bromide on, 224, 

tariratto, magnetic rotation of, 
303. 


tetrnmot hyleiieenriwykto, 18. 

—“-tctramothylencdicarhoxylate (l, 1] 


* P, 2], 23. 

-triphonylmeihyhnnlonate, 226. 

-p-triplienylpropionato, 227. 

Kt liylanl tydraeotonebenrih 432. 

Ethylene bromido, action of, on tho 
sodium-dorivat ives of ethyl ftcotoace- 
tate, benzoyl a rotate, and acotonedi- 
carboxylate, 820, 
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Ethylidene glvcol, triehloro-, 813. 
Ethyl-M-mtranilino, action ot diazotiscd 
nitranilmos on, 111. 

Ethyl-p-nit rauilino, action of diazotiscd 
ui tramlines oil, 110, 111. 

Evaporation and dissociation, 755. 


F. 


1 Fast-rcd,” description and measure¬ 
ment of tho spectrum of, 107. 


G. 


Gases, absorption of, by carbon, 240. 
Gelatin, absorption-spectrum of, 59. 
Glucose, absorption-spectrum of, 59. 
Glyceirol, action of Bacterium ace ft on, 
639. 

Glycol, action of Bacterium aceli on, 
638. 

Glycosme, constitution of, 552. 

Gold, atomic weight of, 565, 86G. 

Grain, spectroscopic notes on tho carbo¬ 
hydrates and albuminoids from, 58. 


H. 

• Halogons, hydrides of, action of light 
on, in prosenco of oxygon, 801. 

Harpondon, woll-wators of, 520. 

Hay, meadow, iron sulphate as a 
manure for, 215. 

Heat of dissolution of anhydrous so¬ 
dium carbonate, 73. 

-of suits, influence of tompora- 

turo on, 290. 

- of hydration of salts : cadmium 

chloride, 75. 

— thermal properties of a mixture of 
ethyl alcohol and ethyl oxide, 755. 

Helianthin, description ancl measure¬ 
ment of tho spectrum of, 302. 

J-Iloxylone glycol, 722. 

Hofmann’s violet, doscripl ion and mea¬ 
surement of the spectrum of, 171. 

Hydrocouraario acid, 70. 

Hydrocoumarin, 71. 

Hydrodicoumaric acid and its salts, 05. 

Hydrodiooumarin, 60. 

-bromo-, 07. 

Hydrogen, comparison of tho equivalent 
of, with that of zinc, 854 

-—bromide, action of light on, in 
presence of oxygon, 804. 

— chloride, action of light on, in 
presence of oxygen, 801. 

— --influence of liquid water in 


promoting the interaction between 
oxygon and, in presence of light, 806. 
Hydrogen iodide, action of light on, in 
prcBonco of oxygen, 805. 

Hydroxydehydmeei io acid and it s acetyl- 
dorivativc, 491, 492. 
irydroxylamino, formation of, from 
silver, mercury, and sodium nitrites, 
661. 


-reaction of, with ferrous hydroxide 

and water, 655. 

—-titration of, by iodine, effects of 
dilution, and the presence of sodium 
salts and carbonic anhydrido on, 794 
Ilyponitritos, formation of, 616. 


L 

Invertase, absorption-spectrum of, 60, 
Todinc, bromine, and chlorine, improved 
form of apparatus for tho separation 
of, 690. 1 

—“ liberation of, from hydrogen 
iodide by tho action of light in 
presence or oxygen, 805, 

“ 1 odino-greon/’descript ion and measure¬ 
ment of tho spectrum of, 174 
Iron, influence of silicon on tho proper¬ 
ties of, 129. 

-influence of silicon in, on its me¬ 
chanical properties, 141. 

-specially pure, silicon in, 334. 

-- sulphaio, agricultural experiments 

with, as a manure, 216. 

Isochorio lines, 773. 

Isopropylamide of isobutyrie acid, 688. 


K. 

Ketones, condensation compound* of 
bonzil with, 431. 


L. 


Land, cropped, drainage wafer from, 
53 2. 

Light, action of, on tho hydrides of tho 
halogens in presence of oxygen, 801. 


M, 


Magnesium sulphate, 682. 

—**-influeueo of temperature on 

the heat of dissolution of, 820. 
Magnetic rotation of chloral, chloral 
hydrate, and hydrated aldehyde, 808. 
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Maize starch, absorption-spectrum of, 


Mangel-wurzel, iron. sufyhate as a 
manure for, 217. 

Methyl anacurelate, 665. 

-doliydraeotato, 496. 

—- plumyllutulonccarboxylate, 498. 

— phosphate, 754. 

— totramethylono ketone, 238. 

— ildocyanato, action of chlorine on, 
268. 


— vanaclato, 751. 
Mofchylnnhydracolonobenzil, 431. 
Mcthyldohydrohoxonc, 723. 
Methyldohydrohoxontxjo rboxylio acid, 
action of water on, 717. 

-and its salts, 715. 

Methyldohydrohexonodicarboxylio acid, 


■ action of water on, 717. 
Mothyldiphenylglyoxalinc, 557. 
Molecular structure of enrbon com¬ 


pounds and their absorption-spectra, 
relation hotwoeu. Part VI11,152. 
Morindin, 52. 

Morindon, 52. 

Muroxido, description and measurement 
of the spectrum of, 199. 


N, 

a* jS-Naphtliazino, 99,100. 

Neutralisation, thermal phenomena of, 
693. 

Nitric nitrogen obtainod from soils and 
sub-Hoils, 128,129. 

—- or uitrous acid produeod in dilute 
urine with gypsum, seeded with soil 
from various fields, 120, 121, 122, 
123. 

— oxide, motion of, with ferrous 
hydroxide and water, 648. 

Nitrification, order of priority of com¬ 
mencement of, in solutions seeded with 
soil of dido rent depths, 125. 

Nitrifying organism, distribution of the, 
in the soil, 118. 

Nil rites and sulphites of metals other 
than potassium, reaction between, 
650. 

——reduction of, to hydroxylamino 
by hydrogen sulphide, 48, 

Nitrogen peroxide, action of heat on, 
397. 

O. 

Obituary notices, 469. 

Oxalates, ethereal, action of alcohols 
and metallic alkylates on, 629, 


Oxygen, absorption of, by oarbon, 252. 

-action of light on the hydrides of 

the halogens in presence of, 801. 

-and ozone, volumetric relations of, 

625. 

-pure, preparation and storage of 

611. 

Ozone and oxygen, volumetric relations 
of, 625. 

— from pure oxygen, 610. 


P. 

Pontamothylone-derivativos, 240, 

Pentamethylonodicarboxylic acid, 244. 

-anhydride, 247. 

Pontanc-w^^-tetraearboxylic acid, 242. 

7 -Peutylene glycol, 836. 

Periodates, 356. 

Phenanthraquinone dihydroeyanido, 32. 

Phenol, o-diloro-p-brom-o-nitro-, deriva¬ 
tives of, 791. 

- p-ohlor-o-brom-o-mtro-, derivatn cm 

of, 788. 

-y-chloro-p-brom-e-nitro-, deriva¬ 
tives of, 790. 

-®-ohJor-o-nitro-, action of bromine 

on, 787- 

-dichloro-o-nit.ro-, 782, 

-dichloro-jo-nitro-, 786. 

-series, isomeric change in, 147, 

782 . 

Phenols, dibvomonilro-, action of bro¬ 
mine on, 147. 

Phonyldohydrohexono, 731. 

-action of hydrogen bromide on, 

732. 

Plmnyldohydrohexonocarboxylio acid, 

—* -action of hydrogen bromide 
on, 782. 

• action of water on, 783. 

— — /j-uilro-, 730. 

Plumylhydmjsiuedehydracetic acid, 494. 

Plumyllutidono, 4U9. 

Phlorizin, 634. 

— dextrose from, 636. 

Phosphates, arsenates, and vanadates, 

analogous, 94. 

Phosphorus, rod, moist, action of light 
on hydrogen bromide and iodide in 
presence or, 806. 

Pimolic acid, 242. 

Plants, flowering, aluminium in the 
ashes of, 748. 

Potassium aurobromide, preparation of 
pure, 868. 

-chlorate, decomposition of, by 

heat, 274, 288/ 
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Potassium chloride, influence of tem¬ 
perature on the heat of dissolution of, 
306. 

— elilorobromanilalo, 786. 

—- chrojnoxalntes, 384 

— cuprous tliiosulpliato, bydrated 
and anhydrous, 38. 

——nitrate, influence of tomporaturo 
on the beat of dissolution of, 308. 

-perchlorate, decomposition of, by 

heat, 274, 285. 

-periodates, 357. 

-silver thiosulpliatc, 39. 

-sulphate, inilucnco of temperature 

on the heat of dissolution of, 310. 
Potatoes, iron sulphate os a manure for, 
222 . 

Propyl vanadate, 753. 

Prussian blue, composition of, 641. 
Pyridine, constitution of, 409. 

-derivatives, preparation from citric 

acid, 403. 

*-siliconchlorido, 47. 


Q- 

Quinol, ohlorotribromo-, 784. 

-diacolylchlorolribromo-, 784. 

Quinoline siliconchlorido, 47. 

Quinone, a, formed in tho destructive 
distillation of teak, 870. 

-clilorotribromo-, 783. 


B. 

Racemic acid, 362. 

Rain-water collected at Oironccstor, 
amount of chlorine in, 92. 

•-— at Rolhamstod, chlorine, 

sulphuric anhydride, and ammonia 
in, 501. 

Rosin from teals, 8G9. 

Rochelle salt, influence of temperature 
on Die heat of dissolution of, 817. 

Rosanilino base, description and mea¬ 
surement of tho spectrum of, 164. 

- hydrochloride, description and 

measurement of the spectrum of, 169, 


S. 

Salioylic aldehyde, action of, on sodium 
succinate in presence of acetic anhy¬ 
dride, 61. 

Salt solutions, supersaturation of, 389. 


Salts, influence of temperature on the 
boat of dissolution of, 290. 

Serin, absorption-spectrum of, 59. 
Silicon, atomic weight of, 576. 

-chlorobromide, a new, 590. 

-compounds and tlioir derivatives, 

202 . 

-diehioro-, di-jS-napht hyldiamido, 15. 

-- diplienylcuamiclc, 40. 

-■-o-ditolyldiamide, 44. 

---dixylyldiamide, 44 

-in iron, influence of, on the mecha¬ 
nical properties, 141, 

-in specially pure iron, 334 

-influoneo of, on tho proportion of 

iron and steel. Part 1,129. 

-totrabromido, action of, on tliio- 

carbamide, 202. 

Silver containing bismuth, 410. 

-hydrogen tartrate, 870. 

-periodates, 358. 

-potassium thiosulphate, 39. 

-suboxide, 416. 

Slag, basic convertor, crystals in, 601. 
Sodium acetate, influoneo of tempe¬ 
rature on tho boat of dissolution of, 
315. 

-arsenate, 95, 97. 

-carbonate, anhydrous, heat of dis¬ 
solution of, 73. 

- decomposition of, by fusion, 
72. 

influonoe of temperature on 
tho hoat of dissolution of, 313. 

-chloride, influoneo of tomporaturo 

on tho heat of dissolution of, 308. 

- hyponitrito, reaction of, with 

ferrous hydroxide and water, 664. 
-taction of with Bodimn amal¬ 
gam and water, 654 

•-nitrate, reaction of, with ferrous 

hydroxide and water, 665. 

-nitrite, reaction of, with ferrous 

hydroxide and water, 661. 

-iwriodatos, 357. 

— phosphate, 97. 

-vanadate, 96. 

Soil, distribution of tho nitrifying or¬ 
ganism in tho, 318. 

Solution, nature of, 598. 

Solutions, naturo of, 779. 

Steel, influence of silicon on the pro¬ 
perties of, 129. 

Strontium chloride, influoneo of tempo- 
raturo on tho heat of dissolution of, 
809. 

-nitrate, influence of temperature 

on tho heat of dissolution of, 811. 
Substitution, an explanation of tho laws 
which govom, in bouzonoid com¬ 
pounds, 258, 583. 
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Sugar from phlorizin, nature of, 036. 

Sulphate, normal, determinations of 
atomic weights by means of, 076. 

Sulphites and nitrites of metals othor 
than potassium, reactions between, 
660. 

Sidphoxyleneazo-jB-naphtholdiaulphonie 
acid, description and measurement of 
the spectrum of, 188. 

Supersaturation of salt solutions, 389. 


T. 


Tartaric acid, 362. 

Teak, certain products from, 868. 

-destructive distillation of, 869. 

-resin, 869. 

Tcctono, 871. 

Tetrametliylene aldehyde, 238. 

-derivatives, 1, 228. 

Tetramethylonocavboxylic acid, 8. 

Tot rametliyloi lotlioarboxy lit* acid [1,1] 
and its salts, 4. 

- 

acid 


Telraphonylenoazino, 101. 

Tetraphenylglycosino, 563. 
'hiocarbamide, action of eyanidos on, 
380. 

-action of excess of bromino on, 

378. 

-action of silicon totrabromido on, 

202 . 

-dihaloid derivatives of, 378. 

-sulphinie compounds of, (506. 

—— tri<Miloromethylsnlphinat<s 007. 

Tliiocarbonyloliloride, action of ehlorino 
on, 272. 

—— tetrachloride, action of ehlorino 
on, 273. 

— — action of, on alcohol, 274. 

Thiocyanates, organic, action of oliloriuo 
on, 268. 

Thiosulphates, double, 38. 

Tolylbonzone, «-broiuo-, 87. 

—— derivatives of, 87. 

-#- and ftplibromo-, 89. 

Tolylbenzoio acid, j9-dibromo-, 90. 

Trichloromothylsulphonyl tliiocarb* 
amide, 669. 


~— annyanuo, iso. 
Tetramethy lenoteiraearboxy He 

[1,1, 2, 21,17, 21. 
Totraphenvlassmo, 101. 


Trihydroxymothylnaphtliaqiiinone from 
Drosern FP"k Uial en, 373. 

Trimothylone bromido, action of, on the 
sodium compounds of othylic aeoto- 
aceiate, bonzoylacetato, jo-nit Tobou- 
zoylacetate, and acetonedicarboxylato, 
702. 

-iodide, 12. 

Triinothylonodicarboxylie acid, 819. 

Triphonylmothano, description and mea¬ 
surement of the spectrum of, 102. 

Triphenylmcthyl bromide, action of, on 
ethyl sodiomnlonatc, 224. 

(9-TriJihcnylpropionic aoid and its salts, 

Tropcrolin O, description and measure¬ 
ment of the spectrum of, 182. 

-000, description and measure¬ 
ment of tho spectrum of, 181 

Turnbull’s blue, composition of, 644. 


V, 


Vanadates, organic, 761. 

-phospliatos and urbOiiatOB, analo¬ 
gous, 9 k 

Voltaic combinations, new chins of, in 
which oxidisablo metals arc roplueod 
by aliorublo solutions, 672. 


w. 


Well-waters. 8©e Waters, well-. 

Wntor, liquid, influence of, in promoting 
the interaction of hydrogen chloride 
mid oxygen on exposure to light, 806. 

— ruin-, at Cirencester, amount of 
chlorine in, 92. 

--at Rotlmmstcd, chlorine, 

sulphuric anhydride, aiul aimnonis 
in, 601. 

Waters, drainage, com posit ion of, 606. 

-well-, a contribution to tlic study 

of, 600. 

ii 


z. 


Zinc, comparison of tbo equivalent of, 
with that of hydrogen, 861 
-sulphate, 681. 
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10 

from top, for 

“on pooling, and” read “and, on pooling,” 

too 

2 

„ bottom, „ 

“275°” read “278'.’’ 


30 

i» top » 

“1880” read “ 1HHG.” 

031 

1SA20 

„ bottom, „ 

“nitrite” read “nitrate,” 
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